ipa i A Be 


‘aah, BiAES™ 
Wee oe eh Mt eg 


D.I. MENDELEEV 


PRINCIPLES 
OF CHEMISTRY 


1 


PREFACE 


TO THE 


ENGLISH , TRANSLATION 


v. . 
e cal > a Q 4. e 


ee 


In presenting to the scientific world an English translation of 
the text-book of Chemistry written by the great master of the 
Periodic Law, we feel that no apology is necessary, for it was in 
preparing the first edition of this book that the author was led to 
those considerations which resulted in the discovery of that law, 
and, moreover, the book is quite unique in its treatment of its 
subj ect. 

In order to convey as nearly and clearly as possible the exact 
meaning of the author, it has been our endeavour to give, as far as 
the genius of the two languages permits, a literal rendering of the 
original work. Some exception may no doubt be taken to some of 
the sentences, but it was felt on the whole that it would be better 
to have some inelegance of language rather than to risk the loss 
of the exact shade of meaning that the author had intended to 
convey. 

We have not considered ourselves at liberty to make any 
alterations in the matter of the work, save the omission of two 
notes referring to the meaning of Russian words, and of some 
details referring to the waters of the streams near St. Petersburg, 
which required local knowledge to be of any utility. It has, 
however, been necessary to make a considerable change in the 
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illustrations, as electro-types of the figures in the original could 
not be obtained. 

Since the publication of the Russian fifth edition, Professor 
Mendeléeff has issued some appendices to the work, which will be 
found printed at the end of Volume II. We have to express our 
thanks to the Managers of the Royal Institution for permission to 
reprint the lecture delivered at the Royal Institution by Professor 
Mendeléeff (Appendix I.), and to the Council of the Chemical 
Society for permission to reprint the Faraday lecture which forms 
Appendix IT. 

In conclusion, we would express our gratitude to Professor 
Kinch for the aid so kindly given in revising the sheets for 
the press. 

G. K. 
A. J. G. 
October, 1891. 
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THis work was written during the years 1868-1870, its object 
being to acquaint the student not only with the methods of ob- 
servation, the experimental facts, and the laws of chemistry, but 
also with the aspect of this science towards the invariable sub- 
stance of varying matter. If the facts themselves include the 
person who observes them, then how much more inevitable is the 
reflection of personality in giving an account of methods and of 
philosophical speculations ? For the same reason there will inevi- 
tably be much that is subjective in every objective exposition of 
science. And as an individual production is only significant in 
virtue of that which has preceded and which surrounds it, so it 
essentially resembles a mirror which in reflecting exaggerates the 
size and clearness of neighbouring objects, and causes a person 
near it to see reflected most plainly those objects which are on the 
side to which it is directed. Although I have endeavoured to make 
my book a true mirror directed towards the domains of chemical 
transformations, yet involuntarily those influences near to me have 
been the most clearly reflected, the most brightly illuminated, 
and have tinted the entire work with their colouring. In this 
way the chief peculiarity of the book has been determined. Ex- 
perimental and practical data occupy their place, but the philo- 
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sophical principles of our science form the chief theme of the work. 
In former times sciences, like bridges, could only be built up by 
supporting them on a few deep abutments and long girders. In 
addition to the exposition of the principles of chemistry, it has 
been my desire to show how science has now been built up like 
& suspension bridge, supported by the united strength of a number 
of slender, but firmly-fixed, threads, which individually are of 
little strength, and has thus been carried over difficulties which 
before appeared impassable. In comparing the science of the past, 
the present, and the future, in placing the particulars of its re- 
stricted experiments side by side with its asptrations for unbounded 
and infinite truth, and in restraining myself from yielding to a bias 
towards following the most attractive representation, I have en- 
deavoured to incite in the reader a spirit of inquiry, which, unsatis- 
fied with speculative reasonings alone, should subject every idea 
to experiment, excite the habit of stubborn work, necessitate a 
knowledge of the past, and a search for fresh threads to complete 
the bridge over the bottomless unknown. Experience proves that 
it. is possible by this means to avoid two equally pernicious extremes, 
the Utopian—a visionary contemplation which proceeds from a 
current of thought only—and the realistic stagnation which is 
content with bare facts. In sciences like chemistry, which treat 
of ideas as well as of the substances of nature, experience demon- 
strates at every step that the work of the past has availed much, 
and that without it it would be impossible to advance ‘into the 
ocean of the unknown.’ We are compelled to value their history, 
to cast aside classical illusions, and to engage in a work which not 
only gives mental satisfaction but is also practically useful.' 

' Chemistry, like every other science, is at once a means and an end. It isa 
means of attaining certain practicable aspirations. Thus, by its assistance, the 
obtaining of matter in its various forms is facilitated; it shows new possibilities 
of availing ourselves of the forces of nature, indicates the methods of preparing 
many substances, points out their properties, etc. In this sense chemistry is 
closely connected with the work of the maoufacturer and the artisan, its sphere 
is active, and is a means of promoting general welfare. Besides this honourable 
vocation, chemistry has another. With it, as with every other elaborated science, 


there are many lofty aspirations, the contemplation of which serves to inspire its 
workers and partisans: This contemplation comprises not only the principal data 
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Thus the desire to direct those thirsting for truth to the pure 
source of the science of the forces acting throughout nature forms 


of the science, but also the generally-accepted deductions, and also hypotheses, 
which refer to phenomena as yet but imperfectly known. In this latter sense 
scientific contemplation varies much with times and persons, it bears the stamp 
of creative power, and comprehends the highest branch of scientific progress. 
In that pure enjoyment experienced on approaching to the ideal, in that eagerness 
to draw aside the veil from the hidden truth, and even in that discord which 
exists between the various workers, we ought to see the surest pledges of further 
scientific success. Science thus advances, discovering new truths, and at the 
same time obtaining practical results. The edifice of science not only requires 
material but also a plan, and necessitates the work of preparing the materials, 
putting them together, working out the plans and the symmetrical proportions 
of the various parts. To conceive, understand, and grasp the whole symmetry of 
the scientific edifice, including its unfinished portions, is equivalent to tasting 
that enjoyment only conveyed by the highest forms of beauty and truth. Without 
the material, the plan alone is but a castle in the air, a mere possibility, whilst 
the material without a plan is but useless matter ; all depends on the concordance 
of the materials with the plan and execution, and the general barmony thereby 
attained, In the work of science, the artisan, architect, and creator are very 
often one and the same individual, but sometimes, as in other walks of life, 
there is a difference between them ; sometimes the plan is preconceived, some- 
times it follows the preparation and accumulation of the raw material. Free 
access to the edifice of science is not only allowed to those who devised the plan, 
worked out the detailed drawings, prepared the materials, or piled up the brick- 
work, but also to all those who are desirous of making a close acquaintance with 
the plan, and wish to avoid dwelling in the vaults or in the garrets where the 
useless lumber is stored. 

Knowing how contented, free, and joyful is life in the realms of science, one 
fervently wishes that many would enter their portals. On this account many 
pages of this treatise are unwittingly stamped with the earnest desire that the 
habits of chemical contemplation which I have endeavoured to instil into the 
minds of my readers will incite them to the further study of science. Science 
will then flourish in them and by them, on a fuller acquaintance not only with 
that little which is enclosed within the narrow limits of my work, but with the 
furtber learning which they must imbibe in order to make themselves masters of 
our science and partakers in its further advancement. 

Those who enlist in the cause of science have no reason to fear when they 
remember the urgent need for practical workers in the spheres of agriculture, 
arta, and manufacture. By summoning adberents to the work of theoretical 
chemistry, I am confident that I call them to a most usefnl labour, to the 
habit of dealing correctly with nature and its laws, and to the possibility of 
becoming truly practical men. In order to become actual chemists, it is 
necessary for beginners to be well and closely acquainted with three impor- 
tant branches of chemistry—analytical, organic, and theoretical. That part of 
chemistry which is dealt with in this treatise is only the groundwork of the edifice. 
For the learning and development of chemistry in its truest and fullest sense, 
beginners ought, in the first place, to turn their attention to the practical work of 
analytical chemistry ; in the second place, to practical and theoretical acquaint- 
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the first and most important aim of this book. The time has ar- 
rived when a knowledge of physics and chemistry forms as im- 
portant a part of education as that of the classics did two centuries 
ago. In those days the nations which excelled in classical learning 
stood foremost, just as now the most advanced are those which are 
superior in the knowledge of the natural sciences. I also wished 
to show in an elementary treatise on chemistry the palpable ad- 
vantages gained by the application of the periodic law, which I first 
saw in its entirety in the year 1869 when I was engaged in writing 
the first edition of this book, in which, indeed, the law was first 
enunciated. Then, however, this law was not established so firmly 
as now, when so many of its consequences have been verified by 
the researches of numerous chemists, and especially by Roscoe, 
Lecoq de Boisbaudran, Nilson, Brauner, Thorpe, Carnelley, Laurie, 
Winkler, and others. As the entire scheme of this work? is sub- 
jected to the law of periodicity, which may be illustrated in a 


ance with some special chemical question, studying the original treatises of the 
investigators of the subject (at first, under the direction of experienced teachers), 
because in working out particular facts the faculty of judgment and of correct 
criticism becomes sharpened ; in the third place, to a knowledge of current scien- 
tific questions through the special chemical journals and papers, and by inter- 
course with other chemists. The time has come to turn aside from visionary 
contemplation, from platonic aspirations, and from classical verbosity, and to 
enter the regions of actual labour for the common weal, and to prove that the 
study of science is not only an excellent education for youth, but that it instils 
the virtues of labour and truth, and creates solid national wealth, material and 
mental, which without it would be unattainable. Science, which deals with the 
infinite, is itself without bounds. 

2 I recommend those who are commencing to study chemistry with my book 
to first learn only what is printed in the large type, because in that part I have en- 
deavoured to concentrate all the fundamental, indispensable knowledge required 
for the study of chemistry. In the footnotes, printed in small type (which I advise 
being read only after the large text has been mastered), certain details are dis- 
cussed ; they are either further examples, or debatable questions on existing ideas 
which I thought indispensable to lay before those entering into the sphere of 
science, or certain historical and technical details which might be withdrawn 
from the fundamental portion of the book. Without intending to attain in my 
treatise to the completeness of a work of reference, I have still endeavoured 
to express the principal developments of science as they concern the chemical 
elements viewed in that aspect in which they appeared to me after long con- 
tinued study of the subject and participation in the contemporary advance of 
knowledge. 


PREFACE xl 


tabular form by placing the elements in series, groups, and 
periods, two such tables are given at the end of this preface. 

In this fifth edition I have not altered any essential feature of 
the original work, but have enlarged it in two directions. First, 
the doctrine of chemical equilibria, originally introduced by 
Berthollet and Henri Sainte-Claire Deville, is discussed more 
fully and minutely than in the earlier editions, as it has during 
recent years been established on a much firmer footing; and, 
second, the descriptive data referring to the elements have been 
increased by many new facts. 
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INTRODUCTION 


CHEMISTRY is concerned with the study ' of the homogeneous substances 


1 The investigation of a substance or phenomenon of nature consists (a) in determin- 
ing the relation of the thing under investigation to that which is already known, either 
from former studies, or from experiment, or from the consciousness of the common sur- 
roundings of life—that is, in determining and expressing the quality of the unknown by 
the aid of that which is known; (5) in measuring all that which can be subjected to 
measurement, and thereby denoting the quantitative relation of that under investigation 
to that already known and its relation to the categories of time, space, temperature, 
mass, &c.; (c) in determining the position held by the thing under investigation in the 
system of the things known, guided by both qualitative and quantitative data; (d) in 
finding, from the quantities which have been measured, the empirical (visible) depen- 
dence (function, or ‘ law,’ as it is sometimes termed) of variable factors—for instance, the 
dependence of the composition of the substance on its properties, of temperature on 
time, of time on locality, &c.; (e) in framing hypotheses or propositions as to the actual 
cause and true nature of the relation between that studied (measured or observed) and 
that which is known or the categories of time, space, &c.; (/) in verifying the logical 
consequences of the hypotheses by experiment; and (g) in advancing a theory which 
shall account for the nature of the properties of that studied in its relations with things 
already known and with those conditions or categories among which it exists. It is 
certain that it is only possible to thus study, when we have taken as a basis some incon- 
testable fact which is self-evident to our understanding ; as, for instance, number, time, 
space, movement, or mass. The determination of such primary or fundamental concep- 
tions (categories), although not excluded from the possibility of investigation, frequently 
does not subject itself to our present mode of scientific generalisation. Hence it follows 
in the investigation of anything, there always remains something which is recognised 
without investigation, or admitted as a known factor. The axioms of geometry may be 
taken as an example. Thus in the science of biology it is necessary to admit the faculty 
of organisms for multiplying themselves, as a conception whose meaning is yet unknown. 
Thus in the study of chemistry the notion of elements must be recognised without 
hardly any further analysis. However, by first investigating that which is visible and 
subject to direct observation by the organs of the senses, we may hope that, first, 
hypotheses will be arrived at, and afterwards theories of that which has now to be placed 
at the basis of our investigations. The minds of the ancients strove to at once seize the 
very fundamental categories of investigation, whilst all the successes of recent know- 
ledge are based on the above-cited method of investigation without the determination of 
‘the beginning of all beginnings.’ By following this inductive method, the exact sciences 
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or material ? of which all the objects of the universe are made up, with 
the transformations of these substances into each other, and with the 
phenomena 3 which accompany such transformations. Every chemical 


have already succeeded in becoming acquainted with certainty with much of the invi- 
sible world, which directly is imperceptible to the organs of sense (for example, the mole- 
cular movement of all bodies, the composition of the heavenly luminaries, the paths of 
their movement, the necessity for the existence of substances which cannot be subjected 
to experiment, &c.), and have verified the knowledge thus obtained, and employed it for 
increasing the interests of human life; and therefore it may be safely said that the induc- 
tive method of investigation is a more perfect mode of acquiring knowledge than the 
deductive method alone (starting from a little of the unknown accepted as incontestable 
to arrive at the much which is visible and observable) by which the ancients strove to 
embrace the universe. By investigating the universe by an inductive method (endeavour- 
ing from the much which is observable to arrive ata little which may be verified and 
is indubitable) the new science refuses to recognise dogma as truth, but through reason, 
by a slow and laborious method of investigation, strives for and attains to true de- 
ductions. 

2 A substance or material is that which occupies space and has weight. That is, 
which presents a mass which is attracted by the earth and by other masses of material, 
and of which the objects of nature are composed, and through which the movements and 
phenomena of nature are accomplished. It is easy to find out by examining and 
investigating, by various methods, the objects met with in nature and in the arts, that 
some of them are homogeneous, whilst others are composed of a mixture of several 
homogeneous substances. This is most clearly seen in solid substances. The metals 
nsed in the arts (for example, gold, iron, copper) should be distinguished for their 
homogeneity, otherwise they are brittle and unfit for many uses. Homogeneous matter 
exhibits similar properties in all its parts. By breaking up a homogeneous substance we 
obtain parts which, although different in form, resemble each other in their properties. 
Glass, the best qualities of sugar, marble, &c., are examples of homogeneous substances. 
But examples of non-homogeneous substances are much more frequent in nature and the 
arts. Thus the majority of the rocks are not homogeneous. In porphyries bright pieces 
of a mineral called ‘ orthoclase’ are often seen strewn amongst the dark mass of the rock, 
In ordinary red granite it is easy to distinguish large pieces of orthoclase mixed with 
dark semi-transparent quartz and flexible lamine of mica. Nor are plants and animals 
homogeneous. Thus leaves are composed of a skin, fibre, pulp, sap, and a green colouring 
matter. This is clearly seen by examining under a microscope a thin slice cut off a leaf. 
As an example of those non-homogeneous substances which are produced artificially, 
gunpowder may be cited, which is prepared by mixing together known proportions of 
sulphur, nitre, and charcoal. Many liquids, also, are not homogeneous, as may be observed 
by the aid of the microscope, when drops of blood are seen to consist of a colourless 
liquid in which red corpuscules, invisible to the naked eye owing to their small size, are 
floating about. It is these corpuscules which give blood its peculiar colour. Milk is also 
a transparent liquid, in which microscopical drops of fat are floating, and which rise to the 
top when milk is left at rest, forming cream. When the fat is beaten up (churned) the 
separate drops collect into one mass. It is possible to extract from every non- 
homogeneous substance those homogeneous substances of which it is made up. Thus 
orthoclase may be separated from porphyry by breaking it off. So also gold is extracted 
from gold-bearing sand by washing away the mixture of clay and sand. Chemistry deals 
only with the homogeneous substances met with in nature, or extracted from natural or 
artificial non-homogeneous substance. The various mixtures found in nature form the 
subjects of other natural sciences—as geognosy, botany, zoology, anatomy, «c. 

5 All those events which are accomplished by substances in time, are termed ‘ pheno- 
mena.’ Phenomena in themselves form the fundamental subject of the study of physics. 
Movement is the primary and most generally understood form of phenomenon, and there- 
fore we endeavour to reason about other phenomena as clearly as when dealing with mave- 
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change or reaction,‘ as it is called, can only take place under a condi- 
tion of most intimate and close contact of the reacting substances,’ and 
is determined by the forces proper to the smallest invisible particles 
(molecules) of matter. We must distinguish three chief classes of 
chemical transformations. 

1. Combination is a reaction in which the union of two substances 
yields a new one, or in general terms, from a given number of sub- 
stances a lesser number is produced. Thus, by heating a mixture of 
iron and sulphur ® a single new substance is produced, iron sulphide, in 
which the constituent substances cannot be distinguished even by the 
highest magnifying power. Before the reaction, the iron could be 
separated from the mixture by a magnet, and the sulphur by dissolving 
it in certain oily liquids ;’ in general, before combination they might 
be mechanically separated from each other, but after combination both 
substances penetrate into each other, and are then neither mechanically 
separable nor individually distinguishable. As a rule, reactions of 
direct combination are accompanied by an evolution of heat, and the 
common case of combustion, evolving heat, consists in the combination 
of combustible substances with a portion (oxygen) of the atmosphere, 


ment. Therefore, mechanics, which treats of movement, forms the fundamental science 
of natural philosophy, and all other sciences endeavour to reduce the phenomena with 
which they are concerned to mechanical principles. Astronomy was the first to take 
to this path of reasoning, and succeeded in many cases in reducing astronomical to 
parely mechanical phenomena. Chemistry and physics, physiology and biology are 
proceeding in the same direction. 

* The verb ‘to react’ means to act or ehange chemically. 

> If a phenomenon proceeds at visible or measurable distances (as, for instance, 
magnetic attraction or gravity) it cannot be ascribed to chemical phenomena, which are 
only accomplished at distances immeasurably small and undistinguishable to the eye or 
the microscope; that is to say, which belong to the number of purely molecular pheno- 
mena. When a change of material is accomplished within a substance without visible 
motion or the interference of foreign matters (for instance, when new wine ‘ages’ by 
keeping, and acquires a peculiar aroma), it may be classed as a chemical phenomenon ; but 
the ordinary cases of chemical] reaction are accomplished by the mutual action of different 
substances which, previously free, on reaction mutually permeate each other. 

* For this purpose a piece of iron may be made red hot in a smith’s furnace, and then 
placed in contact with a lump of sulphur, when iron sulphide will be obtained as a 
molten liquid, the combination being accompanied by a visible increase in the glow of 
the iron. Or else iron filings are mixed with powdered sulphur in the proportion of 
& parts of iron to 8 parts of sulphur, and the mixture placed in a glass tube, which is 
then partially heated. Combination does not commence without the aid of external 
heat, but when once started in any portion of the mixture it extends throughout the 
entire mass, because the portion first heated evolves sufficient heat in forming iron 
sulphide to raise the adjacent parts of the mixture tu the temperature required for 
starting the reaction. The rise in temperature thus obtained is so high as to soften the 
gises tube. 

7 Sulphur is slightly soluble in many thin oils; it is very soluble in carbon bisulphide 
and in some other liquids. Iron is insoluble in carbon bisulphide, and therefore the 
sulphur can be dissolved away from the iron. 
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the gases and vapours contained in the smoke being the products of 
combination. ~ 

2. Reactions of decomposition are cases the reverse to those of 
combination, that is, in which one substance gives two— or, in general, a 
given number of substances a greater number. Thus, by heating wood 
(and also coal and many animal or vegetable substances) without access 
to air, 2 combustible gas, a watery liquid, tar, and carbon are obtained. 
It is in this way that tar, lighting gas, and charcoal are prepared on a 
large scale.* All limestones, for example, flagstones, chalk, or marble, 
are decomposed by heating to redness into lime and a peculiar gas 
called carbonic anhydride. A similar decomposition, taking place, 
however, at a much lower temperature, proceeds with the green copper 
carbonate which enters into the composition of malachite. This ex- 
ample will be studied more in detail presently. Whilst heat is evolved 
in the ordinary reactions of combination, it is, on the contrary, con- 
sumed in the reactions of decomposition. : 

3. The third class of chemical] reactions—where the number of acting 
substances is equal to the number of substances formed—consists, as it 
were, of an association of decomposition and combination. If, for 
instance, two compounds A and B are taken and they react on each 
other to form the substances C and D, then supposing that A is de- 
composed into D and E, and that E combines with B to form C, we 
have a reaction in which two substances A, or DE, and B were taken 
and two others C, or E B, and D were produced. Such reactions ought 
to be placed under the general term of reactions of ‘rearrangement,’ 
and the particular case where two substances give two fresh ones, 
reactions of ‘ substituticn.’® Thus, if a piece of iron be immersed in a 
solution of blue vitriol (copper sulphate), copper is formed—or, rather, 


8 Decomposition of this kind is termed ‘dry distillation’ because, as in distillation, 
the substance is heated and vapours are given off which, on cooling, condense into . 
liquids. In general, decomposition, in absorbing heat, presents much in common to a 
physical change of state—such as, for example, that of a liquid into a gas. Deville 
likened complete decomposition to boiling, and compared partial decomposition, when a 
portion of a substance is not decomposed in the presence of its products of decomposition 
(or dissociation), to evaporation. 

9 A reaction of rearrangement may in certain cases take place with one substance 
only ; that is to say, a substance may by itself change into a new isomeric form. Thus, 
for example, if hard yellow sulphur be heated to a temperature of 250° and then poured 
into cold water it gives, on cooling, a soft, brown variety. Ordinary phosphorus, which 
is transparent, poisonous, and phosphorescent in the dark (in air), gives, after being 
heated at 270° (in an atmosphere incapable of supporting combustion, such as steam), an 
opaque, red, and non-poisonous isomeric variety, which is not phosphorescent. Cases of 
isomerism point out the possibility of an internal rearrangement in a substance, and are 
the result of an alteration in the grouping of the same elements, just as acertain number 
of balls may be grouped in figures and forms of different shapes and of various properties, 
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separated out, and green vitriol (iron sulphate, which only differs from 
the blue vitriol in that the iron has replaced the copper) is obtained in 
solution. In this manner iron may be coated with copper, so also copper 
with silver ; such reactions are frequently made use of in practice. 

The majority of the chemical changes accomplished in nature and 
the arts are very complicated, as they consist of an association of many 
separate and simultaneous combinations, decompositions, and replace- 
ments. In this natural complexity of chemical phenomena is discovered 
the chief reason why for so many centuries chemistry did not exist as 
an exact science ; that is to say, that although many chemical changes 
were known and made use of,'° yet their real nature was unknown, nor 
could they be foreseen or directed at will. Another reason for the 
tardy progress of chemical knowledge is the participation of gaseous 
substances, especially air, in many reactions. The true comprehension 
of air as a ponderable substance, and of gases in general as peculiar elastic 
and dispersive states of inatter, was only arrived at in the sixteenth and 
seventeenth centuries, and it was only after this that the transformations 
of substances could form a science. Up to that time, without under- 
standing the invisible and yet ponderable gaseous and vaporous states 
of substances, it was impossible to form any fundamental chemical 
evidence, because gases escaped from notice between the acting and 
resultant substances. It is easy from the impression conveyed to us by 
the phenomena we observe to form the opinion that matter is created 
and destroyed : a whole mass of trees burn, and there only remains a 
little charcoal and ash, whilst from one small seed there grows little 
by little a majestic tree. In one case matter seems to be destroyed, and 
in the other to be created. This conclusion is arrived at because the 
formation or consumption of gases, being under the circumstances 
invisible to the eye, is not noted. When wood burns it undergoes a 
chemical change into gaseous products, which escape as smoke. A very 
simple experiment will prove this. By collecting the smoke it may be 
observed that it contains gases which differ entirely from air, being 
incapable of supporting combustion or respiration. These gases may 
be weighed, and it will then be seen that their weight exceeds that of 
the wood taken. This increase in weight arises from the fact that, in 
burning, the component parts of the wood combine with a portion of 
the air ; in like manner iron increases in weight by rusting. In burn- 
ing gunpowder its substance is not destroyed, but only converted into 
gases and smoke. So also in the growth of a tree; the seed does not 


1° Thus the ancients knew how to convert the juice of grapes containing the saccharine 
principle (glucose) into wine or vinegar, or how to extract metals from the ores which 
are found in the earth’s crust, und how to prepare glass from earthy substances. 
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increase in mass of itself and from itself, but it grows because it absorbs 
gases from the atmosphere and sucks water and substances dissolved 
therein from the earth through its roots. The sap and solid substances 
which give plants their form are produced from these absorbed gases 
and liquids by complicated chemical processes. The gases and liquids 
are converted into solid substances by the plants themselves. Plants 
not only do not increase in size, but die, in a gas which does not contain 
the constituents of air. When moist substances dry they decrease in 
weight,; when water evaporates we know that it does not disappear, 
but will return from the atmosphere as rain, dew, and snow. When 
water is absorbed by the earth, it does not disappear there for ever, but 
accumulates somewhere underground, from whence it afterwards flows 
forth as a spring. Thus matter does not disappear and is not created, 
but only undergoes various physical and chemical transformations—that 
is to say, changes its locality and form. Matter remains on the earth 
in the same quantity as before ; in a word it is, as far as we are con- 
cerned, everlasting. Jt was difficult to submit this simple and primary 
truth of chemistry to investigation, but when once made clear it rapidly 
spread, and now seems as natural and simple as many truths which 
have been acknowledged for ages. Mariotte and other savants of the 
seventeenth century already suspected the existence of the law of the 
indestructibility of matter, but they made no efforts to express it or to 
apply it to the ends of science. The experiments by means of which 
this simple law was arrived at were made during the latter half of the 
last century by the founder of contemporary chemistry, LAvoIsiER, the 
French Academician and mayor. The numerous experiments of this 
savant were conducted with the aid of the balance, which is the only 
means of directly and accurately determining the quantity of matter. 
Lavoisier found, by weighing all the substances, and even the 
apparatus, used in every experiment, and then weighing the substances 
obtained after the chemical change, that the sum of the weights of the 
substances formed was always equal to the sum of the weights of the 
substances taken ; or, in other words: MATTER IS NOT CREATED AND 
DOES NOT DISAPPEAR, or that, matter is everlastiny. This expression 
naturally includes a hypothesis, but our only aim in using it is to con- 
cisely express the following lengthy period—That in all experiments, 
and in all the investigated phenomena of nature, it has never been 
observed that the weight of the substances formed was less or greater 
(as far as accuracy of weighing permits) than the weight of the sub- 
stances originally taken, and as weight is proportional to mass!! or 


1) The idea of the mass of matter was first shaped intoan exact form by Galileo (died 
1642), and more especially by Newton (born 1643, died 1727), in the glorious epoch of the 
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quantity of matter, it follows that no one has ever succeeded in observ- 
ing a disappearance of matter or its appearance in fresh quantities. 
The law of the indestructibility of matter endows all chemical investi- 
gations with exactitude, as, on its basis, an equation may be formed for 
every chemical reaction. If in any reaction the weights of the sub- 
stances taken be designated by the letters A, B, C, &c., and the 
weights of the substances formed by the letters M, N, O, &c., then 


A+B+C+4..0.0. = M+N +0 4 


Therefore, should the weight of one of the acting or resultant sub- 
stances be unknown, it may be determined by solving the equation. 
The chemist, in applying the law of the indestructibility of matter, 
must never lose sight of any one of the acting or resultant substances. 
Should such an oversight be made, it will at once be remarked from 
the sum of the weights of the substances taken being unequal to the 
sum of the weights of the substances formed. All the progress made 
by chemistry during the end of the last, and in the present, century is 
entirely and immovably founded on the law of the indestructibility of 
matter. It is absolutely necessary in beginning the study of chemistry 
to become familiar with the simple truth which is expressed by this 
law, and for this purpose several examples elucidating its application 
will now be cited. 

1. It is well known that iron rusts in damp air,'? and that when 
heated to redness in air it becomes coated with scoria (oxide), having, 
like rust, the appearance of an earthy substance resembling some of the 
iron ores from which metallic iron is extracted. If the iron is weighed 
before and after the formation of the scoria or rust, it will be found 
that the metal has increased in weight during the operation.'> It 


development of the principles of inductive reasoning enunciated by Bacon and Descartes 
in their philosophical treatises. Shortly after the death of Newton, Lavoisier, whose 
fame in natural philosophy should rank with that of Galileo and Newton, was born on 
August 26,1748. The death of Lavoisier occurred during the Reign of Terror of the 
French Revolution, when he, together with twenty-six other chief farmers of the revenue, 
was guillotined on May 8, 1794, at Paris, but his works and thoughts have made him 
immortal. 

12 By covering iron with an enamel, or varnish, or with unrustable metals (such as 
nickel), or a coating of paraffin, or other similar substances, it is protected from the air 
and moisture, and so kept from rusting. 

13 Such an experiment may easily be made by taking the finest (unrusted) iron filings 
(ordinary filings must be first washed in ether, dried, and passed through a very fine 
sieve). The filings thus obtained are capable of burning directly in air (by oxidising or 
forming rust), especially when they hang (are attracted) on a magnet. A compact piece 
of iron does not burn in air, but spongy iron glows and smoulders like tinder. In 
making the experiment, a horse-shoe magnet is fixed, with the poles downwards, on one 
arm of a rather sensitive balance, and the iron filings are applied to the magnet (on a 
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can easily be proved that this increase in weight and formation of 
earthy substances from the metal is accomplished at the expense of 
the atmosphere, and mainly, as Lavoisier proved, at the expense of 
that portion which is called oxygen, and, as will afterwards be 
explained, supports combustion. In fact, in a vacuum, or in gases 
which do not contain oxygen, for instance, in hydrogen or nitrogen, 
the iron neither rusts nor becomes coated with scoria. Had the iron 
not been weighed, the participation of the oxygen of the atmosphere in 
its transformation into an earthy substance might have easily passed 
unnoticed, as was formerly the case, when phenomena like the 
above were, for this reason, misunderstood. It is evident from the 
law of the indestructibility of matter that as the iron increases in 
weight in its conversion into rust, the latter must be a more complex 
substance than the iron itself, and its formation is due to a reaction of 
combination. Were not this chemical change studied in regard to 
mass, and did we not know of the ponderability of air, and of its 
capacity to take part in the phenomena of combustion, we might form 
an entirely wrong opinion about it, and might, for instance, consider 
rust to be a simpler substance than iron, and explain the formation of 
rust as the removal of something from the iron. Such, indeed, was 
the general opinion prior to Lavoisier, when it was held that iron con- 
tained a certain unknown substance called ‘phlogiston,’ and that rust 
was iron deprived of this supposed substance. 

2. Copper carbonate (in the form of a powder, or as the well-known 
green mineral called ‘malachite,’ which is used for making ornaments, 
or as an ore for the extraction of copper) changes into a black sub- 
stance called ‘copper oxide’ when heated to redness.'4. This black 


sheet of paper) so as to form a beard about the poles. The balance pan should be exactly 
under the filings on the magnet, in order that any which might fall from it should not 
alter the weight. The filings, having been weighed, are set light to by applying the flame 
of a candle; they easily take fire, and go on burning by themselves, forming rust. 
When the combustion is ended, it will be clear that the iron has increased in weight; 
from 54 parts by weight of iron filings taken, there are obtained, by complete com- 
bustion, 74 parts by weight of rust. Consequently, if about 5 grams of filings be 
applied to the magnet, the increase in weight will be clearly seen by the weights that are 
required to restore equilibrium. This experiment proceeds so easily and quickly that it 
may be conveniently demonstrated, as a proof of the increase of weight at the expense of 
air and of its transformation into the solid iron-rust. 

14 For the purpose of experiment, it is most convenient to take copper carbonate, pre- 
pared by the experimenter himself, by adding a solution of sodium carbonate to asolution 
of copper sulphate. The precipitate (deposit) so formed is collected on a filter, washed, 
and dried. The decomposition of copper carbonate into copper oxide is effected by so 
moderate a heat that it may be accompished in a glass vessel heated by a lamp. For 
this purpose a thin glass tube, closed at one end, and called a ‘test tube,’ may be em- 
ployed, or else a vessel called a ‘retort.’ The experiment is carried on, as described in the 
third example above, by collecting the carbonic anhydride over a water bath, as will be 
afterwards explained. 
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substance is also uvbtained by heating copper to redness in air—that is, 
it is the scoria or oxidation product of copper. The weight of the 
black oxide of copper left is less than that of the copper carbonate 
originally taken, and therefore we consider the reaction which occurred 
to have been one of decomposition, and that by it something was sepa- 
rated from the green copper carbonate, and in fact by closing the orifice 
of the vessel in which the copper carbonate is heated with a well- 
fitting cork, through which a gas delivery tube!® passes whose end is 
immersed under water, it will be observed that on heating, a gas is 
formed which bubbles through the water. This gas can be easily 
collected, as will presently be described, and it will be found to essen- 
tially differ from air in many respects ; for instance, a burning taper 
is extinguishec in it as if it had been plunged into water. If weighing 
had not proved to us that some substance had been separated, the 
formation of the gas might easily have escaped our notice, for it is 
colourless and transparent like air, and is therefore evolved without 
any striking feature. The carbonic acid gas evolved may be weighed '® 
and it will be seen that the sum of the weights of the black copper 


15 Gas delivery tubes are usually made of glass tubing as prepared at glass works. It 
is made of various diameters and thicknesses. If of small diameter and thickness, a glass 
tube is easily bent by heating in « gas jet or the flame of a spirit lamp, and may also be 
easily divided at a given point by making u deep scratch with a file and then breaking the 
tube at this point with a sharp jerk. These properties, together with their impermea- 
bility, transparency, hardness, and regularity of bore, makes glass tubes most useful in 
experiments with gases. Naturally they might be replaced by straws, india-rubber, 
metallic, or other tubes, but these are more difficult to fix on to a vessel, and are not 
entirely impervious to gases. A glass gas delivery tube may be hermetically fixed into 
a vessel by fitting it into a perforated cork, which should be soft and free from flaws, and 
fixing the cork into the orifice of the vessel. Sometimes the cork is previously soaked in 
paraffin, or it is replaced by an india-rubber cork. 

16 Gases, like all other substances, may be weighed, but, owing to their extreme light- 
ness and the difficulty of dealing with them in large masses, they can only be weighed by 
very sensitive balances; that is, in such as, with a considerable load, indicate a very small 
difference in weight— for example, a centigram or milligram with a load of 1,000 grams. 
In order to weigh a gas, a glass globe furnished with a stop-cock (which must not leak in 
any part, and therefore must be kept well lubricated) is first of all exhausted of air by an 
air-pump (a Sprengel pump is the best). The stop-cock is then closed, and the exhausted 
globe weighed. As the pressure of the atmosphere acts on the walls of the globes, they 
should be thick. Glass is found to bear the strain of the inequality of the exterior and 
interior pressures best. If the yas to be weighed is then let into the globe, its weight 
can be determined from the increase in the weight of the globe. It is necessary, how- 
ever, that the temperature and pressure of the air about the balance should remain 
constant for both weighings, as the weight of the globe in air will (according to the laws 
of hydrostatics) vary with its density. The volume of the air displaced, and its weight, 
must therefore be determined by observing the temperature, density, and moisture of the 
atmosphere during the time of experiment. This will be partly explained later, but may be 
stadied more in detail by physics. Owing to the complexity of all these operations, the 
mass of a yas i3 usually determined from its volume and density, or the weight of one 
volume. 
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oxide and carbonic acid gas is equal to the weight of the copper car- 
bonate'’ originally taken, and thus by carefully following out the 
various stages of all chemical reactions we arrive at a confirmation of 
the law of the indestructibility of matter. 

3. Red mercury oxide (which is formed as mercury scoria by heat- 
ing mercury in air) is decomposed like copper carbonate (only by 
heating more slowly and at a somewhat higher temperature), with the 
formation of the peculiar gas, oxygen. For this purpose the mercury 
oxide is placed in a glass tube or retort,'® to which, by means of a cork, 
a gas delivery tube is attached. This tube is bent downwards, as shown 
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Fig. 1.—Apparatus for the sedecom position of red mercury oxide, 


in the drawing (Fig. 1). The open end of the gas delivery tube is im- 
mersed in a vessel filled with water, called a pneumatic trough.'? When 


7 The copper carbonate should be dried before weighing, as otherwise—besides copper 
oxide, and carbonic anhydride—water will be obtained in the decomposition. Water 
forms a part of the composition of malachite, and has therefore to be taken into considera- 
tion. The water produced in the decomposition may be all collected by absorbing it in 
sulphuric acid or calcium chloride, as will be described further on. In order to dry a 
salt it must be heated at about 100° until its weight remains constant, or be placed under 
an air pump over sulphuric acid, as will also be presently described. As water is met 
with almost everywhere, and as it is absorbed by many substances, the possibility of its 
presence should never be lost sight of. 

18 As the decomposition of red oxide of mercury requires so high a temperature, near 
redness, as to soften ordinary glass, it is necessary for the experiment to take a retort 
(or test tube) made of infusible (German) glass, which is able to stand high temperatures 
without softening. For the same reason, the lamp used must give a strong heat and a 
large flame, capable of embracing the whole bottom of the retort, which should be as 
small as possible for the convenience of the experiment. 

19 The pneumatic trough may naturally be made of any material (china, earthenware, 
or metal, &c.), but usually a glass one, as shown in the drawing, is used, as it allows the 
progress of experiment being better observed. For this reason, as well as the ease with 
which they are kept clean, and from the fact also that glass is not acted on by many sub- 
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the gas begins to be evolved in the retort it is obliged, having no other 
outlet, to escape through the gas delivery tube into the water in the 
pneumatic trough, and therefore its evolution will be rendered 
_ visible by the bubbles coming from this tube. In heating the retort 
containing the mercury oxide, the air contained in the apparatus is 
first partly expelled, owing to its expansion by heat, and then the 
peculiar gas called ‘oxygen’ is evolved, and may be easily collected as it 
comes off. For this purpose a vessel (an ordinary cylinder, as in the 
drawing) is filled quite full with water and its mouth closed ; it is then 
inverted and placed in this position under the water in the trough ; 
the mouth is then opened. The cylinder will remain full of water— 
that is, the water will remain at a higher level in it than in the sur- 


stances which affect other materials (for instance, metals), glass vessels of all kinds— 
such as retorts, test tubes, cylinders, beakers, tlasks, globes, &c.—are preferred to any 
other for chemical experiments. Glass vessels may be heated without any danger if the 
following precautions be observed: Ist, they should be made of thin glass, as otherwise 
they are liable to crack from the bad heat-conducting power of glass; 2nd, they should be 
surrounded by a liquid or with sand (Fig. 2), or sand bath as it is called ; or else should 


Fig. 2.--Apparatus for distilling under a diminished pressure liquids which decompose at their 
boiling points under the ordinary pressure. The apparatus in which the liquid is distilled is con- 
ae with a large globe from which the air is pumped out; the liquid is heated, and the reveiveg 
coolel. 


stand ina current of hot gases without touching the fuel from which they proceed, or in 
the flame of a smokeless lamp. A common candle or lamp forms a deposit of soot on a 
cold object placed in their flames. The soot interfereswith the transmission of heat, and 
so a glass vessel when covered with soot often cracks. And for this reason spirit lamps, 
which burn with a smokeless flume, or gas burners of a peculiar construction, are used. 
In the Bunsen burner the gas is mixed with air, and burns with a non-luminous and 
smokeless flame. On the other hand, if an ordinary lamp (petroleum or benzine) does 
not smoke it may be used for heating a glues vessel without danger, provided the glass is 
placed well above the flame in the current of hot gases. In all cases, the heating should 
be begun very carefully by raising the temperature by degrees, and not all at once, or the 
glass will break. 
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rounding vessel, owing to the atmospheric pressure. The atmosphere 
presses on the surface of the water in the trough, and prevents the 
water from flowing out of the cylinder. The mouth of the cylinder is 
placed over the end of the gas delivery tube,?? and the bubbles 
issuing from it will rise into the cylinder and displace the water con- 
tained in it. Gases are generally collected in this manner. When a 
sufficient quantity of gas has accumulated in the cylinder it can be 
clearly shown that it is not air, but another gas which is distinguished 
by its capacity for vigorously supporting combustion. In order to show 
this, the cylinder is closed, under water, and removed from the bath ; 
its mouth is then turned upwards, and a smouldering taper plunged 
into it. As is well known, a smouldering taper will be extinguished in 
air, but in the gas which is given off from red mercury oxide it burns 
clearly and vigorously, showing the capacity this gas has for vigorously 
supporting combustion, and thus enabling it to be distinguished from 
air. It may be observed in this experiment that, besides the forma- 
tion of oxygen, metallic mercury is formed, and, being volatilised at the 
high temperature required for the reaction, condenses on the cooler parts 
of the retort asa mirror or in globules. Thus two substances, mer- 
cury and oxygen, are obtained by heating red mercury oxide. In this 
reaction, from one substance two are produced—that is, decomposition 
ensues. The means of collecting and investigating gases were already 
known before Lavoisier’s time, but he first showed the real part they 
played in the processes of many chemical changes which before his era 
were either wrongly understood (as will be afterwards explained) or were 
not explained at all, but only observed in their superficial aspects. This 
experiment on red mercury oxide has a special significance in the 
history of chemistry contemporary with Lavoisier, because the oxygen 
gas which is here evolved is contained in the atmosphere, and plays a 
most important part in nature, especially in the respiration of animals, 
in combustion in air, and in the formation of rusts or scoriz (earths, as 
they were then called) from metals—that is, of earthy substances, like the 
ores from which metals are extracted. The law of the indestructibility 
of matter could not be discovered or confirmed by the balance until the 
part played by the atmosphere as regards the participation of its oxygen 
in the numerous chemical phenomena, known either from the everyday 
experiences of life (combustion, respiration) or from the researches of 


70 In order to avoid the necessity of holding the cylinder, its open end is widened (and 
also ground so that it may be closely covered with a ground-glass plate when needful), and 
placed on a stand below the level of the waterin the bath. This stand is called ‘the bridge.’ 
It has several circular openings cut through it, and the gas delivery tube is placed under 
one of these, and the cylinder for collecting the gas over it. 
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previous observers (the transformations of the metals into their earths 
or oxides), had been explained. 

4. In order to illustrate by experiment one more example of 
chemical change and the application of the law of the indestructi- 
bility of matter, we will take some common table salt and lunar 
caustic, which is well known from its use in cauterising wounds. By 
taking a clear solution of each and mixing them together, it will at 
once be remarked that a solid white substance is formed, which settles 
to the bottom of the vessel, and is insoluble in water. This substance 
may be separated from the solution by filtering ; it is then found to be 
an entirely different substance from either of those taken originally 
in the solutions. This is evident from the fact that it does not 
dissolve in water. On evaporating the liquid which passed through 
the filter, it will be found to contain a new substance unlike either 
table salt or lunar caustic, but, like them, soluble in water. Thus 
table salt and lunar caustic, two substances soluble in water, being 
taken, by their mutual chemical action produced two new substances, 
one insoluble in water, and the other remaining in solution. Here, 
from two substances two others are obtained, consequently there 
occurred a reaction of substitution. The water served only to convert 
the acting substances into a liquid and mobile state. If the lunar caustic 
and salt be dried 2! and weighed, and if about 58} parts by weight—for 
instance, grams ??—of salt and 170 grams of lunar caustic be taken, 
then 143} grams of insoluble silver chloride and 85 grams of sodium 
nitrate will be obtained. The sum of the weights of the acting and 
resultant substances are seen to be similar and equal to 228} grams, 
as necessarily follows from the law of the indestructibility of 
matter. 


21 Drying is necessary in order to remove any water which may be held in the salts 
(see Note 17). If the original and resultant substances be dried, then the water 
employed for solution, and which is removed in drying, may be taken in indefinite 
quantities. . ® 

% The exact weights of the acting and resulting substances are determined with the 
greatest difficulty, not only from the possible inexactitude of the balance (every weighing 
is only correct within the limits of the sensitiveness of the balance) and weights used 
in weighing, not only from the difficulty in making corrections for the weight of air dis- 
placed by the vessels holding the substances weighed and by the weights themselves, 
but also from the hygroscopic nature of many substances (and vessels) causing absorption 
of moisture from the atmosphere, and from the difficulty in not losing any of the substance 
to be weighed in the many operations (filtering, evaporating, and drying, &c.) which have to 
be gone through before arriving at a final result. All these circumstances have to be 
taken into consideration in exact researches, and their elimination requires very many 
special precautions which are impracticable in preliminary experiments; these arrive 
within only a certain comparatively rough proximity to those weights (expressed by 
chemical formulse) which (all with a certain, definite, and inevitable error) correspond 
with reality. 
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Having accepted the truth of the above law, the question in- 
voluntarily arises whether there is any limit to the various chemical 
transformations, or are they unrestricted in number—that is to say, 1s 
it possible from a given substance to obtain an equivalent quantity of 
all other substances? In other words, does there exist a perpetual and 
infinite change of one kind of material into all other kinds, or is the 
cycle of these transformations limited? This is the second essential 
problem of Chemistry, a question of quality of matter, and one, it is 
evident, which is more complicated than the question of quantity. It 
cannot be resolved by a mere superficial glance at the subject. Indeed, 
on seeing how all the varied forms and colours of plants are built up from 
air and the elements of the soil, and how metallic iron can be transformed 
into dyes, such as inks and Prussian blue, we might be led to think 
that there is no end to the qualitative changes to which matter is 
susceptible. But, on the other hand, the everyday experiences of life 
compel us to acknowledge that food cannot be made out of a stone, or 
gold out of copper. Thus a definite answer can only be looked for in 
a close and diligent study of the subject, and the problem has been re- 
solved in different ways at different times. In ancient times the 
opinion most generally held was that everything visible was composed 
of four elements—Air, Water, Earth, and Fire. The origin of this 
doctrine can be traced far back into the confines of Asia, whence 
it was handed down to the Greeks, and most fully expounded by 
Empedocles, who lived before 460 B.c. By accepting so small a 
number of elements it was easy to arrive at the conclusion that the 
cycle of chemical changes was, if not infinite, at all events most exten- 
sive. This doctrine was notarrived at by the results of exact research, 
but was only founded on the speculations of philosophers. It appa- 
rently owes its origin to the clear division of bodies into gases (like 
air), liquids (like water), and solids (like the earth). It seems that 
the Arabs were the first who tried to solve the question by means of 
etperiment, and they introduced, through Spain, the taste for the 
study of similar problems into Europe, where from that time there 
appear many adepts in chemistry, which was considered as an unholy 
art, and called ‘alchemy.’ As the alchemists were ignorant of any 
exact or strict law which could guide them in their researches, they re- 
solved the question of the transformation of substances in a most varied 
manner. Their chief service to chemistry was that they made a 
number of experiments, and discovered many new chemical trans- 
formations ; but it is well known how they solved the fundamental 
problem of chemistry. Their view may be taken as a positive acknow- 
ledgment of the infinite transmutability of matter, for they aimed at 
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discovering the Philosopher’s Stone, capable of converting everything 
into gold and diamonds, and of making the old young again. This 
solution of the question was afterwards most decidedly refuted, but it 
must not, for this reason, be thought that the hopes held by the 
alchemists were only the fruit of their imaginations. On the contrary, 
the first chemical experiments might well lead them to their conclusion. 
They took, for instance, the bright metallic mineral galena, and they 
extracted metallic lead from it. Thus they saw that from a metallic 
substance which is unfitted for use they could obtain another metallic 
substance which is ductile and valuable for many uses in the arts. 
Furthermore, they took this lead and obtained silver, a still more 
valuable metal, from it. Thus they might easily conclude that it was 
possible to ennoble metals by means of a whole series of transmutations 
—that is to say, to obtain from them those which are more and more 
precious. Having got silver from lead, they only aimed at getting gold 
from silver. The mistake they made was that they never weighed or 
measured the substances used or produced in their experiments. Had 
they done so, they would have learnt that the weight of the lead was 
much less than that of the galena from which it was obtained, and the 
weight of the silver infinitesimal compared with that of the lead. Had 
they looked more closely into the process of the extraction of the silver 
from lead (and now silver is chiefly obtained from the lead ores) they 
would have seen that the lead does not change into silver, but that it 
only contains a certain smal] quantity of it, and this amount having 
once been separated from the lead it cannot by any further operation 
give more. The silver which the alchemists extracted from the lead 
was in the lead, and was not obtained by a chemical change of the lead 
itself. This is now well known from experiment, but the first view of 
the nature of the process was very likely to be erroneous.*3 The 
methods of research adopted by the alchemists could not but give little 


% Besides which, in the majority of cases, the first judgment on most subjects which 
do not repeat themselves in everyday experience under various aspects, but always in one 
form, or only at intervals and infrequently, is usually untrue. Thus the daily evidence 
of the rising of the sun and stars evokes the erroneous idea that the heavens move and 
the earth stands still. This apparent truth is far from being the real truth, and is even 
contradictory to it. Similarly, an ordinary mind and everyday experience concludes that 
iron is incombustible, whereas it burns not only as filings, but even as wire, as we shall 
afterwards see. With the progress of knowledge very many primitive prejudices have 
been obliged to give way to true ideas which have been verified by experiment. In ordi- 
nary life we often reason at first sight with perfect truth, only because we are taught a 
right judgment by our daily experience. It is a necessary consequence of the nature of 
car minds to reach the attainment of truth through elementary and often erroneous 
teasoning and through experiment, and it would be very wrong to expect a knowledge of 
truth from a simple mental effort. Naturally, experiment iteelf cannot give truth, but it 
gives the means of destroying erroneous representations whilst confirming those which 
are true in all their consequences. 
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success, for they groped in the dark, making all kinds of mixtures and 
experiments, without setting themselves clear and simple questions 
whose answers would aid them to make further progress. Thus they 
did not form one exact law, but, nevertheless, they left numerous and 
useful experimental data as an inheritance to chemistry ; they studied, 
in particular, the transformations proper to metals, and for this reason 
chemistry was for long afterwards entirely confined to the study of 

metallic substances. | 
In their researches, the alchemists frequently made use of two 
chemical processes which are now termed ‘ reduction ’ and ‘ oxidation.’ 
The rusting of metals, and in general their conversion from a metallic 
into an earthy form, is called ‘ oxidation,’ whilst the extraction of a 
metal from an earthy substance is called ‘reduction.’ A large number 
of metals—for instance, iron, lead, and tin—are oxidised by heating in 
air alone, and may be again reduced by heating with carbon. Such oxi- 
dised metals are found in the earth, and form the majority of metallic 
ores. The metals, such as tin, iron, and copper, may be extracted from 
these ores by heating them together with carbon. Al] these processes 
were well studied by the alchemists. It was afterwards shown that 
all earths and minerals are formed of similar metallic rusts or oxides, 
or of their combinations. Thus the alchemists knew of two forms of 
chemical changes: the oxidation of metals and the reduction of the 
oxides so formed into metals. The explanation of the nature of these 
two classes of chemical phenomena was the means for the discovery of 
the most important chemical laws. The first hypothesis on their 
nature is due to Becker, and more particularly to Stahl, a surgeon ‘to 
the King of Prussia. Stahl writes in his ‘Fundamenta Chymie,’ 
1723, that all substances consist of an imponderable fiery substance 
called ‘ phlogiston ’ (materia aut principium ignis non ipse ignis) and of 
another element having particular properties for each substance. The 
greater the capacity of a body for oxidation, or the more combustible it 
is, the richer it is in phlogiston. Carbon contains it in great abundance. 
In oxidation or combustion phlogiston is emitted, and in reduction it 
is consumed or enters into combination. Carbon reduces earthy sub- 
stances because it is rich in phlogiston, and gives up a portion of its 
phlogiston to the substance reduced. Thus Stahl supposed metals to 
be compound substances consisting of phlogiston and an earthy sub- 
stance or oxide. This hypothesis is distinguished for its very great 
simplicity, and for this and other reasons it acquired many supporters.*4 
4 It is true that Stahl was acquainted with a fact which directly disproved his 


hypothesis. It was already known (from the experiments of Geber, and more especially 
of Ray, in 1680) that metals increase in weight by oxidation, whilst, according to Stahl’s 
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Lavoisier proved by means of the balance that every case of rusting 
of wetals or oxidation, or of combustion, is accompanied by an increase 
in weight at the expense of the atmosphere. He formed, therefore, the 
natural opinion that the heavier substance is more complex than the 
lighter one.?*> The following remarkable experiment was made by 
Lavoisier in 1774, and gave indubitable support to his opinion, which 
was in many respects contradictory to Stahl’s doctrine. Lavoisier 


hypothesis, they should decrease in weight, because phlogiston is separated by oxidation. 
Stahl speaks on this point as follows :—' I know well that metals, in their transformation 
into earths, increase in weight. But not only does this fact not disprove my theory, but, 
on the contrary, confirms it, for phlogiston is lighter than air, and, in combining with 
substances, strives to lift them, and so decreases their weight ; consequently, a substance 
which has lost phlogiston must be heavier.’ This argument, it will be seen, is founded 
on an improper understanding of the properties of gases, regarding them as having no 
weight and as not being attracted by the earth, or else on a confused idea of phlogiston 
itself, as it was first defined as imponderable. The conception of imponderable phlogiston 
tallies well with the habit and methods of the last century, when recourse was often had 
to imponderable fluids fow explaining a large number of phenomena. Heat, light, 
magnetism, and electricity were explained as being peculiar imponderable fluids. In this 
sense the doctrine of Stahl corresponds entirely with the spirit of his age. If heat be 
now regarded as movement or energy, then phlogiston also should be considered in this 
light. In fact, in combustion, of coals, for instance, heat and energy are evolved, and 
not combined in the coal, although the oxygen and coal do combine. Consequently, the 
doctrine of Stahl contains the essence of a true representation of the evolution of energy, 
bat naturally this evolution is only a consequence of the combination going on between 
the coal and oxygen. As regards the history of chemistry prior to Lavoisier, besides 
Stahl’s work (to which reference has been made above), Priestley’s Experiments and 
Observations on Different Kinds of Air, London, 1790, and also Scheele’s Opuscula 
Chimica et Physica, Lips., 1788-89, 2 vols., must be recommended as the two leading 
works of the English and Scandinavian chemists showing the condition of chemical 
learning before the propagation of Lavoisier’s views. A most interesting memoir on the 
history of phlogiston is that of Rodwell, in the Philosophical Magazine, 1868, in which 
it is shown that the idea of phlogiston dates very far back, that Busil Valentine (1394- 
1415), in the Cursus Triumphalis Antimonti Paracelsus (1493-1541), in his work, De 
Rerum Natura, Glauber (1604-1668), and especially John Joachim Becher (1625-1683), in 
his Physica Subterranea, all referred to phlogiston, but under different names. 

® An Englishman, named Mayow, who lived a whole century before Lavoisier (in 1666), 
understood certain phenomena of oxidation in their true aspect, but was not able to 
develop his views with clearness, or make his doctrine a universal inheritance, or express 
it by instructive experiments; he, therefore, cannot be considered, like Lavoisier, as 
the foander of contemporary chemical learning. Science is a universal heritage, and 
therefore it is only just to give the highest honour in science, not to those who first 
enunciate a certain truth, but to those who are first able to convince others of its 
authenticity and establish it for the general welfare. It should be observed, with refer- 
ence to scientific discoveries, that they are rarely made all at once, but, as a rule, the 
first teachers do not succeed in convincing others of the truth they have discovered ; with 
time, however, the store of materials for its demonstration increases, and other teachers 
come forward, possessing every means for making the truth apparent to all. They are 
rightly considered as the founders; but it must not be forgotten they are entirely indebted 
to the labours and mass of data accumulated by many others. Such was Lavoisier, and 
such are all the great founders of science. They are the enunciators of all past and 
present learning, and their names will always be revered by posterity. 
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poured four ounces of pure mercury into a glass retort (fig. 3), whose 
neck was bent as shown in the drawing and dipped into the vessel R 8, 
also full of mercury. The projecting end of the neck was covered 
with a glass bell jar p. The weight of all the mercury taken, and the 
volume of air remaining in the apparatus, namely, that in the upper 
portion of the retort, and under the bell-jar, were determined before 
beginning the experiment. In this experiment it was most important 
to know the volume of air in order to learn what part it played in the 
oxidation of the mercury, because, according to Stahl, phlogiston is 
emitted into the air, whilst, according to Lavoisier, the mercury in 


Fic, 3.—Lavoisier’s apparatus for determining the composition of air and the 
reason of metals increasing in weight when they are calcined in air. 


oxidising absorbs a portion of the air ; and consequently it was abso- 
lutely necessary to determine whether the amount of air increased or 
decreased in the oxidation of the metal. It was, therefore, most import- 
ant to measure the volume of the air in the apparatus both before and 
after the experiment. For this purpose it was necessary to know the 
total capacity of the retort, the volume of the mercury poured into it, 
the volume of the bell-jar above the level of the mercury, and also 
the temperature and pressure of the air at the time of its measure- 
ment. The volume of air held in the apparatus and isolated from the 
surrounding atmosphere could be determined from these data. Having 
arranged his apparatus in this manner, Lavoisier heated the retort 
holding the mercury for a period of twelve days at a temperature near 
the boiling point of mercury. The mercury became covered with a 
quantity of small red scales ; that is, it was oxidised or converted into 
an earth. This substance is the same mercury oxide which has already 
been mentioned (example 3). After the lapse of twelve days the 
apparatus was cooled, and it was then seen that the volume of the air 
in the apparatus had diminished during the time of the experiment. 
This result was in exact contradiction to Stahl’s hypothesis. Out 
of 50 cubic inches of air originally taken, there only remained 42. 
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Lavoisier’s experiment led to other no less important results. The 
weight of the air taken decreased by as much as the weight of the 
mercury increased in oxidising ; that is, the portion of the air was not 
destroyed, but only combined with mercury. This portion of the air 
may be again separated from the mercury oxide, and has, as we saw 
(example 3), properties different from those of air. That portion of 
the air which remained in the apparatus and did not combine with the 
mercury does not oxidise metals, and cannot support either combus- 
tion or respiration, so that a lighted taper is immediately extinguished 
if it be dipped into the gas which remains in the bell-jar. ‘It is ex- 
tinguished in the remaining gas as if it had been plunged into water,’ 
writes Lavoisier in his memoirs. This gas is called ‘nitrogen.’ Thus 
air is not a simple substance, but consists of two gases, oxygen and 
nitrogen, and therefore the opinion that air is an elementary substance 
is erroneous. The oxygen of the air is absorbed in combustion and the 
oxidation of metals, and the earths produced by the oxidation of 
metals are substances composed of oxygen and a metal. By mixing 
the oxygen with the nitrogen the same air as was originally taken is 
re-formed. The existence of compound substances was incontestably 
proved by these experiments. It has also been shown by direct experi- 
ment that on reducing an oxide with carbon, the oxygen contained 
in the oxide is transferred to the carbon, and gives the same gas as is 
obtained by the combustion of carbon in air. Therefore this gas is 
a compound of carbon and oxygen, just as the earthy oxides are com- 
posed of metals and oxygen. | 

The many examples of the formation and decomposition of sub- 
stances which are met with convince us that the majority of substances 
with which we have to deal are compounds made up of several other 
substances. By heating chalk (or else copper carbonate, as in the 
second example) we obtain lime and the same carbonic acid gas which is 
produced by the combustion of carbon. On bringing lime into contact 
with this gas and water, at the ordinary temperature, we again obtain the 
compound carbonate of lime, or chalk. Therefore chalk is a compound. 
So also are those substances from which it may be built up. Car- 
bonic anhydride is formed by the combination of carbon and oxygen ; 
and lime is produced by the oxidation of a certain metal called ‘cal- 
cium.’ By breaking up substances in thjs manner into their component 
parts, we arrive at last at such as are indivisible into two or more sub- 
stances by any means whatever, and which cannot be formed from other 
substances. All we can do is to make such substances combine together 
or act on other substances. Substances which cannot be formed from or 
decomposed into others are termed simple substances (elements). Thus 

c 2 
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all homogeneous substances may be classified into simple and compound 
substances. This view was introduced and established as a scientific 
fact during the lifetime of Lavoisier. The number of these elements 
is very small in comparison with the number of compound substances 
which are formed by them. At the present time, only seventy elements 
are known with certainty to exist. Some of them are very rarely met 
with in nature, or are found in very small quantities, whilst others 
are yet doubtful. The number of elements with whose compounds we 
commonly deal in everyday life is very small. Elements cannot be 
transmuted into one another—at least up to now not a single case of 
such a transformation has been met with; it may therefore be said 
that, as yet, it is impossible to transmute one metal into another. And 
as yet, notwithstanding the number of assays which have been made in 
this direction, no fact has been discovered which could in any way 
support the idea of the complexity of those indubitably-known ele- 
ments 76—-such as oxygen, iron, sulphur, &c. Therefore, from its con- 
ception, an element is not susceptible to reactions of decomposition. ?? 


24 Many ancient philosophers admitted the existence of one elementary form of 
matter. This idea still appears in our times, in the constant efforts which are made to 
reduce the number of the elements; to prove, for instance, that bromine contains chlorine 
or that chlorine contains oxygen. Many methods, founded both on experiment and 
theory, have been tried to prove the compound nature of the elements. All labour’in 
this direction has nas yet been in vain, and the assurance that elementary matter is not 
s0 homogeneous (single) as the mind would desire in its first transport of rapid generali- 
sation is strengthened from year to year. At all events, there are as yet no experimental 
or theoretical evidences of the compound nature of our elements. With the methods 
and evidence now at our disposal it is impossible to even imagine the possibility of a 
method by which the different elements conld be formed from one elementary material. 
Cases of isomerism and of polymerism of compound substances certainly show the pos- 
sibility of the formation, from one and the same elements, of substances with different 
properties, but every change of this kind is completely levelled and nullified by a certain 
rise in temperature by which every isomeride and polymeride is converted into one 
variety and changes its original properties. All our knowledge shows that iron and 
other elements remain, even at such a high temperature as there exists in the sun, as 
different substances, and are not converted into one common material. Admitting, even 
mentally, the possibility of one elementary form of matter, a method must be imagined 
by which it could give rise to the various elements, as also the modus operandi of their 
formation from one material. If it be said that this diversitude only takes place at low 
temperatures, as is observed with isomerides, then there would be reason to expect, if not 
the transition of the various elements into one particular and more stable form, at least 
the mutual transformation of some into others. But nothing of the kind has yet been 
observed, and the alchemist’s hope to manufacture (as Berthollet puts it) elements has no 
foundation of fact or theory. 

27 The weakest point in the idea of elements is the negative character of the determi- 
native signs given them by Lavoisier, and from that time ruling in chemistry. They do 
not decompose, they do not change into one another. But it must be remarked that 
elements form the limiting horizon of our knowledge of matter, and it is always difficult 
to determine a positive side on the borderland of what is known. But all the same, if 
not for all, at all events for the mnjority, of those having the properties of metals, there 
is a series of positive common signs (they possess a particular appearance and lustre, 
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The quantity, therefore, of each element remains constant in all 
chemical changes ; which fact may be deduced as a consequence of the 
law of the indestructibility of matter, and of the conceptiun of elements 
themselves. Thus the equation expressing the law of the indestructi- 
bility of matter acquires a new and still more important signification. 
If we know the quantities of the elements which occur in the acting, 
it may be compound, substances, and if from these substances there 
proceed, by means of chemical changes, a series of new compound sub- 
stances, then the latter will together contain the same quantity of each 
of the elements as there originally existed in the reacting substances. 
The essence of chemical change is embraced in the study of how, 
and with what substances, each element is combined before and after 
change. 

In order to be able to express various chemical changes by equations, 
it has been agreed to represent each element by the first or some two 
letters of its (Latin) name. Thus, for example, oxygen is represented by 
the letter O ; nitrogen by N ; mercury (hydrargyrum) by Hg; iron 
(ferrum) by Fe ; and so on for all the elements, as is seen in the tables 
on page 24. A compound substance is represented by placing the 
symbols representing the elements of which it is made up side by side. 
For example, red mercury oxide is represented by HgO, which shows 
that it is composed of oxygen and mercury. Besides this, the symbol 
of every element corresponds with a certain relative quantity of it by 
weight, called its ‘combining’ weight, or the weight of an atom; so that 
the chemical formula of a compound substance not only designates the 
nature of the elements of which it is composed, but also their quantita- 
tive proportion. Every chemical process may be expressed by an equa- 
tion composed of the formule corresponding with those substances 
which take part in it and are produced by it. The amount by weight 
of the elements in every chemical equation must be equal on both sides 
of the equation, because no element is either formed or destroyed in a 
chemical change. 

On pages 24, 25, and 26 a list of the elements, with their symbols 
and combining or atomic weights, is given, and we shall see afterwards 
on what basis the atomic weights of elements are determined. At 
present we will only point out that a compound containing the elements 
A and B is designated by the formula A"B”, where m and 7 are the 
coefficients or multiples in which the combining weights of the 
they conduct an electric current without decomposing) which allow them to be distin- 
guished at a glance from other kinds of matter. Besides, there is no doubt (from the 
resulta of spectrum analysis) that the elements are distributed as far as the most 


distant stars, and that they support the highest attainable temperatures without 
decomposing. 
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elements enter into the composition of the substance. If we repre- 
sent the combining weight of the substance A by a and that of the 
substance B by 6, then the composition of the substance A"B” will be 
expressed thus: it contains na parts by weight of the substance A and 
mb parts by weight of the substance B, and corsequently in 100 parts 
na 100 


of our compound there is contained - 
na+ mb 
mb 100 


of the substance B. Itis evident that 
na+mb 


as a formula shows the relative amounts of all the elements contained 
in a compound, the actual weights of the elements contained in a given 
weight of a compound may be calculated from its formula. For example, 
the formula NaCl of table salt shows (as Na=23 and Cl=35°'5), that 58-5 
lbs. of salt contain 23 lbs. of sodium and 35:5 lbs. of chlorine, and that 100 
parts of it contain 39-3 per cent. of sodium and 60°7 per cent. of chlorine. 

What has been said above clearly limits the province of chemical 
changes, because from substances of a given kind there can be obtained 
only such as contain the same elements. But, notwithstanding this 
primary limitation, the number of possible combinations is infinitely 
great. Only a comparatively small number of compounds have yet 
been described or subjected to research, and any one working in this 
direction may easily discover new compounds which had not before 
been obtained. It often happens, however, that such newly-discovered 
compounds were foreseen by chemistry, whose object is the apprehension 
of that uniformity which rules over the multitude of compound sub- 
stances, and whose aim is the comprehension of those laws which govern 
their formation and properties. When once the conception of ele- 
ments had been established, the most intimate object of chemistry 
was the determination of the properties of compound substances on the 
basis of the determination of the quantity and kind of elements of 
which they are composed ; the investigation of the elements themselves; 
the determination of what compound substances can be formed from 
each element and the properties which these compounds show ; and the 
apprehension of the nature of the connection between the elements in 
different compounds. An element thus serves as the starting point, 
and is taken as the primary conception under which all other bodies 
are embraced. 

When we state that a certain element enters into the composition 
of a given compound (when we say, for instance, that mercury oxide 
contains oxygen) we do not mean that it contains oxygen as a gaseous 
substance, but only desire to express those transformations which 
mercury oxide is capable of making ; that is, we wish to say that it is 


percentage parts by weight 


of the substance A and 
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possible to obtain oxygen from mercury oxide, and that it can give 
up oxygen to various other substances ; in a word, we desire only to 
express those transformations of which mercury oxide is capable. Or, 
more concisely, it may be said that the composition of a compound is 
the expression of those transformations of which it is capable. It is 
useful in this sense to make a clear distinction between the conception 
of an element as a separate homogeneous substance, and as a materwal 
but invisible part of a compound. Mercury oxide does not contain 
two simple bodies, a gas and a metal, but two elements, mercury and 
oxygen, which, when free, are a gas andametal. Neither mercury asa 
metal nor oxygen as a gas is contained in mercury oxide ; it only contains 
the substance of these elements, just as steam only contains the sub- 
stance of ice, but not ice itself, or as corn contains the substance of the 
seed but not the seed itself. The existence of an element may be recog 

nised without knowing it in the uncombined state, but only from an in- 
vestigation of its combinations, and from the knowledge that it gives, 
under all possible conditions, substances which are unlike other known 
combinations of substances. Fluorine is an example of this kind. It 
was for a long time unknown ina free state, and was, nevertheless, recog- 
nised as an element because its combinations with other elements were 
known, and their difference from all other similar compound substances 
was determined. In order to grasp the difference between the con- 
ception of the visible form of an element as we know it in the free 
state, and of the intrinsic element (or ‘radicle,’ as Lavoisier called it) 
contained in the visible form, it should be remarked that compound 
substances also combine together forming yet more complex compounds, 
and that they evolve heat in the process of combination. The original 
compound may often be extracted from these new compounds by exactly 
the same methods as elements are extracted from their corresponding 
combinations. Besides, many elements exist under various visible forms 
whilst the intrinsic element contained in these various forms is some- 
thing which is not subject to change. Thus carbon appears as charcoal, 
graphite, and diamond, but yet the element carbon alone contained in 
each is one and the same. Carbonic anhydride contains carbon, and 
not charcoal, or graphite, or the diamond. 

Elements alone, although not all of them, have the peculiar lustre, 
opacity, malleability, and the great heat and electrical conductivity 
which are proper to metals and their mutual combinations. But 
elements are far from all being metals. Those which do not possess 
the physica] properties of metals are called non-metals (or metalloids). 
It is, however, impossible to draw a strict line of demarcation between 
metals and non-metals, there being many intermediary substances. 
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Thus graphite, from which pencils are manufactured, is an element 
with the lustre and other properties of a metal ; but charcoal and the 
diamond, which are composed of the same substance as graphite, do 
not show any metallic properties. Both classes of elements are clearly 
distinguished in definite examples, but in particular cases the distinc- 
tion is not clear and cannot serve as a basis for the exact division of 
the elements into two groups. 

At all events, the conception of elements forms the basis of chemical 
knowledge, and if we give a list of them at the very beginning of our 
work, it is that we wish to symbolise the condition of the contemporary 
information on the subject. Altogether about seventy elements are 
now authentically known, but many of them are so rarely met with in 
nature, and have been obtained in such small quantities, that we possess 
but a very insufficient knowledge of them. The substances most widely 
distributed in nature contain a very small number of elements. These 
elements have been more completely studied than the others because a 
greater number of investigators have been able to carry on experiments 
and observations on them. The elements most widely distributed in 
nature are :— 


Hydrogen, H =1. In water, and animal and vegetable or- 
ganisms. 

Carbon, C =12. In organisms, coal, limestones. 

Nitrogen, N =14. = In air and in organisms. 


Oxygen, QO =16. In air, water, earth. It forms the greater 
part of the mass of the earth. 


Sodium, Na =23. In common salt and in many minerals. 
Magnesium, Mg=24. In sea-water and in many minerals. 
Aluminium, Al =27. In minerals and clay. 
Silicon, Si =28. In sand, minerals, and clay. 

31. In bones, ashes of plants, and soil. 


Phosphorus,P =: 
Sulphur, S =32. In pyrites, gypsum, and in sea-water. 
Chlorine, Cl =35°5. In common salt, and in the salts of sea- 


water. 
Potassium, K =39. In minerals, ashes of plants, and in nitre. 
Calcium, Ca =40. In limestones, gypsum, and in organisms. 
Tron, Fe =56. In the earth, iron ores, and in organisms. 


Beside these, the following elements, although not very largely dis- 
tributed in nature, are all more or less well known from their applications 
to the requirements of everyday life or the arts, either in a free state 
or in their compounds :— 

Lithium, Li=7. In medicine (Li,CO3), and in photography (LiBr). 

Boron, B=11. As Borax, B,Na,O,, and as boric anhydride, B,O3. 
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Fluorine, F =19. As fluor spar, CaF,, and as hydrofluoric 
: acid, HF. 
Chromium, Cr =52. As chromic anhydride, CrO 3, and potas- 
sium dichromate, K,Cr,O,. 

Manganese, Mn=55. As manganese peroxide, MnQO,, and _ po- 
tassium permanganate, MnkO,. 

Cobalt, Co=59. In smalt and blue glass. 

Nickel, Ni=59. For electro-plating other metals. 

Copper, Cu=63. The well-known red metal. 

Zine, . Zn=65, Used for the plates of batteries, roofing, &c. 

Arsenic, As=75. White arsenic, As,O3. 

Bromine, Br =80. A _ brown volatile liquid ; sodium bromide, 
NaBr. 

Strontium, Sr =87. In coloured fires (SrN,O,). 

Silver, Ag=108. The well-known white metal. 

Cadmium, Cd=112. In alloys. Yellow paint (CdS). 

Tin, Sn=118. The well-known metal. 

Antimony, Sb=122. In alloys such as type metal. 

Todine, I =127. In medicine and photography ; free, and as 
KI. 

Barium, Ba=137. ‘Permanent white,” and as an adulterant 
in white lead, and in heavy spar, BaSQ,. 

Platinum, Pt meten 

a att nen - Well-known metals. 

Lead, Pb =207.! 

Bismuth, Bi =208. In medicine and fusible alloys. 

Uranium, U =240. In green fluorescent glass. 


The compounds of the following metals and semi-metals have fewer 


applications, but are well known, and are sumewhat frequently met 
with in nature, although in small quantities :— 


Berylium, Be=9. Palladium, Pd=106. 
Titanium, Ti = 48. Cerium, Ce =140. 
Vanadium, V =5l. Tungsten, W =184. 
Selenium, Se =78. Osmium, Os=193. 
Zirconium, Zr =90. ‘Tridium, Ir=195. 
Molybdenum, Mo=96. Thallium, T)]=204. 


The following rare metals are still more seldom met with in nature 
and are not yet applied to the arts, but have been studied somewhat 
fully :-— 
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Scandium, Sc =44. Indium, In =113, 
Ciallium, Ga=68. Tellurium, Te=125, 
Germanium, Ge=72. Cesium, Cs = 132. 
Rubidium, Rb=85. Lanthanum, La‘'=138. 
Yttrium, Y =89. Didymium, Di =143. 
Niobium, Nb=94. Ytterbium, Yb=173. 
Ruthenium, Ru=104. Tantalum, Ta=182. 
Rhodium, Rh=104. Thorium, Th=234. 


Bexides these 66 elements there have been discovered :—Erbium, 
erbium, Samarium, Thullium, Holmium, Mosandrium, Phillipium, 
Vesbium, Actinium, and several others. But their properties and com- 
binations, owing to their extreme rarity, are very little known, and even 
their existence as independent substances 78 is doubtful. 

It has been incontestably proved from observations on the spectra 
of the heavenly bodies that many of the most common elements (such 
as H, Na, Mg, Fe) occur on the far distant stars. This fact confirms 
the belief that those forms of matter which appear on the earth as 
elements are widely distributed over the entire universe. But why, 
in nature, the mass of some elements should be greater than that of 
others we do not yet know. 

The capacity of each element to combine with one or another 
element, and to form compounds with them which are in a greater or 
less degree prone to give new and yet more complex substances, forms 
the fundamental character of each element. Thus sulphur easily com- 
bines with the metals, oxygen, chlorine, or carbon, forming stable sub- 
stances, whilst gold and silver enter into combinations with difficulty, 
und form unstable compounds, which are easily decomposed by heat. 
Compounds, and also elements, may be divided into two classes—those 
which easily enter into many different chemical changes, and those which 
enter into but few combinations, which are characterised by their small 
capacity for the direct formation of new, more complex substances. 
The cause or force which induces substances to enter into chemical 
change must be considered, as also the cause which holds different 
substances in combination—that is, which endues the substances 
formed with their particular degree of stability. This cause or force 
is called affinity (affinitus, affinité, verwandtschaft), or chemical affinity.” 


% It may be that some of them are compounds of other already-known elements. 
Pure and incontestably independent compounds of these substances are unknown, and 
some of them have not even been separated but are only supposed to exist from the 
results of spectroscopic researches. There can be no mention of such contestable and 
doubtful elements in a short general handbook of chemistry. 

29 This word, first introduced, if I mistake not, into chemistry by Glauber, is based on 
the idea of the ancient philosophers that combination can only take place when the sub- 
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As this force must be regarded as exclusively an attractive force, 
like gravity, many writers (for instance, Bergmann at the end of the 
last, and Berthollet at the beginning of this, century) supposed affinity 
to be essentially similar to the universal force of gravity, from which 
it only differs in that the latter acts at observable distances whilst 
affinity only evinces itself at the smallest possible distances. But 
chemical] affinity cannot be entirely identified with the universal 
attraction of gravity, which acts at observable distances and which 
is dependent only on mass and distance, and not on the quality of the 
material on which it acts, whilst it is by the quality of matter that 
affinity is most forcibly influenced. Neither can it be entirely identi- 
fied with cohesion, which gives to homogeneous solid substances their 
crystalline form, elasticity, hardness, ductility, and other properties, 
and to liquids their surface, drop formation, capillarity, and other 
properties, because affinity acts between the component parts of a 
substance and cohesion on a substance in its homogeneity, although 
both act at imperceptible distances (by contact) and have much in 
common. Chemical force, which makes one substance penetrate into 
another, cannot be entirely identified with even those attracting 
forces which make different substances adhere to each other, or hold 
together (as when two plane-polished surfaces of solid substances are 
brought into close contact), or which cause liquids to soak into solids, 
or adhere to their surfaces, or gases and vapours to condense on the sur- 
faces of solids. These forces must not be confounded with chemical 
forces, which cause one substance to penetrate into the substance of 
another and to form a new substance, which is not the case with 
cohesion. But it is evident that the forces which determine cohesion 
form a connecting-link between mechanical and chemical forces, be- 
cause they only act by intimate contact and betweer different kinds of 
matter. For a long time, and especially during the first half of this 
century, chemical attraction and chemical forces were identified with 
electrical forces. There is certainly an intimate relation between them, 
for electricity is evolved in chemical reactions, and it, in its turn, has 
a powerful influence on chemical processes—for instance, compounds 
are decomposed by the action of an electrical current. But the exactly 
similar relation which exists between chemical phenomena and the 
phenomena of heat (heat being developed by chemical phenomena, and 
heat being able to decompose compounds) only proves the unity of the 
forces of nature, the capability of one force to produce and to be trans- 
stances combining have something in common—a medium. As is generally the case, 
another idea evolved itself in antiquity, and has lived until now, side by side with the 


first, to which it is exactly contradictory; this considers union as dependent on con- 
trast, on polar difference, on an effort to fill up a want. 
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formed into others. Therefore the identification of chemical force with 
electricity will not bear experimental proof.*° As of all the (mole- 
cular) phenomena of nature which act on substances at immeasurably 
smal] distances, the phenomena of heat are at present the best (com- 
paratively) known, having been reduced to the simplest fundamental 
principles of mechanics (of energy, equilibrium, and movement), which, 
since Newton, have been subjected to strict mathematical analysis, 
it is quite natural that an effort, which has been particularly 
pronounced during recent years, should have been made to bring 
chemical phenomena into strict correlation with, and under the theory 
founded on, the already investigated phenomena of heat, without, how- 
ever, aiming at any identification of chemical with heat phenomena. 
The true nature of chemical force is still a secret to us, just as 1s the 
nature of the universal force of gravity, and yet without knowing what 
gravity really is, by applying mechanical conceptions, astronomical 
phenomena have been subjected not only to exact generalisation but to 
the detailed prediction of a number of particular facts ; and so, also, 
although the true nature of chemical aftinity may be unknown, there 
is reason to hope for considerable progress in chemical science by 
applying the laws of mechanics to chemical phenomena by means of 
the mechanical theory of heat. But as yet this portion of chemistry 
has been but little worked at, and therefore, while forming a current 
problem of the science, it is treated more fully in that particular 


50 Expecially conclusive are those cases of so-called metalepsis (Dumas, Laurent). 
Chlorine, in combining with hydrogen, forms a very stable substance, called ‘ hydrochloric 
acid,’ which is split up by the action of an electrical current into chlorine and hydrogen, 
the chlorine appearing at the positive and the hydrogen at the negative pele. From this 
electro-chemists considered hydrogen to be an electro-positive and chlorine an electro- 
negative element, and that they are held together in virtue of their opposite electric 
charges. It appears, however, from metalepsis, that chlorine can replace hydrogen (and 
reversely hydrogen replaces chlorine) in its compounds without in any way changing the 
grouping of the other elements, or altering their chief chemical properties. Thus the 
capacity of acetic acid to form salts is not altered by replacing its hydrogen by chlorine. 
Here an electro-positive element is replaced by an electro-negative element, which is 
quite contrary to the electrical theory of the origin of chemical attraction, which has thus 
been entirely overthrown by the facts of metalepsis. We must remark, whilst consider- 
ing this subject, that the explanation suggesting electricity as the origin of chemical 
phenomena is unsound in that it strives to explain one class of phenomena whose nature 
is almost unknown by another class which is no better known. It is most instructive to 
remark that together with the electrical theory of chemical attraction there arose and 
survives a view which explains the galvanic current as being a transference of chemical 
action through the circuit—7.c., regards the origin of electricity as being achemical one. It 
is evident that the connection is very intimate, but both kinds of phenomena are indepen- 
dent and represent different forms of molecular (atomic) movement, whose real nature 1s 
not yet understood. Nevertheless, the connection between the phenomena of both cate- 
gories is not only in itself very instructive, but it extends the applicability of the general 
idea of the unity of the forces of nature, conviction of the truth of which has held so 
important a place in the science of the last ten years. 
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province which is termed either ‘theoretical’ or ‘physical’ chemistry, or, 
better still, chemical mechanics. As this province of chemistry re- 
quires a knowledge not only of the various homogeneous substances 
which have yet been obtained and of the chemical transformations which 
they undergo, but also of the phenomena (of heat and other kinds) by 
which these transformations are accompanied, it is only possible to 
enter on the study of chemical mechanics after an acquaintance with 
the fundamental chemical conceptions and substances which form the 
subject of this book.*! 


31 T consider that in an elementary textbook of chemistry, like the present, it is only 
possible and advisable to mention, in reference to chemical mechanics, a few general 
ideas and some particular examples referring more especially to gases, whose mechanical] 
theory must be regarded as the most complete. The molecular mechanics of liquids and 
solids is as yet in embryo, and contains much that is disputable; for this reason, 
chemical mechanics has made less progress in relation to these substances. It may not 
be superfluous to here remark, with respect to the conception of chemical affinity, that up 
to the present time gravity, electricity,and heat have been respectively applied to its 
elucidation. Efforts have also been made to introduce the luminiferous ether into 
theoretical chemistry, and should that connection between the phenomena of light and 
electricity which was established by Maxwell be worked out more in detail, doubtless 
there efforts to elucidate all or a great deal by the aid of luminiferous ether will yet again 
appear in theoretical chemistry. An independent chemical mechanics of the material 
particles of matter, and of their internal (atomic) changes, would, in my opinion, arise as 
the result of these efforts. Just as the progress made in chemistry in the time of 
Lavoisier was reflected over all natural science, so there is reason to think that an in- 
dependent chemical mechanics would shed a new light on all molecular mechanics, which 
must be considered as the fundamental problem of the exact sciences in our times. Two 
hundred years ago Newton laid the foundation of a truly scientific theoretical mechanics 
of external visible movement, and erected the edifice of celestial mechanics on this 
foundation. One hundred years ago Lavoisier arrived at the first fundamental law of the 
internal mechanics of invisible particles of matter. This subject is far from having been 
developed into a harmonious whole, because it is much more difficult, and, although many 
details have been completely investigated, it does not possess any starting points. 
Newton was possible only after Copernicus and Kepler, who had discovered the exte- 
rior empirical simplicity of celestial phenomena. Lavoisier and Dalton may, in respect 
to the chemical mechanics of the molecular world, be compared to Copernicus and 
Kepler. But a Newton has not yet appeared in the molecular world; when he does, I 
think that he will find the fundamental laws of the mechanics of the invisible movements 
of matter more easily and more quickly in the chemical structure of matter than in 
physical phenomena (of electricity, heat, and light), for these latter are accomplished by 
already-disposed particles of matter, whilst it is now clear that the problem of chemical 
mechanics mainly lies in the apprehension of those movements which are invisibly ac- 
complished by the smallest atoms of matter. The general laws of mechanics, established 
by Newton, will probably serve as starting points for molecular mechanics, but the 
independence of its range becomes more evident when chemical molecules are com- 
pared with the celestial systems, such as the solar system. Chemical atoms may be 
regarded as separate members of such systems (as, for instance, the sun, planets, comete, 
and other heavenly bodier), whilst the ether of light may be likened to the cosmic dust 
which without doubt is distributed throughout space. The present condition of molecular 
mechanics is, to a certain extent, copied from celestial mechanics, but there is nothing to 
prove the entire similarity of both worlds, although it appears to the mind that, starting 
from the primary elements of the unity of creation, such a representation is the most 
likely. | 
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As the chemical changes to which substances are liable proceed 
from internal forces proper to these substances, as chemical phenomena 
certainly consist of movements of material parts (from the laws of the 
indestructibility of matter and of elements), and as the investigation 
of mechanical and physical phenomena proves the law of the indeatruc- 
tibility of forces, or the conservation of energy —that is, the possibility 
of the transformation of one kind of movement into another (of visible 
or mechanical into invisible or physical) —we are inevitably obliged to 
acknowledge the presence in substances (and especially in the elements 
of which all others are composed) of a store of chemical energy or in- 
visible movement inducing them to enter into combinations. If heat be 
evolved in a reaction, it means that a portion of chemical energy is 
transformed into heat ;3? if heat be absorbed in a reaction,33 that it is 


3? The theory of heat gave the idea of a store of internal movement or energy, and 
therefore with it, it became necessary to acknowledge chemical energy, but there is no 
foundation whatever for identifying heat energy with chemical energy. It may be sup- 
posed, but not positively affirmed, that heat movement is proper to molecules and 
chemical movements to atoms, but that as molecules are made up of atoms, the movement 
of the one passes to the other, and that for this reason heat strongly influences reaction 
and appears or disappears (is absorbed) in reactions. These relations, which are 
apparent and hardly subject to doubt on general lines, still present much that is doubtful 
in detail, because all forms of molecular and atomic movement are able to pass into 
each other. On broad general lines it must be acknowledged that as mechanical energy 
can entirely pass into heat energy (but the reverse transition is accomplished only 
partially, according to the second law of heat), so also heat energy may pass into 
chemical energy, but it is doubtful, and even unlikely, that chemical energy passes 
altogether into heat energy. Therefore, the heat evolved in chemical reactions cannot 
serve as the total measure of chemical energy, more especially as there are a number of 
reactions of combination in which heat is absorbed; for instance, the combination of 
charcoal with sulphur is accompanied by an absorption of heat—probably because the 
molecules of charcoal are complex, and those of carbon bisulphide less so,'and the break- 
ing up of the complex molecules of charcoal requires a large absorption of heat (whose 
measure we do not know)—and whilst the combination of charcoal with sulphur is accom- 
panied by an evolution of heat, yet we only observe the difference of these two heat 
effects. 

53 The reactions which take place (at the ordinary or at a high temperature) directly 
between substances may be clearly divided into exothermal, which are accompanied by 
an evolution of heat, and endothermal, which are accompanied by an absorption of heat. 
It is evident that the latter require a source of heat. They ure determined either by the 
directly surrounding medium (as in the formation of carbon bisulphide from charcoal and 
sulphur, or in decompositions which take place at high temperatures), or else by a 
simultaneously proceeding secondary reaction. So, for instance, hydrogen sulphide is 
decomposed by iodine in the presence of water at the expense of the heat which is 
evolved by the solution in water of the hydrogen iodide produced. This is the reason why 
this reaction, ns exothermal, only takes place in the presence of water; otherwise it would 
be accompanied by a cooling effect. As in the combination of dissimilar substances, the 
bonds existing between the molecules and atoms of the homogeneous substances have to 
be broken asunder, whilst in reactions of rearrangement the formation of any one sub- 
stance proceeds parallel with the formation of another, and, as in reactions, a series of 
physical and mechanical changes take place, it is impossible to separate the heat directly 
depending on a given reaction froin the total sum of the observed heat effect. For this 
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partly transformed (rendered latent) into chemical energy. The store 
of force or energy going to the formation of new compounds may, after 
several combinations, accomplished with an absorption of heat, at last 
diminish to such a degree that indifferent compounds will be obtained, 
although these sometimes, by combining with energetic elements or 
compounds, give more complex compounds, which may be capable of 
entering into chemical combination. Among elements gold, platinum, 
and nitrogen have but little energy, whilst potassium, oxygen, and 
chlorine have a very marked degree of energy. When dissimilar sub- 
stances enter into combination they often form substances of diminished 
energy. Thus sulphur and potassium when heated easily burn in air, 
but when combined together their compound is neither inflammable nor 
burns in air like its component parts. Part of the energy of the 
potassium and of the sulphur was evolved in their combination in the 
form of heat. Just as in the passage of substances from one physical 
state into another a portion of their store of heat is absorbed or 
evolved, so in combinations or decompositions and in every chemical 
process, there occurs a change in the store of chemical energy, and at 
the same time an evolution or absorption of heat.*4 

For the comprehension of chemical phenomena in a mechanical 
sense —1.¢., in the study of the modus operandi of chemical phenomena— 
it is at the present time most important to consider: (1) the facts 
gathered from stoichiometry, or that part of chemistry which treats of 
the quantitative relation, by weight or volume, of the reacting sub- 
stances ; (2) the distinction between the different forms and classes of 
chemical reactions ; (3) the study of the changes in properties produced 
by alteration in composition ; (4) the study of the phenomena which 
accompany chemical transformation ; (5) a generalisation of the con- 
ditions under which reactions occur. As regards stoichiometry, this 
branch of chemistry has been worked out most thoroughly, and embraces 
laws (of Dalton, Avogadro-Gerhardt, and others) which bear so deeply 
on all parts of chemistry that its entire contemporary standing may be 


reason, thermo-chemical data are very complex, and cannot by themselves give the key 
to many chemical problems, as it was at first supposed they might. They ought to form 
a part of chemical mechanics, but alone they do not constitute it. 

4 As chemical reactions are effected by heating, so the heat absorbed by substances 
before decomposition or change of state, and called ‘ specific heat,’ goes in many cases to the 
preparation, if it may be so expressed, of reaction, even when the limit of the temperature 
of reaction is not attained. The molecules of a substance A, which is able to react on a 
substance B below a temperature ¢ by being heated from a somewhat lower temperature to 
t, undergoes that change which had to be arrived at for the formation of A B. This 
idea is often extended ; for instance, it is supposed that a given substance in its Passage 
from a liquid to a gaseous state gives chemically or materially new, lighter, and simpler 
molecules (is depolymerised, according to De Haen). 
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characterised as the epoch of their circumstantial application to par- 
ticular cases. The expression of the quantitative (volumetric or gravi- 
metric) composition of substances now forms the most important pro- 
blem of chemical research, and therefore the entire further exposition 
of the subject is subordinate to stoichiometrical laws. AJl other 
branches of chemistry are clearly subordinate to this most important 
portion of chemical knowledge. Even the very signification of re- 
actions of combination, decomposition, and rearrangement, acquired, as 
we shall see, a particular and new character under the influence of the 
progress of exact ideas concerning the quantitative relations of sub- 
stances entering into chemical changes. Furthermore, in this sense 
there arose a new —and, up to then, unknown—division of compound 
substances into definite and indefinite compounds. Even at the beginning 
of this century, Berthollet had not made this distinction. But Prout 
showed that a number of compounds contain the substances of which 
they are composed and into which they break up, in exact definite pro- 
portions by weight, which are unalterable under any conditions. Thus, 
for example, red mercury oxide contains sixteen parts by weight of 
oxygen for every 200 parts by weight of mercury, which is expressed 
by the formula HgO. But in an alloy of copper and silver one or the 
other metal may he added at will, and in an aqueous solution of sugar, 
the relative proportion of the sugar and water may be altered and 
nevertheless a homogeneous whole with the sum of the independent 
properties will be obtained—z.e., in these cases there was indefinite 
chemical combination. Although in nature and chemical practice the 
formation of indefinite compounds (such as alloys and solutions) plays 
as essential a part asthe formation of definite chemical compounds, yet, 
as the stoichiometrical laws at present apply chiefly to the latter, all 
facts concerning indefinite compounds suffer from inexactitude, and it 
is only during recent years that the attention of chemists has been 
directed to this province of chemistry. 

In chemical mechanics it 1s, from a qualitative point of view, very im- 
portant to clearly distinguish at the very beginning between reversible and 
non-reversible reactions. One or several substances capable of reacting on 
each other at a certain temperature produce substances which at the same 
temperature either can or cannot give back the original substances. For 
example, salt dissolves in water at the ordinary temperature, and the 
solution so obtained is capable of breaking up at the same temperature, 
leaving salt and separating the water by evaporation. Carbon bisul- 
phide is formed from sulphur and carbon at the same temperature at 
which it can be resolved into sulphur and carbon. Iron, at a certain 
temperature, separates hydrogen from water, forming iron oxide, which, 
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in contact with hydrogen at the same temperature, is able to produce 
iron and water. It is evident that if two substances, A and B, give 
two others C and D, and the reaction be reversible, then C and D will 
form A and B, and, consequently, by taking a definite mass of A 
and B, or a corresponding mass of C and D, we shall obtain, in each 
case, all four substances—that is to say, there will bea state of chemical 
equilibrium between the reacting substances. By increasing the mass 
of one of the substances we obtain a new condition of equilibrium, so 
that reversible reactions present a means of studying the influence of 
mass on the modus operandi of chemical changes. Many of those 
reactions which occur with very complicated compounds or mixtures 
may serve as examples of non-reversible reactions. Thus many of the 
compound substances of animal and vegetable organisms are broken 
up by heat, but cannot be re-formed from their products of decomposi- 
tion at any temperature. Gunpowder, as a mixture of sulphur, nitre, 
and carbon, on burning, forms gases from which the original substances 
cannot be re-formed at any temperature. In order to obtain them, re- 
course must be had to an indirect method of combination at the moment 
of separation. If A does not under any circumstances combine directly 
with B, it does not imply that it cannot give a compound A B. For 
A can often combine with C and B with D, and if C has a great 
affinity for D, then the reaction of A C on B D produces not only C D, 
but also A B. As on the formation of C D, the substances A and B 
(previously in A C and B D) are left in a peculiar state of separation, 
it is supposed that their mutual combination occurs because they meet 
together in this nascent state at the moment of separation (in statu 
nascendi). Thus chlorine does not directly combine with charcoal, 
graphite, or the diamond, nevertheless there are compounds of chlorine 
with carbon and many of them are distinguished by their stability. 
They are obtained during the action of chlorine on hydrocarbons, as 
the separation products from the direct action of chlorine on hydrogen. 
Chlorine takes up the hydrogen, and the freed carbon at the moment 
of its separation enters into combination with another portion of the 
chlorine, so that in the end the chlorine is combined with both the 


hydrogen and the carbon.*° 


3 It is possible to imagine that the cause of agreat many of such reactions is, that sub- 
stances taken in a separate state, for instance, charcoal,’ present a complex molecule 
composed of separate atoms of carbon which are fastened together (united, as is usually 
said) by a considerably affinity; for atoms of the same kind, just like atoms of different 
kinds, possess a mutual affinity. The affinity of chlorine for carbon, although unable 
to break this bond asunder, may be sufficient to form a stable compound with already 
separate atoms of carbon. Such a view of the subject presents a hypothesis which, 
although dominant at present, is without sufficiently firm foundation. Were the matter 
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As regards those phenomena which accompany chemical action, the 
most important circumstance in reference to chemical mechanics is that 
not only do chemical processes produce a mechanical displacement (a 
visible disturbance), heat, light, electrical potential and current ; but 
that all these agents are themselves capable of changing and governing 
chemical transformations. This reciprocity or reversibility naturally 
depends on the fact that all the phenomena of nature are only different 
kinds and forms of visible and invisible (molecular) movement. First 
sound, and then light, was shown to consist of vibratory movements, as 
the laws of physics have proved and developed beyond a doubt. Then, 
the connection between heat and mechanical motion and work has 
ceased to be a supposition, but has become a known fact, and the 
mechanical equivalent of heat (424 kilogrammetres of mechanical work 
correspond with one kilogram unit of heat or Calorie) gives a mecha- 
nical measure for heat phenomena. Although the mechanical theory 
of electrical phenomena cannot be considered so fully developed as the 
theory of heat, nevertheless there can be no doubt but that the elec- 
trical state of substances, and electric or galvanic currents, represent a 
peculiar form of motion ; more especially as both statical and dyna- 
mical electricity are produced by mechanical means (in common elec- 
trical machines or in Gramme or other dynamos), and, as conversely, a 
current (in electric motors) can produce mechanical motion, as heat 
produces motion in heat (steam, gas, or air) engines. Thus by passing 
a current through the poles of a Gramme dynamo it may be made 
to revolve, and, conversely, by revolving it an electrical current is 
produced, which demonstrates the reversibility of electricity into 
mechanical motion. Therefore, chemical mechanics must look for the 
fundamental lines of its advancement in the correlation of chemical 
with physical and mechanical phenomena. But this subject, owing to 
its complexity and comparative novelty, has not yet been subjected to 
a harmonious theory, or even to a satisfactory hypothesis, and there- 
fore we shall avoid lingering over it. 

A chemical change in a certain direction is accomplished not only 
as simple as it appears to be, according to this hypothesis, one would expect, for 
instance, that the compounds of carbon with chlorine would be easily decomposable by 
reason of the supposed considerable affinity of the separate atoms of carbon, which should 
therefore tend to mutual combination and the formation of charcoal. It is evident, how- 
ever, that not only does reaction itself consist of movements, but that in the compound 
formed (in the molecules) the elements (atoms) forming it are in harmonious stable move- 
ment (like the planets in the solar system), and this movement will affect the stability 
and capacity for reaction, and therefore these depend not only on the affinity of the 
participating substances, but also on the conditions of reaction which change the state of 
movement of the elements in the molecules, as well as on the nature, form, and inten- 


sity of those movements which the elements have in their given state. In a word, the 
mechanical side of chemical action must be exceedingly complex. 
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by reason of the difference of masses, the composition of the sub- 
stances concerned, the distribution of their parts, and their affinity or 
chemical energy, but also by reason of the conditions under which the 
substances occur, and these conditions differ for every particular reac- 
tion. In order that a certain chemical reaction may take place between 
substances which are capable of reacting on each other, it is often 
necessary to have recourse to conditions which are sometimes very 
different from those in which the substances usually occur in nature. 
For example, not only is the presence of air (oxygen) necessary for the 
combustion of charcoal, but the latter must also be heated to redness. 
The red-hot portion of the charcoal burns—+z.e., combines with the . 
oxygen of the atmosphere—and in doing so evolves heat, which heats 
the adjacent parts of charcoal, which are thus able to burn. Just as 
the combustion of charcoal is dependent on its being heated to red- 
ness, so also every chemical reaction only takes place under certain 
physical, mechanical, or other conditions. The following are the 
chief conditions which exert an influence on the progress of chemical 
reactions. 

(a) Temperature.—Chemical reactions of combination only take 
place within certain definite limits of temperature, and cannot be 
accomplished outside these limits. As examples we may cite, not only 
that the combustion of charcoal begins at a red heat, but also that 
chlorine and salt only combine with water at a temperature below 0°. 
These compounds cannot be formed at a higher temperature, for they 
are then wholly or partially broken up into their component parts. 
A certain rise in temperature is necessarv to start combustion. In 
certain the effect of this rise may be explained as causing one 
of the reacting bodies to change from a solid into a liquid or gaseous 
form. The transference into a fluid form facilitates the progress of 
the reaction, because it aids the intimate contact of the particles acting 
on each other. Another reason, to which must be ascribed the chief 
influence of heat in exciting chemical action, is that the physicabcohe- 
sion, or the internal chemical union, of homogeneous particles is thereby 
weakened, and therefore the separation of the particles of the sub- 
stances taken, and their transference into new compounds, is rendered 
easier. When a reaction absorbs heat-—as in decomposition, where the 
heat is transformed into latent chemical energy—the reason why heat 
is necessary is self-evident. 

It is most important to observe the effect of an elevation of tem- 
perature on all compounds, as there is reason to believe that they are 
all decomposed at a more or less high temperature. We have already 


seen examples of this in describing the decomposition of mercury oxide 
dD 2 


—_ 
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into mercury and oxygen, and the decomposition of wood under the 
influence of heat. Many substances are decomposed at a very mode- 
rate temperature ; for instance, the fulminating salt which is employed 
in cartridges is decomposed at a little above 120°. The majority of 
those compounds which make up the mass of animal and vegetable 
matters are decomposed at 250°. On the other hand, there is reason 
to think that at a very low temperature no reaction whatever can 
take place. Thus plants cease to carry on their chemical processes 
during the winter. Every chemical reaction requires certain limits 
of temperature for its accomplishment, and, doubtless, many of the 
chemical changes observed by us cannot take place in the sun, where 
the temperature is very high, or on the moon, where it is very low. 
The influence of heat on reversible reactions is particularly instruc- 
tive. If, for instance, a compound which is capable of being reproduced 
from its products of decomposition be heated up to the temperature at 
which decomposition begins, the decomposition of a mass of the sub- 
stance contained in a definite volume is not immediately completed. 
Only a certain fraction of the substance is decomposed, the other por- 
tion remaining unchanged, and if the temperature he raised, the quan- 
tity of the substance decomposed increases ; furthermore, for a given 
volume the ratio between the part decomposed and the part unaltered 
corresponds with each definite rise in temperature until it reaches that 
at which the compound is entirely decomposed. This partial decom- 
position under the influence of heat is called dissociation. It is pos- 
sible to distinguish between the temperatures at which dissociation 
begins and ends. Should dissociation proceed at a certain temperature, 
yet should the product or products of decomposition not remain in 
contact with the still undecomposed portion of the compound, then 
decomposition will go on to the end. Thus limestone is decomposed 
in a limekiln into lime and carbonic anhydride, because the latter is 
carried off by the draught of the furnace. But if a certain mass of 
limestone be enclosed in a definite volume—for instance, in a gun 
barrel—which is then sealed up, and heated to redness, then, as the 
carbonic anhydride cannot escape, a certain proportion only of the 
limestone will be decomposed for every increment of heat (rise in tem- 
perature) higher than that at which dissociation begins. Decomposition 
will cease when the carbonic anhydride evolved presents a maximum 
dissocuttion pressure corresponding with each rise in temperature. If 
the pressure be increased by increasing the quantity of gas, then com- 
bination begins afresh ; if the pressure be diminished decomposition 
will recommence. Decomposition in this case is exactly similar to 
evaporation ; if the steam given off by evaporation cannot escape, its 
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pressure will reach a maximum corresponding with the given tempera- 
ture, and then evaporation will cease. Should steam be added it will 
be condensed in the liquid ; if its quantity be diminished—1z.e., if the 
pressure be lessened, the temperature being constant—then evaporation 
will goon. We shall afterwards discuss more fully these phenomena of 
dissociation, which were first discovered by Henri St. Claire Deville. 
We will only remark that the products of decomposition re-combine 
with greater facility the nearer their temperature is to that at which 
dissociation begins, or, in other words, that the initial temperature of 
dissociation is near to the initial temperature of combination. 

(b) The influence of an electric current, and of electricity in general, 
on the progress of chemical transformations is very similar to the 
influence of heat. The majority of compounds which conduct elec- 
tricity are decomposed by the action of a galvanic current, and there 
being great similarity in the conditions under which decomposition and 
combination proceed, combination often proceeds under the influence 
of electricity. Electricity, like heat, must be regarded as a peculiar 
form of molecular motion, and all that which refers to the influence of 
heat also refers to the phenomena produced by the action of an electrical 
current, only with this difference, that a substance can be separated 
into its component parts with much greater ease by electricity, as the 
process goes on at the ordinary temperature. The most stable com- 
pounds may be decomposed by this means, and a most important fact 
is then observed-——namely, that the component parts appear at the 
different poles or electrodes by which the current passes through the 
substance. Those substances which appear at the positive pole (anode) 
are called ‘electro-negative,’ and those which appear at the negative 
pole (vathode, that in connection with the zinc of an ordinary galvanic 
battery) are called ‘electro-positive.’ The majority of non-metallic 
elements, such as chlorine, oxygen, «&c., and also acids and substances 
analogous to them, belong to the first group, whilst the metals, hydro- 
gen, and analogous products of decomposition appear at the negative 
pole. Chemistry is indebted to the decomposition of compounds by the 
electric current for many most important discoveries. Many elements 
have been discovered by this method, the most important being potas- 
sium and sodium. Lavoisier and the chemists of his time were not 
able to decompose the oxygen compounds of these metals, but Davy 
showed that they might be decomposed by an electric current, the 
metals sodium and potassium appearing at the negative pole. 

(c) Certain unstable compounds are also decomposed by the action of 
light. Photography is based on this property in certain substances (for 
instance, in the salts of silver). The mechanical energy of those vibra- 
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tions which determine the phenomena of light is very small, and there- 
fore only certain, and these generally unstable, compounds can be decom- 
posed by light—at least under ordinary circumstances. But there is 
one class of chemical phenomena dependent on the action of light 
which forms as yet an unsolved problem in chemistry—these are the 
processes accomplished in plants under the influence of light. Here 
there take place most unexpected decompositions and combinations, 
which are often unattainable by artificial means. For instance, carbonic 
anhydride, which is so stable under the influence of heat and electricity, 
is decomposed, and evolves oxygen in plants under the influence of 
light. In other cases, light decomposes unstable compounds, such as 
are usually easily decomposed by heat and other agents. - Chlorine 
combines with hydrogen under the influence of light, which shows that 
combination, as well as decomposition, can be determined by its action, 
as was likewise the case with heat and electricity. 

(d) Mechanical effects exert, like the foregoing agents, an action 
both on the process of chemical combination and of decomposition. 
Many substances are decomposed by friction or by a blow—as, for 
example, the compound called iodide of nitrogen (which is composed of 
lodine, nitrogen, and hydrogen), and silver fulminate. Mechanical 
friction causes sulphur to burn at the expense of the oxygen contained 
in potassium chlorate. 

(e) Besides the various conditions which have been enumerated 
above, the progress of chemical reactions is accelerated or retarded by 
the condition of contact in which the reacting bodies occur. Other 
conditions remaining constant, the rate of progress of a chemical re- 
action is accelerated by increasing the number of points of contact. It 
will be enough to point out the fact that sulphuric acid does not absorb 
ethylene under ordinary conditions of contact, but only after con- 
tinued shaking, by which means the number of points of contact is 
greatly increased. To ensure full action between solids, it is necessary 
to reduce them to very fine powder and to mix them as thoroughly as 
possible, as by this means their reaction is greatly accelerated. M. 
Spring, the Belgian chemist, has shown that finely-powdered solids 
which do not react on each other at the ordinary temperature may 
undergo reaction under an increased pressure. Thus, under a pressure 
of 6,000 atmospheres, sulphur combines with many metals at the ordinary 
temperature, and the powders of many metals form alloys. It is evident 
that an increase in the number of points or surfaces must be regarded 
as the chief cause producing reaction, which is doubtless accomplished 
in solids, as in liquids and gases, in virtue of an internal movement or 
mobility of the particles, which movement, although in different degrees 
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and forms, must exist in all the states of matter. It is very important 
to direct attention to the fact that the internal movement or condition 
of the parts of the particles of matter must be different on the surface 
of a substance from what it is inside ; because in the interior of a sub- 
stance similar particles are acting on all sides of every particle, whilst 
at the surface they only act on one side. Therefore, the condition of 
a substance at its surfaces of contact with other substances must be 
more or less modified by them—it may be in a manner similar to that 
caused by an elevation of temperature. These considerations throw 
some light on the action in the large class of contact reactions ; that 
is, such as seem to proceed from the mere presence (contact) of certain 
special substances. Porous or powdery substances are very prone to 
act in this way, especially spongy platinum and charcoal. For example, 
sulphurous anhydride does not combine directly with oxygen, but this 
reaction takes place in the presence of spongy platinum. *¢ 

The above general and introductory chemical conceptions cannot be 
thoroughly grasped in their true sense without a knowledge of the 
particular facts of chemistry to which we shall now turn our attention. 
It was, however, absolutely necessary to become acquainted on the 
very threshold with such fundamental principles as the laws of the 
indestructibility of matter and of the conservation of energy, as it is 
only by their acceptance, and under their direction and influence, that 
the examination of particular facts can give practical and fruitful results. 


56 Contact phenomena are separately considered in detail in the work of Professor 
Konovaloff (1884). In my opinion, one must consider that the state of the internal move- 
ments of the atoms in molecules is modified at the points of contact of substances, and 
this state determines chemical reactions, and therefore, that reactions of combination, 
decomposition, and rearrangement are accomplished by contact. Professor Konovaloff 
showed that a number of substances under certain conditions of their surfaces act by con- 
tact; for instance, powdery silica (from the hydrate) acts just like platinum, decom- 
posing certain compound ethers. As reactions are only accomplished under close contact, 
it is probable that those modifications in the distribution of the atoms in molecules which 
come about by contact phenomena prepare the way for them. By this the 7vdle of con- 
tact phenomena is considerably extended. By such phenomena the fact should be 
explained why a mixture of hydrogen and oxygen yields water (explodes) at different 
temperatures according to the kind of heated substance which transmits this tempera- 
ture. In chemical mechanics, phenomena of this kind have great importance, but as yet 
they have been but little studied. 
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CHAPTER I 


ON WATER AND ITS COMPOUNDS 


Water is found almost everywhere in nature, and in all three physical 
states. As vapour, water occurs in the atmosphere, and in-this form 
it is distributed over the entire surface of the earth. The vapour of 
water in condensing, by cooling, forms snow, rain, hail, dew, and fog. 
One cubic metre (or 1,000,000 cubic centimetres, or 1,000 litres, or 
35°316 cubic feet) of air can contain at 0° only 4°8 grams of water, at 
20° about 17-0 grams, at 40° about 50°7 grams ; but ordinary air only 
contains about 60 per cent. of the possible moisture. Air containing 
less than 40 per cent. of the possible moisture is felt to be dry, and air 
which contains more than 80 per cent. of the possible moisture is con- 
sidered as already damp.! Water in the liquid state, in falling as rain 


'In practice, the chemist has to continually deal with gases, and gases are often 
collected over water; in which case a certain amount of water passes into vapour, 
and this vapour mingles with the gases. It is therefore most important that he 
should be able to calculate the amount of water or of moisture in air and other gases. 
Let us consider the relations in volume and weight which exist in this case. Let us 
imagine a cylinder standing in a mercury bath, and filled with a dry gas whose volume 
equals rv, temperature ¢°, and pressure or tension 2 mm. (i millimetres of the column of 
mercury at 0-). We will introduce water into the cylinder in such a quantity that a small 
part remains in the liquid state, and consequently that the gas will be saturated with 
aqueous vapour; the volume of the gas will then increase (if a larger quantity of water be 
taken some of the gas will be dissolved in it, and the volume may therefore be diminished). 
We will further suppose that the temperature remains constant after the addition of 
the water; then the pressure (as the volume increases the mercury in the cylinder 
falls, consequently the pressure is increased) and the volume is increased. In order to 
investigate the phenomenon we will artificially increase the pressure, and reduce the 
volume to the original volume vr. Then the pressure or tension will prove greater than 
h, namely h+/, which means that by the introduction of aqueous vapour the tension 
of the yas is increased. The researches of Dalton, Gay-Lussac, and Reygnault showed 
that this increase is equal to the maximum pressure which is proper to the aqueous 
vapour at the temperature at which the observation is made. The maximum pressure 
for all temperatures may be found in the tables made from observations on the tension 
of aqueous vapour. The quantity f will be equal to this maximum pressure of aqueous 
vapour. This may be expressed thus: the maximum tension of aqueous vapour (and of 
all other vapours) saturating a space in a vacuum or in any gas is the same. This 
rule is known as Dalton’s law. Thus we have a volume of dry gas v, under a pressure 
h, and a volume of moist gus, saturated with vapour, under a pressure i +f. The volume 
v of the dry gus under a pressure h+/ occupies, according to the law of Mariotte, a 
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and snow, soaks into the soil and collects together into springs, lakes, 
rivers, seas, and oceans. It is absorbed from the soil by the roots of 


volume Pie rf? consequently the volume occupied by the aqueous vapour under the 


ae uf 
pressure h + f equals v hes’ or, of 
moisture which occurs in it, at a pressure h+/, are in the ratio f:h. And, therefore, if 
the aqueous vapour saturates a space at a pressure 7, the volumes of the dry air and of 
the moisture which is contained in it are in the ration—f: 7, where f is the pressure of 
the vapour according to the tables of vapour tension. Thus, if a volume N of a gas 


saturated with moisture be measured at a pressure H, then the volume of the gas, when 


Thus the volumes of the dry gas and of the 


dry, will be equal to etal , because the volume N requires to be divided into parts 


which are in the ratio H—/:/. In fact, the entire volume N must be to the volume of 


dry gas z as H is to H—f ; therefore, N:c=H: H—/J, from which anh. Under 


any other pressure—for instance, 760 mm.—the volume of dry gas will be ane or Be 
and thus we obtain the following practical rule: If a volume of a gas saturated with 
aqueous vapour be measured at a pressure H mm., then the volume of dry gas contained 
in it will be obtained by finding the volume corresponding with the pressure H, less the 
pressure due to the aqueous vapour at the temperature of observation. For example, 
87°5 cubic centimetres of air saturated with aqueous vapour was measured at a tempera- 
ture of 15°3°, and under a pressure of 747°3 mm. of mercury (at 0°). What will be the 
volume of dry gas at 0° and 760 mm.? The pressure of aqueous vapour corresponding 
with 15°3° is equal to 12°9 mm., and therefore the volume of dry gas at 15°3° and 


i a > . 
747°3 mm. is equal to 87-5 x ATS i at 760 mm. it will be equal to 37°5~x peeve 
147° 
and at 0° the volume of dry gas will be 37°35 x 44, 273 = 34°31 c.c. 


760 273-—15°8 

From this rule may also be calculated what fraction of a volume of gas is occupied by 
moisture under the ordinary pressure at different temperatures ; for instance, at 30° C 
f=31'5, consequently 100 volumes of « moist gas or air, at 760 mm., contain a volume of 
aqueous vapour 100 x ao or 4110; also it is found that at O- there is contained 
0°61 p.c. by volume, at 10° 1°21 p.c., at 20° 2°29 p.c.,and at 50° up to 12-11 p.c. From this 
it may be judged how preat an error might be made in the volumetric determination 
of gases were the moisture not taken into consideration. From this it is also evident 
how great are the variations in volume of the atmosphere when it loses or gains aqueous 
vapour, which again explains a number of atmospheric phenomena (winds, variation of 
pressure, precipitations, storms, c.). 

If aqueous vapour does not saturate a gas, then it is indispensable that the degree of 
moisture should be known in order to determine the volume of dry gas from the volume 
of moist gas. The preceding ratio yives the maximum quantity of water which can 
be held in a gas, and the degree of moisture shows what fraction of this maximum 
quantity occurs in a given case, when the vapour does not saturate the space oecupied 
by the yas. Consequently, if the degree of moisture equals 50 p.c.—thuat is, half the 
maximum—then the volume of dry gas at 760 mm. is equal to the volume of dry yas 
at 760 mm. multiplied by h eas or, in geneni, by h v gor? Where ris the degree of mois- 

U Vv 
ture. If, therefore, it is required to measure the volume of a moist gas, it must either be 
entirely dried or quite saturated with moisture, or else the degree of moisture deter- 
mined. The first and last methods are inconvenient, and therefore recourse ix usually 
had to the second. For this purpose water is introduced into the cylinder holding the 
gas to be measured; it is left for a certuin time so that the gas may become saturated, 
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plants, which, when fresh, contain from 40 to 80 per cent. of water by 
weight. Animals contain about the same amount of water. In a 


the precaution being taken that a portion of the water remains in a liquid state; then 
the volume of the moist gas is determined, from which that of the dry gas may be 
calculated. In order to find the weight of the aqueous vapour in a gas it is necessary 
to know the weight of a cubic measure at 0° and 760mm. Knowing that one cubic 
centimetre of air under these circumstances weighs 0°001293 gram, and that the density 
of aqueous vapour is 0°62, we find that one cubic centimetre of aqueous vapour at 0° and 
760 mm. weighs 0°0008 gram, and at a temperature ¢° and pressure ht the weight of one 
cubic centimetre will be 0°0008 x Ay 28 . We already know that v volumes of a gas 
760 273+¢ 
f 


at a temperature ¢? pressure hk contain vx volumes of aqueous vapour which satu- 


h 
rate it, therefore the weight of the aqueous vapour held in v volumes of a gas will be 
uxf, 0°0008 x ae x 273 | , or v x 0:0008 «x f x 273 | ‘ 
h 760 273+ ¢° 760 2738+¢ 

Consequently, the weight of the water which is held in one volume of a gas is only 
dependent on the temperature and not on the pressure. This also signifies that evapo- 
ration proceeds to an equal extent in air as in a vacuum, or, in general terms (this is 
Dalton’s law), vapours and gases diffuse into each other as if into a vacuum. In a given 
space there enters, at a given temperature, a constant quantity of vapour whatever be 
the pressure of the gas filling that space. lf the degree of moisture equals 7 then the 
ve x one grams. 
760 273+¢ 
From this it is clear that if the weight of the vapour held in a given volume of a gas 
_ Px 160, 2734+ 
v x U'0U008 t 273 ° 
On this is founded the very exact determination of the degree of moisture of air by the 
weight of water contained in a given volume. It is easy to calculate from the preceding 
formula tle number of grams of water contained at all pressures in one cubic metre or 
million centimetres of air saturated with vapour at various temperatures; for example, 
31°5 273 
760 278480 

The laws of Mariotte, Dalton, and Gay-Lussac, which are here applied to gases and 
vapours, are not entirely exact, but are approximately true. Were they quite exact, a mix- 
ture of several liquids, having a certain vapour pressure, would be able to give vapours 
of a very great pressure, which is not the case. In fact the pressure of aqueous vapour 
is slightly less in a gas than in a vacuum, and the weight of aqueous vapour held in a 
gas is slightly less than it should be according to Dalton’s law, as was shown by the ex- 
periments of Regnault and others. This means that the tension of the vapour is less 
in air than in a vacuum, which also is the reason why the weight of vapour is less than 
the theoretical weight. The difference between the pressure of vapours in air and in a 
vacuum does not, however, exceed ,), of the total pressure of the vapours, and therefore 
in practice the application of Dalton’s law may be followed. This decrement in vapour 
tension which occurs in the intermixture of vapours and gases, although small, indicates 
that there is then already, so to speak, a beginning of chemical change. The essence of 
the matter is that in this case there occurs as on contact (see preceding footnote) an 
alteration in the movements of the atoms in the molecules, and therefore also a change 
in the movement of the molecules themselves. ! 

In the uniform intermixture of air and other gases with aqueous vapour, and in the 
capacity of water to pass into vapour and form a uniform mixture with air, we may 
perceive an instance of a physical phenomenon which is analogous to chemical phe- 
nomena, forming indeed a transition from one class of phenomena to the other. Between 
water and dry air there exists a kind of affinity which obliges the water to saturate the 


weight of the vapour in v cubic centimetres will be p=v x 0°:0008 x 


be known, it is easy to determine the degree of moisture 7= 


at 80° f= 31°5, therefore p = 1000000 x 0°0008 x or 29°84 grams. 
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solid state water appears as snow, ice, or in an intermediate form 
between these two, which is seen on mountains covered with perpetual 
snow. The water of rivers,’ springs, oceans and seas, lakes, and wells 


air. But such a homogeneous mixture is formed (almost) independently of the nature of 
the gas in which evaporation takes place; even in a vacuum the phenomenon occurs in 
exactly the same way as in a gas, and therefore it is not the property of the gas, nor its 
relation to water, but the property of the water itself, which obliges it to evaporate, and 
therefore in this case chemical affinity is not yet acting—at least its action is not clearly 
pronounced. That it does, however, play a certain part is seen from the deviation from 
Dalton’s law. 

* In falling through the atmosphere, water dissolves the gases of the atmosphere, 
nitric acid, ammonia, organic compounds, sults of sodium, magnesium, and calcium, and 
mechanically washes out a mixture of dust and microbes which are suspended in the 
atmosphere. The amount of these and certain other constituents is very variable. Even 
in the beginning and end of the same rainfall, a variation which is often very considerable 
may be remarked. Thus, for example, Bunsen found that rain collected at the begin- 
ning of a shower contained 3°7 grams of ammonia per cubic metre, whilst that collected 
at the end of the same shower contained only 0°64 gram. The water of the entire 
shower contained an average of 1°47 grams of ammonia per cubic metre. In the course 
of a year rain supplies an acre of ground with up to 54 kilos of nitrogen in a combined 
form. Marchand found in one cubic metre of snow water 15°63, and in one cubic metre 
of rain water 10°07, grams of sodium sulphate. Angus Smith showed that after a thirty- 
hours’ fall at Manchester the rain still contained 34°3 grams of salts per cubic metre. A 
considerable amount of organic matter, namely 25 grams per cubic metre, has been found 
in rain water. The total amount of solid matter in rain water reaches 50 grams per 
cubic metre. Rain water contains generally very little carbonic acid, whilst stream 
water contains a considerable quantity of it. In considering the nourishment of 
plants, it is necessary to keep in view the substances which are carried into the soil 
by rain. 

River water, which is accumulated from springs and sources fed by atmospheric 
water, contains from 50 to 1,600 parts by weight of salts in 1,000,000 parts. The amount 
of solid matter, per 1,000,000 parts by weight, contained in the chief rivers is as 
follows :—the Don 124, the Loire 135, the St. Lawrence 170, the Rhone 182, the Dnieper 
187, the Danube from 117 to 234, the Rhine from 158 to $17, the Seine from 190 to 432, 
the Thames at London from 400 to 450, in its upper parts 387, and in its lower parts up to 
1,617, the Nile 1,580, the Jordan 1,052. The Neva is characterised by the remarkably 
small amount of solid matter it contains. From the investigations of Prof. G. K. Trapp, 
a cubic metre of Neva water contains 32 grams of incombustible and 23 grams of 
organic matter, or altogether about 55 grams. This is one of the purest waters which is 
known in rivers. The large amount of impurities in river water, and especially of organic 
impurity produced by pollution with putrid matter, makes the water of many rivers unfit 
for use. 

The chief part of the soluble substances in river water consists of the calcium salts. 
100 perts of the solid residues contain the following amounts of calcium carbonate— 
from the water of the Loire 53, from the Thames about 50, the Elbe 55, the Vistula 65, 
the Danube 65, the Rhine from 55 to 75, the Seine 75, the Rhone from 82 to 94. The 
Neva contains 40 parts of calcium carbonate per 100 parts of saline matter. The con- 
siderable amount of calcium carbonate held by stream water is very easily explained from 
the fact that water which contains carbonic acid in solution easily dissolves calcium 
carbonate, which occurs all over the earth. Besides calcium carbonate and sulphate, 
river water contains magnesium, silica, chlorine, sodium, potassium, aluminium, nitric acid, 
and manganese. The presence of salts of phosphoric acid has not yet been determined 
with exactitude for all rivers, but the presence of nitrates has been proved with certainty 
in almost all kinds of well-investigated river water. The quantity of calcium phosphate 
does not exceed 04 gram in the river of the Dnieper, and the Don does not contain more 
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contains various substances in solution, mostly salts -that is, sub- 
stances resembling common table salt in their physical properties and 


than 5yrams. The water of the Seine contains about 15 grams of nitrates, and the Rhone 
about 8 grams. The amount of ammonia is much less; thus in the water of the Rhine 
about 0°5 gram in June, and 02 gram in October; the water of the Seine contains the 
same amount. This is less than in rain water. Notwithstanding this insignificant 
quantity, the water of the Rhine alone, which is not so very large a river, carries 16,245 
kilograms of ammonia into the ocean every day. The difference between the amount of 
vmmonia in rain and river water depends on the fact that the soil through which the 
rain water passes is able to withhold the ammonia. (Soil can also absorb many other 
substances, such as phosphoric acid, potassium salts, «c.) 

The water of springs, rivers, wells, and in general of those localities from which it is 
taken for drinking purposes, may be very injurious to the health if it contains much 
organic pollution—all the more, as in such water the lower organisms (bacteria) may 
rapidly develop, and these organisms often serve as the carriers or causes of infectious 
diseases. Thanks to the work of Pasteur, Koch, and many others, this province of research 
has made considerable progress during the past ten years, and has shown the possi- 
bility of investigating even the number and properties of the germs held by water, 
because those pathogenic bacteria which produce sickness, such as typhoid fever, Siberian 
plague, &c., have been distinguished. In_ bacteriological researches, a gelatinous 
medium, enabling the germs to develop and multiply, is prepared with gelatin and water, 
which has previously been heated several times, at intervals, to 100° (it is thus rendered 
sterile—that is to say, all the germs in it are killed). The water to be investigated 
ix added to this prepared medium in a definite and small quantity (it is sometimes 
diluted with sterilised water to facilitate the calculation of the number of germs), it is 
protected from dust (which contains germs), and is left at rest until whole families of 
lower organisms are developed from each germ. These families (colonies) are visible to 
the naked eye (as spots), they may be counted, and by examining them under the 
microscope and observing the number of organisms they produce, their significance may 
be determined. The majority of bacteria are harmless, but there decidedly are patho- 
genic bacteria whoxe presence is one of the causes of malady, and of the spreading of 
certain diseases. The number of bacteria in one cubic centimetre of water sometimes 
attains the immense figures of hundreds of thousands and millions. Certain well, spring, 
and river waters contain very few bacteria, and are free from disease-producing bacteria 
under ordinary circumstances. By boiling water, the bacteria in it are killed, but the 
organic matter necessary for their nourishment remains in the water. The best kinds 
of water for drinking purposes do not contain more than 800 bacteria in a cubic 
centimetre. 

The presence in water of every residue of destroyed organisms may be partly judged 
from the amount of combined nitrogen, as all organisms contain nitrogen compounds. 
It ix mort essential to distinguish and determine nitrogen in the form of organic matter, 
and in the form of oxides (nitric acid). The former is not separated, on heating, from 
water by the action of reducing agents, such as sulphurous anylidride, whilst the 
nitrogen which occurs as oxide is evolved by this means, Thus on adding hydrochloric 
acid and ferrous chloride to water, the nitrogen of the nitrie acid pives oxide of nitrogen, 
which may be determined. The presence of nitric acid indicates that the organic 
matter in water has already been oxidised. Water which contains more than 1 part 
of nitrogen (in this form) ina million parts is considered as injurious, and should not 
be used. Frankland found about 1°8 parts of nitrogen in an oxidised form, and from 
0°22 to O'5 part in organic combinations in the water of the Thames at London, 

The amount of gases dissolved in river water is much more constant than that of its 
solid constituents. One litre, or 1,000 c.c., of Water contains 40 to 55 ¢c.c. of gas 
measured at normal temperature and pressure. In winter the amount of gas is greater 
than in summer or autumn. Allowing that a litre contains 50 c.c. of gases, it may be 
udmitted that these consist, on the average, of 20 vols. of nitrogen, 20 vols. of carbonic 
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chief chemical transformations. Further, the quantity and nature of 
these salts differ in different waters. Everybody knows that there 


anhydride (proceeding in all likelihood from the soil and not from the atmosphere), and 
of 10 vols. of oxygen. If the total amount of gases be less, the constituent gases are 
still in about the same proportion; in many cases, however, carbonic anhydride pre- 
dominates. The water of many deep and rapid rivers contains less carbonic anhydride, 
which shows their rapid formation from atmospheric water and that they have not 
succeeded, during a long and slow course, in absorbing a greater quantity of carbonic 
anhydride. Thus, for instance, the water of the Rhine, near Strasburg, according to 
Deville, contains 8 c.c. of carbonic anhydride, 16 c.c. of nitrogen, and 7 c.c. of oxygen per 
litre. From the researches of Prof. M. R. Kapoustin and his pupils, it appears that in 
determining the quality of a water for drinking purposes, it is most important to investi- 
gate the composition of the dissolved gases. 

5 Spring water is formed from rain water percolating through the soil. Naturally a 
part of the rain water is evaporated straightway from the surface of the earth and from 
the vegetation on it. It has been shown that out of 100 parts of water falling on the 
earth only 86 parts flow to the ocean; the remaining 64 are evaporated, or percolate 
far underground, The collection of water by means of ponds, common wells, or artesian 
wells is dependent on the presence of subterranean water. After flowing underground 
along some impervious strata, water comes out at the surface in many places as springs, 
whose temperature is determined by the depth from which the water has flowed. 
Springs penetrating to a great depth may become considerably heated, and this is why 
hot mineral springs, with a temperature of up to 30° and higher, are often met with. For 
instance, there is one Cuucasian spring whose temperature is 90°. Most likely in this 
case the water is heated owing to its penetrating near a rock formation which is heated 
by volcanic action. The composition of spring water is most varied. When a spring 
water contains substances which endow it with a peculiar taste, and especially if these 
substances are such as are only found in minute gnantities or not at all in river and 
other flowing waters, then the spring water is termed a mineral water. Many such 
waters are employed for medicinal purposes. Mineral waters are classed according to 
their composition into—(«) saline waters, which often contain a large amount of common 
salt; (b) alkaline waters, which contain sodium carbonate; (c) bitter waters, which 
contain magnesia; (7) chalybeate waters, which hold iron carbonate in solution; (¢) 
atrated waters, which are rich in carbonic anhydride; (/) sulphuretted waters, which 
contain hydrogen sulphide. Sulphuretted waters may be recognised by their smell of 
rotten eggs, and by their giving a black precipitate with lead salts, and also by their tar- 
nishing silver objects. Atrated waters, which contain an excess of carbonic anhydride, 
effervesce in the air, have a sharp taste, and redden litmus paper. Saline waters leave a 
large residue of soluble solid matter on evaporation, and have a salt taste. Chalybeate 
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are salt, fresh, iron, and other waters. The presence of about 34 per 
cent. of salts renders sen-water ‘ heavy and bitter to the taste. Fresh 
water also contains salts, only in a comparatively small quantity. 
Their presence may be easily proved by simply evaporating water in a 
vessel. By evaporation the water passes away as vapour, whilst the 
salts are left behind. This is why a crust (incrustation), consisting of 
salts, previously in solution, is deposited on the insides of kettles or 
boilers, and other vessels in which water is boiled. Running water 
(rivers, &c.) is charged with salts, owing to its being formed from the 
collection of rain water percolating through the soil. While percolating 
the water dissolves certain parts of the soil. Thus water which filters 
or passes through saline or calcareous soils becomes charged with salts 
or contains calcium carbonate (chalk). Rain water and snow are much 
purer than river or spring water. This 1s because snow and rain are 
only condensed aqueous vapour, and salts do not pass into the vapour. 


waters have an inky taste, and are coloured black by an infusion of galls; on being 
exposed to the air they usually give a brown precipitate. Generally, the character of 
mineral waters is mixed. In the table on page 45 are given the analysis of certain 
mineral springs which are known for their medicinal properties. The quantity of the 
substances is expressed in millionths by weight—that is, in grams per cub. metre or 
milligrams per litre. 

I. Sergieffsky, a sulphur water, Gov. of Samara (temp. 8° C.), analysis by Clause. 
II. Geléznovodskya water source No. 10, near Patigorsk, Caucasus (temp. 22°5°), analysis 
by Fritzsche. III. Aleksundroffsky, alkaline-sulphur source, Patigorsk (temp. 46°5°), average 
of analyses by Herman Zinin and Fritzsche. IV. Bougountouksky, alkaline source, 
No. 17, Exsentoukah, Caucasus (temp. 21°6°), analysis by Fritzsche. V. Saline water, 
Staro-Russi, Gov. of Novgorod, analysis by Nelubin. VI. Water from artesian well at 
the factory of state papers, St. Petersburg, analysis by Struve. VII. Spriidel, Carlsbad 
(temp. 83°7°), analysis by Berzelius. VIII. Kriitznach spring (Elisenquelle), Prussia 
(temp. 8'8°), analysis by Bauer. IX. Eau de Seltz, Nassau, analysis by Henry. X. Vichy 
water, France, analysis by Berthier and Puvy. XI. Paramo de Ruiz, New Granada, 
analysis by Levy; it is distinguished by the amount of free acids. 

4 Sea-water contains more non-volatile saline constituents than the usual kinds of 
fresh water. This is explained by the fact that the waters flowing into the sea supply 
it with salts, and whilst a large quantity of vapour is given off from the surface of the 
sea, the salts remain behind. Even the specific gravity of seu-water differs con- 
siderably from that of pure water. It is generally about 1°02, but in this and also in 
respect to the amount of salts contained, samples of sea-water from different localities 
and from different depths offer rather remarkable variations. It will be sufficient to 
point out that one cubic metre of water from the undermentioned localities contains the 
following quantity in grams of solid constituents :—Gulf of Venice 19,122, Leghorn 
Harbour 24,312, Mediterranean, near Cetta, 87,655, the Atlantic Ocean from 82,585 to 
85,695, the Pacific Ocean from 35,238 to 34,708. In closed seus which do not communi- . 
cate, or are in very distant communication, with the ocean, the difference is often still 
greater. Thus the Caspian Sea contains 6,300 grams; the Black Sea and Baltic 17,700. 
Common salt forms the chief constituent of the saline matter of sea- or ocean-water; thus 
in one cubic metre of sea-water there are 25,000-31,000 grams of common salt, 2,600— 
6,000 grams of magnesium chloride, 1,200-7,000 grams of magnesium sulphate, 1,500-6,000 
grams of calcium sulphate, and 10-700 grams of potassium chloride. The small amount 
of organic matter and of the salts of phosphoric acid in sea-water is very remarkable. 
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Nevertheless, in passing through the atmosphere, rain and snow succeed 
in catching the dust held in it, and dissolve air, which is found in every 
water. The dissolved gases of the atmosphere are partly disengaged, 
as bubbles from water on heating, and water after long boiling is quite 
freed from them. 

In general terms water is called pure when it is clear and free from 
insoluble particles held in suspension and visible to the naked eye, from 
which it may be freed by filtration through charcoal, sand, or porous 
(natural or artificial) stones, and when it possesses a clean fresh taste. 
It depends on the absence of any tastable, decomposing organic matter, 
on the quantity of air® and atmospheric gases in solution, and on the 
presence of mineral substances to the amount of about 300 grams per 
ton (or cubic metre, or, what is the same, 300 milligrams to a kilo- 
gram or litre of water), and of not more than 100 grams of organic 
matter.6 Such water is suitable for drinking and every practical 


5 The taste of water is greatly dependent on the quantity of dissolved gases it con- 
tains. On boiling, these gases are given off, and it is well known that, even when cooled, 
boiled water has, until it has succeeded in absorbing gaseous substances from the atmo- 
sphere, quite a different taste from fresh water containing a considerable amount of gas. 
The dissolved gases, especially oxygen and carbonic anhydride, have an important 
influence on the health. The following instance is very instructive in this respect. The 
Grenelle artesian well at Paris, at the first period of its opening, supplied a water which 
had an injurious effect on animals and people. It appeared that this water did not 
contain oxygen, and in general wus very poor in gases. As soon as it was made to fall in 
a cascade, by which it absorbed air, it proved entirely fit for consumption. In long sea 
voyages by steamer sometimes fresh water is not taken or only taken in « small quantity 
because it spoils by keeping, and becomes putrid from the organic matter it contains under- 
going decomposition. Fresh water may be obtained directly from sea-water by distilla- 
tion. The distilled water no longer contains sea salts, and is therefore fit for consump- 
tion, but it is very tasteless and has the properties of boiled water. In order to render it 
palatable certain salts, which are usually held in fresh water, are added to it, and it is 
made to flow in thin streams exposed to the air in order that it may become saturated 
with the component parts of the atmosphere—that is, absorb gases. 

6 Hard water is such as contains much mineral matter, and especially a large pro- 
portion of calcium salts. Such water, owing to the amount of lime it contains, does not 
form a lather with soap, prevents vegetables boiled in it from softening properly, and 
forms a great deal of incrustation on vessels in which it is boiled. Owing to its high 
degree of hardneszs, it is injurious for drinking purposes, which is evident from the fact 
that in many large cities the death-rate decreased after introducing a soft water in the 
place of a hard water. Putrid water contains a considerable quantity of decomposing 
organic matter, chiefly vegetable, but in populated districts, especially in towns, chiefly 
animal remains. Such water acquires an unpleasant smell and taste, by which stagnant 
bog water and the water of certain wells in inhabited districts are particularly charac- 
terised. Such water is especially harmful at a period of epidemic. It may be partially 
purified by passing through charcoul, which retains the putrid and certain organic sub- 
stances, and also certain mineral substances. Turbid water may be purified to a certain 
extent by the addition of alum, which aids, after standing some time, the formation of a 
sediment. Condy’s fluid (potassium permanganate) is another means for purifying 
putrid water. A solution of this substance, even if very diluted, is of a red colour; on 
adding it to a putrid water, the permanganate oxidises and destroys the organic matter. 
When added to water in such a quantity as to impart to it an almost imperceptible rose 
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application, but evidently it is not pure in a chemical sense. A 
chemically pure water is necessary not only for scientific purposes, as 
an independent substance having constant and detinite properties, and 
as the chief component of all forms of water which play such an impor- 
tant part in nature, but also for many practical purposes—for instance, 
in photography and in the preparation of medicines—because many 
properties of substances in solution are changed by the impurities of 
natural waters. Water is usually purified by distillation, because the 
solid substances in solution are not transformed into vapours in this 
process. Such distilled water is prepared by chemists and in labora- 
tories by boiling water in closed metallic boilers or stills, and causing 
the steam produced to pass into a condenser—that is, through tubes 
(which should be made of tin, or, at all events, tinned, as water and its 
impurities do not act on tin) surrounded by cold water, and in which 
the steam, being cooled, condenses into water which is collected’ ina 


colour it destroys much of the organic subsiances it contains. It is especially salutary 
to add a small quantity of Condy’s fluid to impure water in times of epidemic. 

The presence in water of one gram per litre, or 1,000 grams per cubic metre, of any 
substance whatsoever renders it unfit and even injurious for consumption by animals, 
and this whether organic or mineral matter predominate. The presence of 1 p.c. of 
chlorides makes water quite salt, and produces thirst instead of ussuaging it. The 
presence of magnesium sults is most unpleasant; they have a disagreeable bitter taste, 
and in fact impart to sea water its peculiar taste. A large amount of nitrates is only 
found in impure water, and is usually injurious, as they may indicate the presence of 
decomposing organic matter. 

7 Distilled water may be prepared, or distillation in general carried on, either in a 
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Fig. 4. Distillation by means of a inetallic still. The ciquid in C is heated by the fire F. The 
vapours rise through the head A and pass by the tube T to the worm S$ placed in a vessel R, 
throuwh which a current of cold water dows by means of the tubes D and P. 


ON WATER AND ITS COMPOUNDS 49 


receiver. By standing exposed to the atmosphere, however, the water 
in time absorbs air, and dust carried in the air, and ceases to be en- 
tirely pure. However, the amount of impurities in distilled water is 
so small that they have hardly any effect on the properties of the 
water, and it is fit for many purposes. Nevertheless, in distillation, 
water retains, besides air, a certain quantity of volatile impurities 
(especially organic) and the walls of the distillation apparatus are 
partly corroded by the water, and a portion, although small, of their 
substance renders the water not entirely pure, thus a sediment is ob- 
tained on evaporation." 

Still, for certain physical and chemical researches it is necessary to 
have completely pure water. To obtain it a solution of potassium 
permanganate is added to distilled water until it all becomes tinted 
light rose colour. By this means the organic matter in the water is 
destroyed (converted into gases or non-volatile substances). An excess 


metal still with worm condenser (fig. 4), or on a smal! scale in the laboratory in a glass 
retort (fig. 5) heated by a lamp (see footnote 19, Introduction). Fig. 5 illustrates 
the main parts of the usual glass laboratory apparatus used for distillation. The steam 


Fiu. 5.—Distillation from a glass retort. The ne:k of the retort fits into the inner tube of the 
Liebig’s condenser. The spice between the finer and outer tube of the condenser is fillel with 
cold water, which enters by the tube 7 and tlows out at f/. 


issuing from the pied (on the right-hand side) passes through a glass tube surrounded 
by a larger tube, through which a stream of cold water passes, by which the steam is 
condensed and trickles into a receiver (on the left-hand side). 

8 One of Lavoisier’s first memoirs (1770) referred to this question. He investigated 
the formation of the earthy residues in the distillation of water in order to prove whether 
it was possible, as was affirmed, to convert water into earth, and he found that the 
residue was produced by the action of water on the walls of the vessel holding it, and 
not from the water itself. He proved this to be the case by direct weighing. 
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of potassium permanganate does no harm, because in the next distilla- 
tion it is left behind in the distillation apparatus. The next distilla- 
tion should then be from a platinum retort with a platinum receiver. 
Platinum is a metal which is not in any way changed either by air or 
water, and therefore nothing passes from it into the water. The water 
obtained in the receiver still contains air. It must then be boiled for 
a long time, and afterwards cooled in a vacuum under the receiver 
of an air pump. Pure water on evaporation does not give any sedi- 
ment, does not in the least change, however long it be kept, and if air 
have no access to it does not putrefy like water only once distilled or 
impure ; and it does not give bubbles of gas on heating, nor does it 
change the colour of a solution of potassium permanganate. These 
are a few signs by which the complete purity of water may be recog- 
nised. 

Water, purified as above described, has constant physical and 
chemical properties. For instance, it is of such water only that one 
cubic centimetre weighs one gram at 4° C.—ze., it is only such pure 
water whose specific gravity equals 1 at 4° C.2 Water in a solid state 
forms crystals of the hexagonal system!® which are seen in snow, which 


® Taking the generally-accepted specific gravity of water at its greatest density—7.e. 
at 4° xs 1—it has been shown byexperiment that the specific gravity of water at different 
temperatures is as follows :— 


At- 8 . .  .  O-99929 At 30° .  . . 099577 
es 0 . . , 099987 » 40° . . .  0°99286 
~ +10°  .  .  . O-999r4 yO? 098817 
a Ib° Ow 99916 , 80? . .  . 097192 


= 20° ‘ ‘ . 0°99826 - 100° ‘ ; . - 0°95854 


Water at 4° is taken as the basis for reducing measures of length to measures of 
weight andvolume. The metric, decimal, system of measures of weights and volumes is 
generally employed in science. The starting point of this system is the metre (39°87 
inches) divided into decimetres (=0'1 metre), centimetves (=0°01 metre), gnillimetres 
(=0°001 metre), and micrometres (= one millionth of a metre). A cubic Wecimetre is 
called a litre, and is used for the measurement of volumes. The weight of a litre of 
water at 4° in a vacuum is called a kilogram. One thousandth part of a kilogram, or one 
cubic centimetre, of water weighs one gram. It is divided into decigramsa, centigrams, 
and milligrams (=0°001 gram). An English pound equals 453°59 grams. The great 
advantage of this system is that it is a decimal one, and that it is universally adopted in 
science and in most international relations. All the measures cited in this work are 
metrical. The units most often used in science are :—Of length, the centimetre; of 
weight, the gram; of time, the second; of temperature, the degree Celsius or Centi 

10 As solid substances appear in independent, regular, crystalline forms which are 
dependent, judging from their cleavage or lamination (in virtue of which mica breaks 
up into laminae and Iceland spar, &c., into pieces bounded by faces inclined to each other 
at angles which are definite for each substance), on an inequality of attraction (cohesion 
hardness) in different fdirections which intersect at definite angles; therefore, the 
determination of crystalline forms offers one of the most important external marks 
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generally consists of star-like clusters of several crystals, and also in 
the half-melted scattered ice floating on rivers in spring time. At 


characterising separate, definite chemical compounds. Theelementsof crystallography 
which comprise a special science, should therefore be familiar to all who desire to work 


@ 


Fic, 6.—Example of the form belonging to the = Fig. 7.—Rhombic Dodecahelron of the regular 
regular eystem. Combination of an octahedron system. Garnet. 
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Fic, 8,--Hexagonal prism terminated by hexagonal Fic, 9.—Rhombohedron. Cale spar, &c. 
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Fic, 10.—Rhombic system. Fig. 11.—Triclinic pyramid. Fiqg. 12.—Triclinic system. 
Desmine. Albite, &c. 


in scientific chemistry. In this aon we shall only have occasion to speak of a few 
crystalline forms, some of which are shown in Figs. 6 to 12. r 
E 
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this time of the year the ice splits up into spars or prisms, bounded by 
angles proper to substances crystallising in the hexagonal system. The 
temperatures at which water passes from one state to another are 
taken as fixed pvints on the thermometer scale ; namely, the zero 
corresponds with the temperature of melting ice, and the temperature 
of the steam disengaged from water boiling at the normal barometer 
pressure (that is 760 millimetres measured at 0°, at the latitude of 45°, 
at the sea level) is taken as 100° of the Celsius scale. Thus, the fact 
that water liqueties at 0° and boils at 100° is taken as one of its 
properties as a detinite chemical compound. The weight of one cubic 
metre of water at 4° is 1,000 kilos, at 0° it is 999°8 kilos. The weight 
of a cubic metre of ice at 0° is less—namely, 917 kilos ; the weight of a 
cubic metre of water vapour at 760 mm. pressure and 100° is only 0°60 
kilos ; the density of the vapour compared with air = 0°62, and com- 
pared with hydrogen = 9. 

These data briefly enumerate the physical properties of water as a 
separate substance. As a supplement to this it may be added that water 
is a mobile liquid, colourless, transparent, without taste or smell, «c. 
It is unnecessary to dwell on these properties here, as water is familiar 
to all ; other properties will also be pointed out in describing less known 
substances. Its latent heat of vaporisation is 534 units, of liquefac- 
tion 79 units of heat.'' The large amount of heat stored up in water 


11 Of all known liquids, water exhibits the greatest cohesion of particles. Indeed, it 
ascends to a greater height in capillary tubes than other liquids; for instance, two and a 
half times as high as alcohol, nearly three times as high as ether, and to a much greater 
height than oil of vitriol, &c. In a tube of two millimetres diameter, water at 0° ascends 
15°8 millimetres, counting from the level of the liquid to two-thirds of the height of the 
meniscus, and at 100° it rises 12°5 millimetres. The cohesion varies very uniformly with 
the temperature ; thus at 50° the height of the capillary column equals 13:9 millimetres— 
that is, the mean between the columns at 0° and 100°. This uniformity is not destroyed 
even on approaching the freezing point, and gives reason to think that at high tempera- 
tures cohesion will vary as uniformly as at ordinary temperatures; that is, the difference 
between the columns at 0° and 100° being 2°8 millimetres, the height of the column at 
500° should be 15°2 --(5 x 2°&) = 1°2 millimetres. Consequently, at these high temperatures 
the cohesion between the particles of water would be almost nz/. Only certain solutions 
(sal ammoniac and lithium chloride), and these only with a great excess of water, rire 
higher than pure water in capillary tubes. The great cohesion of water doubtless 
determines many of both its physical and chemical properties. 

The quantity of heat required to raise the temperature of one part by weight of 
water from 0° to 1°, ¢.e., by 19 C., is called the wnit of heat or calorie; the specific 
heat of liquid water at 0° is taken as equal to unity. The variation of this specific 
heat with a rise in temperature is inconsiderable in comparison with the variation 
exhibited by the specific heats of other liquids. According to Ettinger, the specific heat. 
of water at 20° =1°016, at 50° = 1:039, and at 100°=1°078. The specific heat of water is 
greater than that of all other known liquids; for example, the specific heat of alcohol at 
0° is 0'5475—1.e., the quantity of heat which raises 55 parts of water 1° raises 100 parts 
of alcohol 1°. The specific heat of oil of turpentine at 0° is 0°4106, of ether 0°529, of 
acetic acid 0°5274, of mercury 0°088. This means that water is the best condenser or 
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vapour and also in liquid water (for its specific heat is greater than 
that of other liquids) renders it available in both forms for heating 


absorber of heat. This property of water has an important significance in practice and 
in nature. Water impedes rapid cooling or heating; it tempers cold and heat. The 
specific heats of ice and aqueous vapour are much less than that of water; namely 
that of ice is 0°504, and of steam 0°48. 

With an increase in pressure equal to one atmosphere, the compressibility of water is 
0°000047, of mercury 0°00000352, of ether 0°00012 at 0°, of alcohol at 18° 0°000095. The 
addition of various substances to water generally simultaneously decreases its com- 
pressibility and cohesion. The compressibility of other liquids increases with a rise of 
temperature, but for water it decreases up to 53° and then increases like other liquids. 

The expansion of water by heat (Note 9) also exhibits many peculiarities which are 
not found in other liquids. The expansion of water at low temperatures is very small 
compared with other liquids; at 4° it reaches even 0, and at 100° it is equal to 0°0008 ; 
below 4° it is negative—i.e., water on cooling then expands, and does not decrease in 
volume. In passing into a solid state, the specific gravity of water decreases ; at 0° one 
c.c. of water weighs 0999888 gram, and one c.c. of ice at the same temperature weighs only 
0°9175 gram. The ice formed, however, contracts on cooling like the majority of other 
substances. Thus 100 volumes of ice are produced from 92 volumes of water—that is, 
water expands considerably on freezing, which fact determines a number of natural 
phenomena. The freezing point of water falls with an increase in pressure (0°007’ per 
atmosphere), because in freezing water expands (Thomson), whilst with substances which 
contract in solidifying the melting point rises with an increase in pressure; thus, for 
paraffin it is at one atmosphere 46° and at 100 atmospheres 40°. 

When liquid water passes into vapour, the cohesion of its particles must be destroyed, 
as the particles are removed to such a distance from each other that their mutual 
attraction no longer exhibits any influence. As the cohesion of aqueous particles varies at 
different temperatures, the quantity of heat which is expended in overcoming this 
cohesion—or the latent heat of evaporation—for this reason alone will be different at 
different temperatures. The quantity of heat which is consumed in the transformation 
of one part by weight of water, at different temperatures, into vapour was determined by 
Regnault with great accuracy. His researches showed that one part by weight of water 
taken at 0°, in passing into vapour having a temperature ¢°, consumes 606°5 + 0°805¢ units 
of heat, at 50° 621°7, at 100° 687°0, at 150 652°2, and at 200° 667°5. But this 
quantity includes also the quantity of heat required for heating the water from 0° to t°— 
a.e., besides the latent heat of evaporation, also that heat which is used in heating the water 
in a liquid state to a temperature ¢°. On deducting this amount of heat, we obtain the 
latent of evaporation of water as 606'5 at 0°, 571 at 50°, 534 at 100°, 494 at 150°, and only 
453 at 200°, which shows that the conversion of water at different temperatures into 
vapour at a constant temperature requires very different quantities of heat. This is 
chiefly dependent on the difference of the cohesion of water at different temperatures ; 
the cohesion is greater at low than at high temperatures, and therefore at low tem- 
peratures a greater quantity of heat is required to overcome the cohesion. On comparing 
these quantities of heat, it will be observed that they decrease rather uniformly, 
namely their difference between 0° and 100° is 72, and between 100° and 200’ is 81 units 
of heat. From this we may conclude that this variation will be approximately the same 
for high temperatures also, and therefore that no heat would be required for the con- 
version of water into vapour at a temperature of about 400°—600’. At this temperature, 
water passes into vapour whatever be the pressure (see chap. II. The absolute boiling 
point of water, according to Dewar, is 870°, the critical pressure 196 atmospheres). It 
must here be remarked that water, in presenting a greater cohesion, requires a larger 
quantity of heat for its conversion into vapour than other liquids. Thus alcohol consumes 
208, ether 90, turpentine 70, units of heat in their conversion into vapour. 

The whole amount of heat which is consumed in the conversion of water into vapour 
is not used in surmounting the cohesion—that is, in internal work accomplished in the 
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purposes. The chemical reactions which water undergoes, and by 
means of which it is formed, are so numerous, and s0 closely allied to 


liquid. A part of this heat is employed in moving the aqueous particles; in fact, aqueous 
vapour at 100° occupies a volume 1,650 times greater than that of water (at the ordinary 
pressure), consequently a portion of the heat or work is employed in lifting the aqueous 
particles, in overcoming pressure, or in external work, which may be usefully employed 
and which is so employed in steam engines. In order to determine this work we will 
first separately consider all the factors necessary for this calculation, and we will then 
make a deduction from the comparison of these factors. 

The maximum pressure or tension of aqueous vapour at different temperatures 
has been determined with great exactitude by many observers. The observations of 
Regnault in this respect, as on those preceding, deserve special attention from their 
comprehensiveness and accuracy. The pressure or tension of aqueous vapour at various 
temperatures is given in the adjoining table, and is expressed in millimetres of the 
barometric column having a temperature of 0°. 


Temperature Tension Temperature Tension 


! 

— 20° | 0-9 70° 233'3 

—10°? 2°1 90° | 5254 

0°? 46 | 100° , 760°0 

+ 10° 91 105° | 906'4 

15° 12°7 110° | 1075°4 

20? | 174° 115° | 1269°4 

25° | 23°5 | 120° 1491°3 
30? | 81°5 | 150° | 3581°0 | 


50° 92°0 | 200° 11689°0 


The table shows the boiling points of water at different pressures. Thus on the 
summit of Mont Blanc, where the average pressure is about 424 mm., water boils at 
844°. In a rarefied atmosphere water boils at even the ordinary temperature, but in 
evaporating it absorbs heat from the neighbouring parts, and therefore it becomes cold 
and may even freeze if the pressure does not exceed 4°6 mm., and especially if the vapour 
be rapidly absorbed as it is formed. Oil of vitriol, which absorbs the aqueous vapour, is 
used for this purpose. Thus ice may be obtained artificially at the ordinary temperature 
with the aid of an air-pump. This table of the tension of aqueous vapour also shows the 
temperature of water contained in a closed boiler if the pressure of the steam formed be 
known. Thus at a pressure of five atmospheres (a pressure of five times the ordinary 
atmospheric pressure—2.e., 5 x 760= 8,800 mm.) the temperature of the water would be 
152’. The table also shows the pressure produced ona given surface by steam on issuing 
froma boiler. Thus steam having a temperature of 152° exerts a pressure of 517 kilos.on a 
piston whose surface equals 100 sq. c.m., for the pressure of one atmosphere on one 
sq. c.m. equals 1,033 kilos., and steam at 152° has a pressure of five atmospheres. As 
a column of mercury 1 mm. high exerts a pressure of 1°35959 grams on a surface of 
1 sq. c.m., therefore the pressure of aqueous vapour at 0° corresponds with a pressure of 
6°25 grams per square centimetre. The pressures for all temperatures may be calculated 
in a similar way, and it will be found that at 100° it is equal to 1,083°28 grums. This 
means that if a cylinder be taken whose sectional area equals 1 sq. c.m., and if water be 
poured into it and it be closed by a piston weighing 1,033 grams, then on heating it in a 
vacuum to 100° no steam will be formed, because the steam cannot overcome the pressure 
of the piston; and if at 100° 534 units of heat be transmitted to each unit of weight of 
water, then the whole of the water will be converted into vapour having the same 
temperature; and so also for every other temperature. The question now arises, To 
what height does the piston rise under these circumstances ; that is, in other words, What 
is the volume occupied by the steam under a known pressure? For this we must know 
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the reactions of many other substances, that it is impossible to describe 
the majority of them at this early stage of chemical exposition. A fter- 
wards we shall become acquainted with many of them, but at present 
we shall only cite certain compounds formed by water. [n order to 
see clearly the nature of the various kinds of compounds formed by 


the weight of a cubic centimetre of steam at various temperatures. It has been shown by 
experiment that the density of steam, which does not saturate a space, varies very 
inconsiderably at ull possible pressures, and is nine times the density of hydrogen under 
similar conditions. Steam which saturates a space varies in density at different tem- 
peratures, but this difference is very small, and its average density with reference to air is 
0°64. We will employ this figure in our calculation, and will calculate what volume the 
steam occupies at 100°. One cubic centimetre of air at 0° and 760 mm. weighs 


0001293 gram, at 100° and under the same pressure it will weigh obec about 


1°368 

0:000946 gram, and consequently one cubic centimetre of steam whose density is 0°64 
will weigh 0°000605 gram at 100°, and therefore one gram of aqueous vapour will 
occupy a volume of about 1,653 c.c. Consequently, the piston in the cylinder of 
1 sq. c.m. sectional area, and in which the water occupied a height of 1 c.m., will be 
raised 1,653 c.m. on the conversion of this water into steam. This piston, as has been 
mentioned, weighs 1,088 grams, therefore the erternal work of the steam—that is, that 
work which the water does in its conversion into steam at 100°—is equal to lifting a piston 
weizhing 1,033 grams to a height of 1,653 c.m., or 17:07 kilogram-metres of work—1i.e., is 
capable of lifting 17 kilograms 1 metre, or 1 kilogram 17 metres. One gram of water 
tequires for its conversion into steam 534 gram units of heat or 0°534 kilogram units of 
heat - t.e., the quantity of heat absorbed in the evaporation of one gram of water is equal 
to the quantity of heat which is capable of heating 1 kilogram of water 0°534°. Each 
unit of heat, as has been shown by accurate experiment, is capable of doing 424 kilogram- 
metres of work. Therefore, in evaporating, one gram of water expends 424 x 0°534= 
(almost) 226 kilogram-metres of work. The external work was found to be only 
17 kilogram-metres, therefore 209 kilogram-imetres are expended in overcoming the 
internal cohesion of the aqueous particles, and consequently about 92 p.c. of the heat or 
work consumed goes in overcoming the internal cohesion. The following figures are 
thus calculated approximately :— 


Total work of External work of Internal 
Temperature evaporation in vapour in Work of vapour 
Kilogram -metres Kilogram-metres I 
9° 255 13 242 
150? 209 19 190 
200° 192 20 172 


Thus it will be remarked from this table that the work necessary for overcoming the 
internal cohesion of water in its passage into vapour decreases with the rise in tempera- 
ture; this is in connection with the decrease of cohesion with a rise in tempera- 
ture, and, in fact, the variations which take place in this case are very similar to those 
which are observed in the heights to which water rises in capillary tubes at different 
temperatures. It is evident, therefore, that the amount of external—or, as it is termed, 
useful—work which water can supply by its evaporation is very small compared with the 
amount which it expends in its conversion into vapour. 

In considering certain physico-mechanical properties of water, I had in view not only 
their importance for theory and practice, but also their purely chemical significance, for 
it ia evident from the above considerations that in even a physical change of state the 
greatest part of the work accomplished goes in overcoming cohesion, and that chemical 
cohesion, or affinity, is an enormous internal energy. 
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water we will begin with the most feeble, which are determined by 
purely mechanical superticial properties of the reacting substances. '? 
Water is mechanically attracted by many substances ; it adheres to 
their surfaces just as dust adheres to objects, and one polished glass 
adheres to another. Such attraction is termed ‘ moistening,’ ‘ soaking,’ or 
‘absorption of water.’ Thus water moistens clean glass and adheres to 
its surface, is absorbed by the soil, sand, and clay, and does not flow 
away from them but lodges itself between their particles. Similarly, 
water soaks into a sponge, cloth, hair, or paper, &c., but fat and greasy 
substances in general are not moistened. Attraction of this kind does 
not alter the physical or chemical properties of water. For instance, 
under these circumstances water, as is known from everyday experi- 
ence, may be expelled from objects by drying. Water which is in any 
way held mechanically may be dislodged by mechanical means, by fric- 
tion, pressure, centrifugal force, éc. Thus water is squeezed from wet 
cloth by pressure or centrifugal machines. But objects which in prac- 
tice are called dry (because they do not wet people’s hands) often still 
contain moisture, as may be proved by heating the object in a glass 
tube closed at one end. By placing a piece of paper, dry earth, or any 
similar object (especially porous substances) in such a glass tube, and 
heating that part of the tube where the object is situated, it will be 
remarked that water condenses on the cooler portions of the tube. The 
presence of such absorbed, or, as it is termed, ‘hygroscopic,’ water is 
generally best recognised in non-volatile substances by drying at 100°, 


12 When it is necessary to heat a considerable mass of liquid in different vessels, it 
would be very uneconomical to make use of metallic vessels and to construct a separate 
fire gyrate under each one; such cases are continually met with in practice. A considerable 
mass of water, for instance, may have to be heated for making solutions, or it may be 
required to expel volatile liquids from different vessels at intermittent periods; as, for 
instance, alcohol from partially fermented liquors, &c. In such cases one boiler or 
vessel containing water is made use of. Steam from this boiler is introduced into the 
liquid, or, in general, into the vessel which it is required to heat. The steam, in con- 
densing and passing into a liquid state, parts with its latent heat, and as this is very 
considerable a small quantity of steam will produce a considerable heating effect. If it 
be required, for instance, to heat 1,000 kilos. of water from 20° to 50°, which requires 
approximately 30,000 units of heat, steam heated to 100° is passed into the water from 
a boiler. Each kilogram of water at 50° contains about 50 units of heat, and each kilo- 
gram of steam at 100° contains 637 units of heat; therefore, each kilogram of steam in 
cooling to 50° gives up 587 units of heat, and consequently 52 kilos of steam are capable 
of accomplishing the required heating of 1,000 kilos. of water from 20° to 50°. Water is 
very often applied for heating in chemical practice. For this purpose metallic vessels 
or pans, called ‘ water-baths,’ are made use of. They are closed by a cover formed of 
concentric rings lying on each other. The objects—such as beakers, evaporating basins, 
retorts, &c.—containing liquids are placed on these rings,and the water in the bath is 
heated. The steam given off heats the bottom of the vessels to be heated, and thus 
accomplishes the evaporation or distillation or other required process. A water-bath 
may also be used for heating vessel directly immersed in the water. 
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or under the receiver of an air-pump and over substances which attract 
water chemically. By weighing a substance before and after drying, it 
is easy to determine the amount of hygroscopic water from the loss in 
weight.'3 Only in this case the amount of water must be judged with 


15 In order to dry any substance at about 100°—that is, at the boiling point of water 
(hygroscopic water passes off at this temperature)—an apparatus called a ‘ drying-oven ’ 
is employed. It consists of a double copper box; water is poured into the space 
between the internal and external boxes, and the oven is then heated over a stove or by 
any other means, or else steam from a boiler is passed between the walls of the two 
boxes. When the water boils, the temperature inside the inner box will be approximately 
100° C. .The substance to be dried is placed inside the oven, and the door is closed. 
Several holes are cut in the door to allow the free passage of air, which carries off the 
aqueous vapour by the chimney on the top of the oven. Often, however, desiccation is 
carried on in copper ovens heated directly over a lamp fig. 13). In this case any desired 


Fic. 13,—Drying oven, composed of brazed copper. It is heated by atamp. The object to be dried 
is plucet on the gauze inside the oven, The thermometer indicates the temperature. 


temperature may be obtained, which is determined by a thermometer fixed in a specinl 
orifice. There are substances which only part with their water at a much higher 
temperature than 100°, and then such air baths are very useful. In order to directly 
determine the amount of water in a substance which does not part with anything except 
water at a red heat, the substance is placed in a bulb tube. By first weighing the tube 
empty and then with the substance to be dried in it, the weight of the substance taken may 
be found. The tube is then connected on one side with a gas-holder full of air, which, on 
opening a stop-cock, passes first through a flask containing sulphuric acid, and then into 
a vessel containing lumps of pumice stone moistened with sulphuric acid. In passing 
through these vessels the air is thoroughly dried, having given up all its moisture to the 
sulphuric acid. Thus dry air will pass into the bulb tube, and as hygroscopic water is 
entirely given up from a substance in dry air at even the ordinary temperature, and still 
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care, because the loss in weight may sometimes proceed from the de- 
composition of the substance itself, with disengagement of gases or 
vapour. In making exact weighings the hygroscopic capacity of sub- 
stances—that is, their capacity to absorb moisture—must be continually 
kept in view, as otherwise the weight will be untrue from the presence 
of moisture. The quantity of moisture absorbed depends on the degree 
of moisture of the atmosphere (that is, on the tension of the aqueous 
vapour in it) in which a substance is situated. In an entirely dry 
atmosphere, or in a vacuum, the hygroscopic water is expelled, being 
converted into vapour ; therefore, if we have the means of drying gases 
(or a vacuum)—that is, of removing the aqueous vapour from them— 
objects impregnated with water may be entirely dried by placing them 
in such a desiccated atmosphere. The process is aided by heat, as it 
increases the tension of the aqueous vapour. Phosphoric anhydride (a 
white powder), liquid sulphuric acid, solid and porous calcium chloride, 
or the white powder of ignited copper sulphate are most generally 
employed in drying gases. They absorb the moisture contained in air 
and all gases to a considerable, but not unlimited, extent. Phosphoric 
anhydride and calcium chloride deliquesce, become damp, sulphuric acid 
changes from an oily thick liquid into a more mobile liquid, and ignited 
copper sulphate becomes blue ; after which changes these substances 
partly lose their capacity of holding water, and can, if it be in excess, 
even give up their water to the atmosphere. We may remark that the 
order in which these substances are placed above corresponds with the 
order in which they stand in respect to their capacity for absorbing 
moisture. Air dried by calcium chloride still contains a certain amount 
of moisture, which it can give up to sulphuric acid. The most com- 
plete desiccation takes place with phosphoric anhydride. Water is also 
removed from many substances by placing them in a basin over a vessel 
containing a substance absorbing water under a glass bell.'4 The 
bell, like the receiver of an air pump, should be hermetically closed. 


more rapidly on heating, the moisture given up by the substance in the tube will be 
carried off by the air passing through it. This damp air then passes through a U-shaped 
tube full of pieces of pumice stone moistened with sulphuric acid, which absorbs all the 
moisture given off from the substance in the bulb tube. Thus all the water expelled 
from the substance will collect in the U tube, and so, if this be weighed before and after, 
the difference will show the quantity of water expelled from the substance. If only water 
(and not any gases) come over, the increase of the weight of the U tube will be equal to 
the decrease in the weight of the bulb tube. 

4 Instead of under a glass bell, drying over sulphuric acid is often carried on in a 
desiccator composed of a wide-mouthed low glass vessel, closed by a well-fitting ground- 
glass stopper. Sulphuric acid is poured over the bottom of the desiccator, and the 
substance to be dried is placed on a glass stand above the acid. A lateral glass tube with 
a stop-cock is often fused into the desiccator in order to connect it with an air pump, and 
so allow drying under a diminished pressure, when the moisture evaporates more rapidly. 
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In this case desiccation takes place ; because sulphuric acid, for instance, 
first dries the air in the bell by absorbing its moisture, the substance 
to be dried then parts with its moisture to the dry air, from which it is 
again absorbed by the sulphuric acid, kc. Desiccation proceeds still 
better under the receiver of an air pump, for then the aqueous vapour 
is formed more quickly than in a bell full of air. 

From what has been said above, it is evident that the transference 
of moisture to gases and the absorption of hygroscopic moisture present 
great resemblance to, but still are not, chemical combinations with 
water. Water, when combined as hygroscopic water, does not lose 
its properties and does not form new substances.'® 

The attraction of water for substances which dissolve in it is of a 
different character. In the solution of substances in water there pro- 
ceeds a peculiar kind of indefinite combination ; there is formed a new 
homogeneous substance from the two substances taken. But here also 
the bond connecting the substances is very unstable. Water contain- 
ing different substances in solution boils at a temperature near to its 
usual boiling point, and acquires properties which are closely allied to 
the properties of water itself and of the substances dissolved in it. 
Thus, from the solution of substances which are lighter than water 
itself, there are obtained solutions of a less density than water—as, for 
example, in the solution of alcohol in water ; whilst a heavier sub- 
stance in dissolving in water gives it a higher specific gravity. Thus 
salt water is heavier than fresh.'® 

We will consider aqueous solutions somewhat fully, because, among 
other reasons, solutions are constantly being formed on the earth and 
in the waters of the earth, in plants and in animals, in chemical prac- 
tice and in the arts, and these solutions play an important part in 
the chemical transformations which are everywhere taking place, not 
only because water is everywhere met with, but chiefly because a sub- 
stance in sulution presents the most propitious conditions for the process 
of chemical changes, which require a mobility of parts and an intimate 

15 Chapuy, however, determined that in wetting 1 gram of charcoal with water 7 units 
of heat are evolved, and on pouring carbon bisulphide over 1 gram of charcoal as much 
as 24 units of heat are evolved. Alumina (1 gram), when moistened with water, evolves 
24 calories. This indicates that even in respect to evolution of heat moistening already 
presents a transition towards exothermal combinations (those evolving heat in their 
formation), like solutions. 

1% Strong acetic acid (C,H,O.,), whose specific gravity at 15° is 1:055, does not become 
lighter on the addition of water (a lighter substance, sp. gr.=0°999), but heavier, so that 
a solution of 40 parts of acetic acid and 20 parts of water has a specific gravity of 1°074, 
and even a solution of equal parts of acetic acid and water (50 p.c.) has a sp. gr. of 1065," 
which is still greater than that of acetic acid itself. This shows the high degree of con- 


traction which takes place on solution. In fact, solutions—and, in general, liquids—on 
mixing with water, decrease in volume. 
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contact. In dissolving, a solid substance acquires a mobility of parts, 
and a gas loses its elasticity, and therefore reactions often take place 
in solutions which do not proceed in the undissolved substances. Fur- 
ther, a substance, distributed in water, evidently breaks up (or ‘ disin- 
tegrates ')—-that is, becomes more like a gas and acquires a greater 
mobility of parts. All these considerations require that in describing 


(i 


Fic. 14. -Method of transfernng a gas into a cylinder filled with mercury and whose open end is im- 
mersed) under the mercury ina bath having two glass sides. The apparatus containing the gas is 
represented on the right. Its upper extremity is furnished with a tube extending under tbe 
cylinder, The lower part of the vessel communicates with a vertical tube. If mercury be poured 
into this tube, the pressure of the gas in the apnaratus is increased, and it passes through the gas- 
ecnducting tube into the cylinder, where it displaces the mercury, and can be measure or subjected 
to the action of absorbing agents, such as water. 


the properties of substances, particular attention should be paid to their 
relation to water as a solvent. 

Everybody knows that water dissolves many substances. Salt, 
sugar, alcohol, and a number of other substances, by dissolving in water 
form with it homogeneous liquids. To clearly show the solubility 
of gases in water a gas should be taken which has a high co-efficient 
of solubility—for instance, ammonia. This is introduced into a bell 
(or cylinder, as in fig. 14), which is previously filled with mercury 
and stands ina mercury bath. If water be then introduced into the 
cylinder, the mercury will rise, owing to the water dissolving the 
ammonia gas. If the column of mercury be less than the barometric 
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column, and if there be sufficient water to dissolve the gas, all the 
ammonia will be absorbed by the water. The water is introduced into 
the cylinder by a glass pipette, with a bent end. Its bent end is put 
into water, and the air is sucked out from the upper end. When full 
of water, its upper end is closed with the finger, and the bent end placed 
in the mercury bath under the orifice of the cylinder. The water will 
then be forced from the pipette by the atmospheric pressure, and will 
rise to the surface of the mercury in the cylinder owing to its lightness. 
The solubility of a gas like ammonia may be demonstrated by taking a 
flask full of the gas, and closed by a cork with a tube passing through 
it. On placing the tube under water, the water will rise into the flask 
(this may be accelerated by heating the flask), and begin to play like a 
fountain inside it. Both the rising of the mercury and the fountain 
clearly show the considerable affinity of water for ammonia gas, and the 
force acting in this dissolution is rendered evident. For both the homo- 
geneous intermixture of gases (diffusion) and the process of solution a 
certain period of time is required, which depends, not only on the sur- 
face of the participating substances, but also on their nature. This is 
seen from experiment. Prepared solutions of different substances 
heavier than water, such as salt or sugar, are poured into tall jars. 
Pure water is then most carefully poured into these jars (through a 
funnel) on to the top of the solutions, so as not to disturb the lower 
stratum, and the jars are then left undisturbed. The line of demarca- 
tion between the solution and the pure water will be visible, owing to 
their different co-etticients of refraction. Notwithstanding that the 
solutions taken are heavier than water, after some time complete inter- 
mixture will ensue. Gay-Lussac convinced himself of this fact by 
this particular experiment, which he conducted in the cellars under the 
Paris Astronomical Observatory. These cellars are well known as the 
locality where numerous interesting researches have been conducted, 
because, owing to their depth under ground, they have a uniform tem- 
perature during the whole year; the temperature does not change 
during the day, and this was indispensable for the experiments on the 
diffusion of solutions, in order that no doubt in their results should 
arise from a daily change of temperature (the experiment lasted several 
months), which would set up currents in the liquids and intermix their 
strata. Notwithstanding the uniformity of the temperature, the sub- 
stance in solution in time ascended into the water and distributed itself 
uniformly through it, proving that there exists between water and a 
substance dissolved in it a particular kind of attraction or striving for 
mutual interpenetration in opposition to the force of gravity. Further, 
this effort, or rate of diffusion, is different for salt or sugar or for 
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various other substances. Consequently, in solution there acta a 
peculiar force, as in actual chemical combinations, and solution is de- 
termined by a peculiar kind of movement (by the chemical energy of a 
substance) which is proper to the substance dissolved and to the sol- 
vent. 

Graham made a series of experiments similar to those above 
described, and he showed that the rate of diffusion'’ in water is very 
variable—-that is, a uniform distribution (under perfect rest, and with 
such an arrangement of the strata of the solutions that uniformity 
takes place in opposition to gravity) of a substance in the water dis- 
solving it is attained in different periods of time with different solutions. 
Graham compared diffusive capacity with volatility. There are sub- 
stances which diffuse easily, and there are others which diffuse with 
difficulty, just as there are more or less volatile substances. Seven 
hundred cubic centimetres of water was poured intoa jar, and by means 
of a syphon (ora pipette) 100 cub. centimetres of a solution containing 10 
grams of a substance was cautiously poured in soas to occupy the lower 
portion of the jar. After the lapse of several days, successive layers of 
50 cubic centimetres were taken from the top downwards, and the quan- 
tity of substance dissolved in the different layers determined. Thus, 
common table salt, after fourteen days, gave the following amounts (in 
milligrams) in the respective layers, beginning from the top: 104, 120, 
126, 198, 267, 340, 429, 535, 654, 766, 881, 991, 1,090, 1,187, and 2,266 
in the remainder ; whilst albumin in the same time gave, in the first 
seven layers, a very small amount, and beginning from the eighth layer, 
10, 15, 47, 113, 343, 855, 1,892, and in the remainder 6,725 milli- 
grams. Thus, the diffusive power of a solution depends on time and 
on the nature of the substance dissolved, which fact may serve, not only 
for the explanation of the process of solution, but also in distinguishing 
one substance from another. Graham showed that substances which 
rapidly diffuse through liquids are able to rapidly pass through mem- 
branes and crystallise, whilst substances which diffuse slowly and do not 
crystallise are colloids, that is, resemble glue, and penetrate through 


17 The researches of Graham, Fick, Nernst, and others showed that the quantity of a 
dissolved substance which is transmitted (rises) from one stratum of liquid to another in 
a vertical cylindrical vessel is not only proportional tothe time and to the sectional area 
of the cylinder, but also to the amount and nature of the substance dissolved in a stratum 
of liquid, so that each substance has its corresponding co-efficient of diffusion. The cause 
of the diffusion of solutions must be considered as essentially the same as the cause of 
the diffusion of gases—that is, as dependent on movements which are proper to their 
molecules; but here most probably those purely chemical, although feebly-developed, 
forces, which incline the substances dissolved to the formation of definite compounds, 


also play their part. 
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a membrane slowly, and form jellies; that is, occur in insoluble 
forms.'§ 


18 The rate of diffusion—like the rate of transmission—through membranes, or dialysis 
(which plays an important part in the vital processes of organisms and also in technical 
work), presents, according to the researches of Graham, a sharply-defined change in 
passing from such crystallisable substances as the majority of salts and acids to sub- 
stances which are capable of giving jellies (gum, gelatin, &c.). The former diffuse into 
solutions and pass through membranes much more rapidly than the latter, and Graham 
therefore distinguishes between crystalloids, which diffuse rapidly, and collvids, which 
diffuse slowly. On breaking solid colloids into pieces, a total absence of cleavage is 
remarked. The fracture of such substances is like that of glue or glass. It is termed a 
‘conchoidal’ fracture. Almost all the substances of which animal and vegetable bodies 
consist are colloids, and this is, at all events, partly the reason why animals and plants 
have such varied forms, which have no resemblance to the crystalline forms of the 
majority of mineral substances. The colloid solid substances in organisms—that is, in 
animals and plants—are usually soaked with water, and take most peculiar forms, of net- 
works, of granules, of hairs, of mucous, shapeless masses, &c., which are quite different 
from the forms taken by crystalline substances. When colloids separate out from solu- 
tions, or from a molten state, they present a form which is similar to that of the liquid 
from which they were formed. Glass may be taken as the best example of this. Colloida 
are distinguishable from crystalloids, not only by the absence of crystalline form, but by 
many other properties which admit of clearly distinguishing both these classes of solids, 
as was shown by the above-mentioned English scientific man, Graham. Nearly all 
colloids are capable of passing, under certain circumstances, from a soluble into an 
insoluble state. The best example is shown by white of eggs (albumin) in the raw and 
soluble form, and in the hard-boiled 
and insoluble form. The majority 
of colloids, on passing into an in- 
soluble form in the presence of 
water, give substances having a 
gelatinous appearance, which is 
familiar to every one in starch, 
solidified glue, jelly, &c. Thus a 
gelatin, or common carpenter’s ‘ —_ 
glue, when soaked in water, swells 
up into an insoluble jelly. If this 
jelly be heated, it melts, and is then 
soluble in water, but on cooling it 
again forms a jelly which is in- 
soluble in water. One of the pro- 


perties which distinguish colloids Fic. 15,—-Dialyser. Apparatus for tle separation of sub- 
stances which pass through a membrane from those 


from crystalloids is that the former = which do not. Description in text. 

pass very slowly through a mem- 

brane, whilst the latter penetrate very rapidly. This may be shown by taking a cylinder, 
open at both ends, and by covering its lower end with a bladder or with vegetable parch- 
ment (unsized paper immersed for two or three minutes in a mixture of sulphuric acid and 
half its volume of water, and then washed), or any other membranous substance (all such 
substances are themselves colloids in an insoluble form). The membrane must be firmly 
tied to the cylinder, so as not to leave any opening. Such an apparatus is called a 
dialyser (fig. 15), and the process of separation of crystalloids from colloids by means of 
such a membrane is termed dialysis. An aqueous solution of a crystalloid or colloid, 
or a mixture of both, is poured into the dialyser, which is then placed in a vessel con- 
taining water, so that the bottom of the membrane is covered with water. Then, after a 
certain period of time, the crystalloid passes through the membrane, whilst the colloid, 
if it does pass through at all, does so at an incomparably slower rate. The crystalloid 
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If it he desired to increase the rate of solution, recourse must 
be had to stirring, shaking, or some such mechanical movement, 
obliging the solution formed round the given substance to rise up- 
wards if the solution be heavier than water. But if once a uniform 
solution is formed, it will remain uniform if the temperature be 
uniform, no matter how heavy the dissolved substance is, or how long 
the solution be left at rest, which fact again shows the presence of a 
force holding together the particles of the body dissolved and of the 


solvent. !9 


naturally passes through into the water until the solution attains the same strength on 
both sides of the membrane. By replacing the outside water with fresh water, a fresh 
quantity of the crystalloid may be separated from the dialyser. While a crystalloid is 
passing through the membrane, a colloid remains almost entirely in the dialyser, and 
therefore a mixed solution of these two kinds of substances may be separated from each 
other by a dialyser. The study of the properties of colloids, and of the phenomena of 
their passage through membranes, should elucidate much respecting the phenomena 
which are accomplished in organisms. 

19 The formation of solutions may be considered in two aspects, from a physical and from 
a chemical point of view, and it is more evident in solutions than in any other department 
of chemistry that these provinces of natural science are allied together in a most intimate 
manner. On one hand solutions form a particular aspect of a physico-mechanical inter- 
penetration of homogeneous substances, and a juxtaposition of the molecules of the sub- 
stance dissolved and of the solvent, similar to the juxtaposition which is exhibited in 
homogeneous substances. From this point of view this diffusion of solutions is exactly 
similar to the diffusion of gases, with only this difference, that the nature and store of 
energy is different in gases from what it is in liquids, and that in liquids there is consider- 
able friction whilst in gases there is comparatively little. The penetration of a dissolved 
substance into water is likened to evaporation, and solution to the furmation of vapour. 
This resemblance was clearly expressed even by Graham. In recent years the Dutch 
chemist, Van’t Hoff, has developed this view of solutions in great detail, having shown (in 
a memoir in the Transactions of the Swedish Academy of Science, Part 21, No. 17, 
‘Lois de l’équilibre chimique dans ]’état dilué, gazeux au dissous,’ 1886), that for dilute 
solutions the osmotic pressure follows the same laws (of Boyle, Mariotte, Gay-Lussac, 
and Avogadro-Gerhardt) as for gases. : The osmotic pressure of a substance dissolved in 
water is determined by means of membranes which allow the passage of water, but not 
of a substance dissolved in it, through them. This property is found in animal proto- 
plasmic membranes and in porous substances covered with an amorphous precipitate 
such as is obtained by the action of copper sulphate on potassium ferrocyanide (Pffeifer 
Traube). If, for instance, a one p.c. solution of sugar be placed in such a vessel, 
which is then closed and placed in water, then the water passes through the walls 
of the vessel and increases the pressure by 50 mm. of the barometric column. If the 
pressure be artificially increased inside the vessel, then the water will be expelled 
through the walls. The osmotic pressure of dilute solutions determined in this manner 
(from observations made by Pffeifer and De Vries) was shown to follow the same laws 
as those of the pressure of gases; for instance, by doubling or increasing the quantity of 
a salt (in a given volume) 7 times, the pressure is doubled or increases 72 times. One of 
the extreme consequences of the resemblance of osmotic pressure to gaseous pressure 
is that the concentration of a uniform solution varies in parts which are heated or cooled. 
Soret (1881) indeed observed thata solution of copper sulphate containing 17 parts of 
the salt at 20° only contained 14 parts after heating the upper portion of the tube to 
80? for a long period of time. This aspect of solution, which is now being very carefully 
and fully worked out, may be called the physical side. Its other aspect is purely 
chemical, for solution does not take place between any two substances, but requires a 
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In the consideration of the process of solution, besides the con- 
ception of diffusion, another fundamental conception is necessary, 
namely, that of the satwration of solutions. 


special and particular attraction or affinity between them. A vapour or gas permeates 
into any other vapour or gas, but a salt which dissolves in water may not be in the least 
soluble in alcohol, and is quite insoluble in mercury. In considering solution as a mani- 
festation of chemical forces (and of chemical energy), it must be acknowledged that they 
are here developed to so feeble an extent that the definite compounds (that is, those 
formed according to the law of multiple proportions) which are formed between water 
and a soluble substance dissociate at even the ordinary temperature, forming a homo- 
geneous system—that is, one where both the compound and the products into which it 
decomposes (water and the aqueous compound) occur in a liquid state. The chief difti- 
culty in the comprehension of solutions depends on the fact that the mechanical theory 
of the structure of liquids has not yet been so fully developed as the theory of gases, and . 
solutions are liquids. The conception of solutions as liquid dissociated definite chemical 
compounds is based on the following considerations: (1) that there exist certain undoubt- 
edly definite chemical crystalline compounds (such as H_SO,, H,O; or NaCl, 10H,O; or 
CaCl», 6H20; &c.) which melt on a certain rise of temperature, and then form real solu- 
tions; (2) that metallic alloys in a molten condition are real solutions, but on cooling they 
often give entirely distinct and definite crystalline compounds, which are recognised by 
the properties of alloys; (8) that between the solvent and the substance dissolved there 
are formed, in a number of cases, many undoubtedly definite compounds, such as com- 
pounds with water of crystallisation ; (4) that the physical properties of solutions, and 
especially their specific gravities (a property which is very accurately observable), vary 
with a change in composition, and in such a manner as the formation of one or several 
definite but dissociating compounds would require. Thus, for example, on adding 
water to fuming sulphuric acid its density is observed to decreage until it attains the 
definite composition H,SQ,, or SO;+ H,0O, when the specific gravity increases, although 
on further diluting with water it again falls. Further (Mendeléeff, The Investigation of 
Aqueous Solutions from their Specific Gravities, 1887), the increase in specific gravity 
(ds), with the augmentation (dp) of the percentage amount of a substance dissolved, 
varies in all well-known solutions with the percentage amount of the substance dissolved, 


so that a rectilinear dependence is obtained (i.e., He = A + Bp) between the limits of 


definite compounds which must be acknowledged to exist in solutions; this would be 
expected to be the case from the dissociation hypothesis. So, for instance, from H.SO, 
to H,SO,+ H,O (both these substances exist as definite compounds in a free state), the 


fraction . = 0°0729 — 0°000749p (where p is the percentage amount of H,SQ,). For 


alcohol C.H,0, whose aqueous solutions have been more accurately investigated than all 
others, three definite compounds must be acknowledged in its solutions, C,H,O + 12H,0, 
C,H,0 + 8H,,0, and 8C.H,O + H,0O. 

The two aspects of solution above mentioned, and the hypotheses which have as yet 
been applied to the examination of solutions, although they have partially different 
starting points, yet will doubtless in time lead to a general theory of solutions, because 
the same common laws govern both physical and chemical phenomena, inasmuch as the 
properties and movements of molecules, which determine physical properties, are depend- 
ent on the movements and properties of atoms, which determine chemical mutual actions. 
For details of the questions dealing with the theories of solution recourse must now be 
had to special memoirs and to works on theoretical (physical) chemistry ; for this subject 
forms one of special interest at the present epoch of the development of our science. 
In working out chiefly the chemical side of solutions I consider it to be necessary to 
reconcile the two aspects of the question; this seems to me to be all the more possible, 
as the physical side is limited to dilute solutions only, whilst the chemical side deals 
mainly with strong solutions. 
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Just as damp air may be added to any quantity of dry air it be 
desired, so also a solvent liquid may he taken in an indefinitely large 
quantity and yet a uniform solution will be obtained. But more than 
a definite quantity of aqueous vapour cannot he introduced into a 
certain volume of air at a certain temperature. The excess above the 
point of saturation will remain in the liquid form.?° The relation 
between water and substances dissolved in it is similar. More than a 
definite quantity of a substance cannot, at a certain temperature, dis- 
solve in a given quantity of water ; the excess does not unite with the 
water. Just as air or a gas becomes saturated with vapour, so water 
becomes saturated with a substance dissolved in it. If an excess of a 


-0 A juxtaposition of (chemically or physically) reacting substances taken in various 
states—for instance, some solid, others liquid or gaseous—is termed a heterogeneous system. 
Up to now it is only systems of this kind which can be subjected to detailed examination 
in the sense of the mechanical theory of heat. Solutions present liquid homogeneous 
systems, which as yet are subjected to investigation with difficulty. 

In the case of limited solution of liquids in liquids, the difference between the solvent 
and the substance dissolved is clearly seen. The former (that is, the solvent) may be 
added in an unlimited quantity, and yet the solution obtained will always be uniform, 
whilst of the substance dissolved there can only be taken a definite saturating propor- 
tion. We will take water and common (sulphuric) ether. On shaking the ether with the 
water it will be remarked that a portion of it dissolves in the water, forming a solution. 
If the ether be taken in such a quantity that it saturates the water and a portion of it 
remains undissolved, then this remaining portion will act as a solvent, and water will 
diffuse through it and also form a saturated solution of water in the ether taken. Thus 
two saturated solutions will be obtained. One solution will contain ether dissolved in 
water, and the other solution will contain water dissolved in ether. These two solutions 
will arrange themselves in two layers, according to their density; the ethereal solution 
of water will be on the top, as the lightest, and the aqueous solution of ether at the 
bottom, as the heaviest. If the upper ethereal solution be poured off from the aqueous 
solution, any quant-ty of ether may be added to it; this shows that the dissolving sub- 
stance is ether. If water be added to it, it is no longer dissolved in it; this shows that 
water saturates the ether—here water is the substance dissolved. If we act in the same 
manner with the lower layer, we shall find that water is the solvent and ether the sub- 
stance dissolved. By taking different amounts of ether and water, the degree of 
solubility of ether in water, and of water in ether, may be easily determined. Thus, for 
example, in the above case it is found that water approximately dissolves ;\; of its 
volume of ether, and ether dissolves a very small quantity of water. Let us imagine that the 
liquid poured in dissolves a considerable amount of water, and that water dissolves a 
considerable amount of the liquid. For instance, let us imagine that the saturation of 
100 parts of water require 80 parts of the liquid, and that 100 parts of the liquid would 
require 125 parts of water for its saturation. What would then take place if the liquid 
be poured in water 2? Two lavers could not be formed, because the saturated solutions 
would resemble each other, and therefore they would interimix in all proportions. 
Indeed, in the saturated aqueous solution there would be 0'8 parts of the hquid taken to 
1 part of water, and in the solution of water in the liquid taken there would be on 
saturation 1 part of water to 0’8 parts of the liquid. There would be no line of demarca- 
tion between the layers of the hquids, or, in other words, they would intermix in all 
proportions. This is, consequently, a case of a phenomena where two liquids present 
considerable co-efticients of solubility in each other, but where it is impossible to say what 
these co-efticients are, because it is impossible to obtain a saturated solution. 


ON WATER AND ITS COMPOUNDS 67 


substance be added to water which is already saturated with it, it will 
remain in its original state, and will not spread through the water. The 
quantity of a substance 
(either by volume with 
gases, or by weight with 
solids and liquids) which is 
capable of saturating 100 
parts of water is called the 
co-efficient of solubility or 
the solubility. In 100 grams 
of water at 15°, there can 
be dissolved not more than 
35°86 grams of common 
salt. Consequently, its 
solubility at 15° is equal 
to 35°86.2! It is most 


eo 


<b 


41 The solubility, or co-efficient 
of solubility, of a substance is de- 
termined by various methods. 
Either asolution is expressly pre- 
pared with a clear excess of the 
soluble substance and saturated 
at a given temperature, and the 
quantity of water and of the sub- 
stance dissolved in it determined 
by evaporation, desiccation, or 
other means; or else, us is done 
with gases, known quantities of 
water and of the soluble sub- 
stance are taken, and the amount 
remaining undissolved is deter- 
mined, 

The solubility of a gas in water 
is determined by means of an ap- 
paratus called an = absorptio- 
meter (fig. 16). It consists of an 
iron stand f, on which an india-rub- 
ber ring rests. A wide glass tube 
is pla-ed on this ring, and is pres- 
sed down on it by the ring k and 
the screws 22. The tube is thus 
firmly fixed on the stand. A cock 
r, communicating with a funnel r, 
passes into the lower part of the 
stand. Mercury can be poured 
into the wide tube through this 
funnel, which is therefore made 
of steel, as copper would be 
affected by the mercury. The Pls. 16.—Bunsen’s absorptiometer. Apparatus for deter. 


2 : : . mining the solubility of gases in liquids. 
upper ring h is furnished with a 
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important to turn attention to the existence of the solid insoluble 
substances of nature, because on them depends the shape of the 


cover p, which can be firmly pressed down on to the wide tube, and hermetically closes it 
by means of an india-rubber ring. The tube 77 can be raised at will, and so by pouring mer- 
cury into the funnel the height of the column of mercury, which produces pressure inside 
the apparatus, can be increased. The pressure can also be diminished at will, by letting 
mercury out through the cock 7. A graduated tube e, containing the gas and liquid to be 
experimented on, is placed inside the wide tube. This tube is graduated in millimetres 
for determining the pressure, and it is calibrated for volumes, so that the number of 
volumes occupied by the gas and liquid dissolving it can be easily calculated. This tube 
can also be easily removed from the apparatus. To the right of the figure, the lower 
portion of this tube when removed from the apparatus is shown. It will be observed 
that its lower end is furnished with a male screw J, fitting in a nut @. The lower 
surface of the nut a is covered with india-rubber, so that on screwing up the tube its 
lower end presses upon the india-rubber, and thus hermetically closes the whole tube, for 
its upper end is fused up. The nuta is furnished with arms cc, and in the stand f 
there are corresponding spaces, so that when the screwed-up internal tube is fixed into 
stand f, the arms cc fix into these spaces cut in f. This enables the internal tube to be 
fixed o» to the stand f. When the internal tube is fixed in the stand, the wide tube is put 
into its right position, and mercury and water are poured into the space between the two 
tubes, and communication is opened between the inside of the tube e and the mercury 
between the interior and exterior tubes. This is done by either revolving the interior 
tube e, or by a key turning the nut about the bottom part of f. The tube e is filled with 
gas and water as follows: the tube is removed from the apparatus, filled with mercury, 
and the gas to be experimented on is passed into it. The volume of the gar is measured, 
the temperature and pressure determined, and the volume it would occupy at 0° and 
760 mm. calculated. A known volume of water is then introduced into the tube. The 
water must be previously boiled, so as to be quite freed from air in solution. The tube is 
then closed by screwing it down on to the india-rubber on the nut. It is then fixed on to 
the stand f, mercury and water are poured into the intervening space between it and the 
exterior tube, which is then screwed up and closed by the cover p, and the whole 
apparatus is left at rest for some time, so that the tube e, and the gas in it, may attain the 
same temperature as that of the surrounding water, which is marked by a thermometer 
k tied to the tube ¢«. The interior tube is then again closed by revolving it in the nut, 
the cover p again shut, and the whole apparatus is shaken in order that the gas in the 
tube ¢ may entirely saturate the water. After several shakings, the tube e is again 
opened by revolving it in the nut, and the apparatus is left at rest for a certain time; it is 
then closed and again shaken, and so on until the volume of gas does not diminish after 
a fresh shaking—that is, until saturation ensues. Observations are then made of the 
temperature, the height of the mercury in the interior tube, and the level of the water in 
it, and also of the level of the mercury and water in the exterior tube. All these data 
are necessary in order to calculate the pressure under which the solution of the gas takes 
place, and what volume of gas remains undissolved, and also the quantity of water which 
serves as the solvent. By varying the temperature of the surrounding water, the amount 
of gas dissolved at various temperatures may be determined. Bunsen, Carius, and 
many others determined the solution of various gases in water, alcohol, and certain 
other liquids, by means of this apparatus. If in a determination of this kind it is found 
that 2 cubic centimetres of water at a pressure /: dissolve m cubic centimetres of a 
given gas, measured at 0° and 760 mm., when the temperature under which solution 
took place was ¢° and pressure h mm., then it follows that at the temperature ¢ the 
m , 760. 
n ih 

This formula is very clearly understood from the fact that the co-efficient of solubility 
of gases is that quantity measured at 0° and 760 mm., which is absorbed at a pressure 


co-efficient of solubility of the gas in 1 volume of the liquid will be equal to 
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substance of the earth’s surface, and of plants and animals. There 
isso much water on the earth’s surface, that were the surface of sub- 
stances formed of soluble matters it would constantly change, and 
however substantial their forms might be, mountains, river banks and 
sea shores, plants and animals, or the habitations and coverings of men, 
could not exist for any length of time.? 


of 760 mm. by one volume of a liquid. If nm cubic centimetres of water absorb m cubic 
centimetres of a gas, then one cubic centimetre absorbs ~. If = c.c. of a gas are ab- 
sorbed under a pressure of kh mm., then, according to the law of the variation of 
solubility of a gas with the pressure, there would be dissolved, under a pressure of 


mn 


760 mm., a quantity varying in the same ratio to — as 760: h. In determining the — 


residual volume of gas its moisture (note 1) must a taken into consideration. 
Below are given the number of grams of several substances saturating 100 grams of 
water—that is, their co-efficients of solubility by mane at three different mon eee — 


= fe Ee ee ee ee oS — 


— At 0° At 20° At 100° 
= : : 
Oxygen, O, | yah — 
Gases ! Carbonic anhydride, COs . : wre vy —~ 
Ammonia, NH; 90°0 51'8 73 
! Phenol, C.H,O . : 49 5°2 oa) 
Liquids - Amy] alcohol, C.,.H,,.O 4°4 29 — 
| Sulphuric acid, H.SO, oa) oO , fo a) 
| Gypsum, CaSO, ,2H.0 . } , t 
Alum, AIKS,0, ; "19H. O.. ‘ 3°3 15°4 857'°5 
Solids « Anhydrous sodium sulphate, Na,SO, <i 4°5 20 48 
| Common Salt, NaCl . .; 857 36°0 39°7 
Nitre, KNO, : ; ‘ ' : 13°3 $317 246°0 


Sometimes a substance is so slightly soluble that it may be considered as insoluble. 
Many such substances are met with both in solids and liquids, and such a gas as oxygen, 
although it does dissolve, does so in so small a proportion by weight that it might be 
considered as zero did not the solubility of even so little oxygen play an important part 
in nature (as in the respiration of fishes) and were not an infinitesimal quantity of a gas 
by weight so easily measured by volume. The sign ©, which stands on a line with sul- 
phuric acid in the above table, indicates that it intermixes with water in all proportions. 
There are many such cases among liquids, and everybody knows, for instance, that spirit 
(absolute alcohol) can be mixed in any proportion with water. Common corn spirit 
(vodky) is a mixture of about fifty parts by weight of pure spirit to 100 parts by weight 
of water. 

7 Just as the existence must be admitted of substances which are completely un- 
decomposable (chemically) at the ordinary temperature—for there are substances which 
are entirely non-volatile at such a temperature (as wood and gold), although capable of 
decom posing (wood) or volatilising (gold) at a higher temperature— so also the existence 
must be admitted of substances which are totally insoluble in water without some degree 
of change in their state. Although mercury is partially volatile at the ordinary tem- 
perature, there is no reason to think that it and other metals are soluble in water, alcohol, 
or other similar liquids. However, mercury forms solutions, as it dissolves other metals. 
On the other hand, there are many substances found in nature which are so very 
slightly soluble in water, that in ordinary practice they may be considered as insoluble 
(for example, barium sulphate). For the comprehension of that general plan according to 
which a change of state of substances (combined or dissolved, solid, liquid, or gaseous) 
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Substances which are easily soluble in water bear a certain resem- 
blance to it. Thus sugar and salt in many of their superticial features 
remind one of ice. Metals, which are not soluble in water, have no 
points in common with it, whilst on the other hand they dissolve each 
other in a molten state, forming alloys, just as oily substances dissolve 
each other ; for example, tallow is soluble in petroleum and in olive oil, 
although they are all insoluble in water. From this it is evident that 
the analogy of substances forming a solution plays an important part, 
and as aqueous and a]l other solutions are liquids, there is good reason to 
believe that in the process of solution solid and gaseous substances 
change in a physical sense, passing into a liquid state. These con- 
siderations elucidate many points of solution—as, for instance, the vari- 
ation of the co-efficient of solubility with the temperature and the evo- 
lution or absorption of heat in the formation of solutions. 

The solubility—-that is, thé quantity of a substance necessary for 
saturation—-raries with the temperature, and, further, with an increase 
in temperature the solubility of solid substances generally increases, and 
that of gases decreases ; this might be expected, as solid substances by 
heating, and yases by cooling, approach to a liquid or dissolved state.?% 
A graphic method is often employed to express the variation of solu- 
bility with temperature. On the axes of abscissw or on a horizontal 
line, temperatures arc marked out and perpendiculars are raised corre- 
sponding with each temperature, whose length is determined by the 
solubility of the salt at that temperature —-expressing, for instance, one 
part by weight of a salt in 100 parts of water by one unit of length, 
such as a millimetre. By joining the summits of the perpendiculars, 
a curve is obtained which expresses the degree of solubility at different’ 
temperatures. For solids, the curve is generally an ascending one—t.e., 
recedes from the horizontal line with the rise in temperature. These 
curves clearly show by their inclination the degree of rapidity of increase 
in solubility with the temperature. Having determined several points 


takes place, it is very important to make a distinction at this boundary line (on approach- 
ing zero of decomposition, volatility, or solubility) between an insignificant amount and 
zero, but the present methods of research and the data at our disposal at the present 
time do not yet touch such questions. It must be remarked, besides, that water in a 
number of cases does not dissolve a substance as such, but acts on it chemically and forms 
a soluble substance. Thus glass and many rocks, especially if taken as powder, are 
chemically changed by water, but are not directly soluble in it. 

% Beilby (1883) experimented on paraffin, and found that one cubic decimetre of solid 
paraffin at 21° weighed 874 grams, and when liquid, at its melting-point 38°, 783 grams, at 
49°,775 grams, and at 60°, 767 grams, from which the weight of a litre of liquefied paraffin 
would be 795°4 grams at 21° if it could remain liquid at that temperature. By dissolving 
solid paraffin in lubricating oil at 21° Beilby found that 795°6 grams occupy one cubic 
decimetre, from which he concluded that the solution contained liquefied paraffin. 
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of a curve—that is, having made a determination of the solubility for 
several temperatures—the solubility at intermediary temperatures may 
be determined from the sinuosity and form of the curve so formed ; in 
this way the empirical law of solubility may be followed.?4 The results of 
research have shown that the solubility of certain salts—as, for example, 
common table salt—varies comparatively little with the temperature ; 
whilst for other substances the solubility increases by equal amounts for 
equal increments of temperature. So, for example, for the saturation of 


44 Gay-Lussac was the first to have recourse to such a graphic method of expressing 
solubility, and he considered, in accordance with the general opinion, that by joining up 
the summits of the ordinates in one harmonious curve it is possible to express the entire 
change of solubility with the temperature. Now, there are many reasons for doubting 
the accuracy of such an admission, for there undoubtedly are critical points in curves of 
solubility (for example, of sodium sulphate, as shown further on), and it may be that 
definite compounds of dissolved substances with water, in decomposing within known 
limits of temperature, yive critical points more often than would be imagined; it may 
even be, indeed, that instead of a continuous curve, solubility should be expressed—if 
not always, then not unfrequently—by straight or broken lines. According to Ditte, the 
solubility of sodium nitrate, NaNOs, is expressed by the following figures per 100 parts of 
water :— 

0° 4° 10° 15° 21° 2n° 36° 51° 68° 
66°7 71°0 76°83 80°6 85°7 92°9 90°4 13°6 125°1 

According to my opinion (1881), these data should be expressed with exactitude by a 
straight line, 67°5 + 0°87, which entirely agrees with the results of experiment. Accord- 
ing to this the figure expressing the solubility of the salt at 0° exactly coincides with 
the composition of a definite chemical compound—NaNOs,7H,O. The experiments 
made by Ditte showed that all saturated solutions between 0° and—15°7° have such a 
composition, and that at the latter temperature the solution completely solidifies into one 
homogeneous whole. Ditte shows, in the first place, that the solubility of sodium nitrate 
is expressed by a broken straight line, and, in the second place, confirms the idea, 
which I had already traced, that in solutions we have definite chemical compounds in a 
state of dissociation. In recent times (1488) Etard discovered a similar phenomenon in 
many of the sulphates. Brandes, in 1830, shows a diminution in solubility below 100° 
for manganese sulphate. The percentage by weight (7.e., per 100 parts of the solution, and 
not of water) of saturation for ferrous sulphate, FeSO,, from — 2° to + 65° = 13°5 + O'8784t— 
that is, the solubility of the salt increases. The solubility remains constant from 65° to 
98° (according to Brandes the solubility then increases; this divergence of opinion 
requires proof), and from 98° to 150° it falls as =104'35—0°6685¢. Hence, at about 
+ 156° the solubility should =0, and this has been confirmed by experiment. I observe, 
on my side, that Etard’s formula gives 38°1 p.c. of salt at 65° and 38°8 p.c. at 92°, and this 
maximum amount of salt in the solution very nearly corresponds with the composition 
FeSO,,14H,0, which requires 37:6 p.c. Thus, in this case, as in that of sodium nitrate, 
the formation of a definite solution may be presupposed. From what has been said, it is 
evident that the data concerning solubility require a new method of investigation, which, 
in the first place, should have in view the entire scale of eolubility—from the formation 
of completely solidified solutions (cryohydrates, which we shall speak of presently) to the 
separation of salts from their solutions, if this is accomplished at a higher temperature 
(for manganese and cadmium sulphates there is an entire separation, according to Etard), 
or to the formation of a constant solubility (for potassium sulphate the solubility, accord - 
ing to Etard, remains constant from 168° to 220° and equals 24°9 p.c.); and, in the second 
place, should endeavour to apply the conception of definite compounds existing in solu- 
tions to constant and critical solutions, corresponding with a maximum of solubility or 
of its limits. From these aspects solution should present a new and particular interest. 
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100 parts of water by potassium chloride there is required at 0°, 29-2 
parts, at 20°, 34°7, at 40°, 40-2, at 60°, 45-7 ; and so on, for every 10° 
the solubility increases by 2°75 parts by weight of the salt. Therefore 
the solybility of potassium chloride in water may be expressed by a 
direct equation : a=29-2 + 0-275t, where a represents the solubility at ¢’. 
For other salts, more complicated equations are required. For example, 
for nitre: a=13°34+0°574¢+0-017170? + 0:000003623, which shows 
that when ¢=0° a=13°3, when ¢=10° a=20°8, and when t=100° 
a= 246-0. 

Curves of solubility give the means of judging with accuracy the 
amount of a salt separated by the cooling to a known extent of a 
solution saturated at a given temperature. For instance, if 200 parts 
of a solution of potassium chloride in water saturated at a temperature 
of 60° be taken, and it be asked how much of the salt will be separated 
by cooling the solution to 0°, if its solubility at 60°=45:7 and at 
0°=29:27 The answer is obtained in the following manner: At 60° a 
saturated solution contains 45:7 parts of potassium chloride per 100 
parts by weight of water, consequently 145-7 parts by weight of the 
solution contains 45-7 parts, or, by proportion, 200 parts by weight of 
the solution contains 62-7 parts of the salt. The amount of salt 
remaining in solution at 0° is calculated as follows: In 200 grams 
taken there will be 137°3 grams of water ; consequently, this amount of 
water is capable of holding only 40-1] grams of the salt, and therefore 
in lowering the temperature from 60° to 0° there should separate from 
the solution 62-7 — 40°1=22°6 grams of the dissolved salt. 

The difference in the solubility of salts, &c., with a rise or fall of 
temperature is often taken advantage of, especially in technical 
work, for the separation of salts in intermixture from each other. 
Thus a mixture of potassium and sodium chlorides (this mixture is met 
with in nature at Stassfurt) is separated from a saturated solution by 
subjecting it alternately to boiling (evaporation) and cooling. The 
sodium chloride separates out in proportion to the amount of water 
expelled from the solution by boiling, and is removed, whilst the 
potassium chloride separates out on cooling, as the solubility of this 

salt rapidly decreases with a lowering in temperature. Nitre, sugar, and 
many other soluble substances are purified (refined) in a similar 
manner. 

Although in the majority of cases the solubility of solids increases 
with the temperature, yet just as there are substances whose volume 
diminishes with a rise in temperature (for example, water from 0° to 
4°), so there are not a few solid substances whose solubilities fall on 
heating. Glauber’s salt, or sodium sulphate, historically forms a particu- 
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larly instructive example of the case in question. If this salt be taken 
in an ignited state (deprived of its water of crystallisation), then its 
solubility in 100 parts of water varies with the temperature in the 
following manner : at 0°, 5 parts of the salt form a saturated solution ; 
at 20°, 20 parts of the salt, at 33° more than 50 parts. As will be 
seen, the solubility increases with the temperature, as is the case 
with nearly all salts ; but starting from 33° it suddenly diminishes, 
and at a temperature of 40°, there dissolves less than 50 parts of 
the salt, at 60° only 45 parts of the salt, and at 100° about 43 
_ parts of the salt in 100 parts of water. This phenomenon may be 
traced to the following facts: Firstly, that this salt forms various 
compounds with water, as will be afterwards explained ; secondly, 
that at 33° the compound Na,SO,+10H,O formed from the solu- 
tion at lower temperatures, melts ; and thirdly, that on evaporation 
at a temperature above 33° there separates out an anhydrous salt, 
Na,SOQ,. It will be seen from this example how complicated such a 
seemingly simple phenomenon as solution really is ; and all data con- 
cerning solutions lead to the same conclusion. This complexity becomes 
evident in investigating the heat of solution. If solution consisted of 
a physical change only, then in the solution of gases there would be 
evolved—and in the solution of solids, there would be absorbed—so 
much heat as answers to the change of state ; but in reality a large 
amount of heat is always evolved in solution, depending on the fact 
that in the process of solution there is accomplished an act of chemical 
combination, accompanied by an evolution of heat. Seventeen grams of 
ammonia (this weight corresponds with its formula NH), in passing 
from a gaseous into a liquid state, evolve 4,400 units of heat (latent 
heat) ; that is, the quantity of heat necessary to raise the temperature 
of 4,400 grams of water 1°. The same quantity of ammonia, in dissolv- 
ing in an excess of water, evolves twice as much heat—namely 8,800 
units—showing that the combination with water is accompanied by the 
evolution of 4,400 units of heat. Further, the chief part of this heat 
is separated in dissolving in small quantities of water, so that 17 grams 
of ammonia, in dissolving in 18 grams of water (this weight corre- 
sponds with its composition H,O), evolve 7,535 units of heat, and there- 
fore the formation of the solution NH,+H,O evolves 3,135 units of 
heat beyond that due to the change of state. As in the solution of 
gases, the heat of liquefaction (of physical change of state) and of chem1- 
cal combination with water are both positive (+), therefore in the 
solution of gases in water a heat effect is always observed. This pheno- 
menon is different in the solution of solid substances, because their 
passage from a solid to a liquid state is accompanied by an absorption 
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of heat (negative, — heat), whilst their cheinical combination with water 
is accompanied by an evolution of heat (+ heat) ; consequently, their 
sum may either be a cooling effect, when the positive (chemical) portion 
of heat is less than the negative (physical), or it may be, on the 
contrary, a heating effect. This is actually the case. 124 grams of 
sodium thiosulphate (employed in photography) Na,S,O3,09H,O in 
melting (at 48°) absorbs 9,700 units of heat, but in dissolving in a large 
quantity of water at the ordinary temperature it absorbs 5,700 units of 
heat, which shows the evolution of heat (about + 4,000 units), not- 
withstanding the cooling etfect observed in the process of solution, in 
the act of the chemical combination of the salt with water.2> But in 


5 The latent heat of fusion is determined atthe temperature of fusion, whilst solution 
takes place at the ordinary temperature, and one must think that at this temperature 
the latent heat would be different, just as the latent heat of evaporation varies with the 
temperature (see note 11, p. 52). Besides which, in solution there occurs a disunion (dis- 
integration) of the particles of both the solvent and the substance dissolved, which in its 
mechanical aspect resembles evaporation, and which therefore must consume much 
heat. The heat emitted during the solution of a solid must be therefore considered 
(Personne) as composed of three factors—(1) positive, the effect of combination; (2) 
negative, the effect of transference into a liquid state; and (3) negative, the effect of dis- 
integration. In the solution of a liquid by a liquid the second factor is removed; and 
therefore if the heat evolved in combination is greater than that absorbed in disintegra- 
tion a heating effect is observed, and in the reverse case a cooling effect; and, indeed, 
sulphuric acid, alcohol, and many liquids evolve heat in dissolving in each other. But the 
solution of chloroform in carbon bisulphide (Bussy and Binget), or of phenol (or aniline) 
in water (Alexéeff), produces cold. In the solution of a small quantity of water in acetic 
acid (Abasheff), or hydrocyanic acid (Bussy and Binget), or amyl! alcohol (Alexéeff), cold 
is produced, whilst in the solution of these substances in an excess of water heat is 
evolved. 

The fullest information concerning the solution of liquids in liquids has been 
gathered by W. T. Alexéeff (1883-1885), still these data are far from being sufficient to 
resolve the mass of problems respecting this subject. He showed that two liquids which 
dissolve in each other, intermix together in all proportions at a certain temperature. 
Thus the solubility of phenol, C,;,H,O, in water, and the converse, is limited up to 
70°, whilst above this temperature they intermix in all’ proportions. This is seen 
from the following figures, where p is the percentage amount of phenol and ¢ the 
temperature at which the solution becomes cloudy—that is, that at which it is satu- 
rated :— 


p=T12 10°20 15°31 26°15 24°55 36°70 48°86 61°15 71:97 

t=1° 45° 60° 67° 67° 67° 65° 53° 20° 

It is exactly the same in the solution of benzene, aniline, and other substances in 
molten sulphur. Alexéeff discovered a similar complete intermixture for solutions of 
secondary butyl! alcohol in water at about 107°; at lower temperatures the solubility is 
not only limited, but between 50° and 70° it is at its minimum, both for solutions of the 
alcohol in water and for water in the alcohol; and at a temperature of 5° both solutions 
exhibit a fresh change in their scale of solubility, so that a solution of the alcohol in 
water which is saturated between 5° and 40° will become cloudy when heated to 60°. 
In the solution of liquids in liquids, Alexéeff observed a lowering in temperature (an 
absorption of heat) and an absence of change in specific heat (calculated for the mixture) 
much more frequently than had been done by previous observers. As regards his affir- 
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most cases solid substances in dissolving in water evolve heat, notwith- 
standing the passage into a liquid state, which indicates so considerable 
an evolution of (+) heat in the act of combination with water that it 
exceeds the absorption of (—) heat dependent on the passage into a 
liquid state. Thus, for instance, calcium chloride, CaCl,, magnesium 
sulphate, MgSO,, and many other salts in dissolving evolve heat ; for 
example, 60 grams of magnesium sulphate evolves about 10,000 units 
of heat. Therefore, in the solution of solid bodies there is produced 
either a cooling 7° or a heating *’ effect, according to the difference of 
the reacting affinities. When they are considerable—that is, when 
water is with difficulty separated from the resultant solution, and only 
with a rise of temperature (such substances absorb water)—then 
much heat is evolved in the process of solution, just as. in many 
reactions of direct combination, and therefore a considerable heating of 
the solution is observed. Of such a kind, for instance, is the solution 


mation (in the sense of a mechanical and not a chemical represeutation of solutions) that 
substances in solutions preserve their physical states (as gases, liquids, or solids), it is 
very doubtful, for it would necessitate admitting the presence of ice in water or its 
vapour. His theory starts ffom an unsupported hypothesis—which is, however, held by 
many—that the sizes (weights) of the molecules of one and the same substance are very 
different in different physical states. At present the weight of gaseous molecules is 
determined frum the freezing of solutions (see later), and therefore it must either be 
admitted that solutions contain gaseous molecules or else that the weight of liquid 
molecules is the same as that of gaseous molecules, which is far simpler and more 
probable. 

From what has been said above, it will be clear that even in so very simple a case as 
solution, it is impossible to calculate the heat emitted by chemical action alone, and that 
the chemical process cannot be separated from the physical and mechanical. 

%6 The cooling effect produced in the solution of solids (and also in the expansion of 
gases and in evaporation) is applied to the production of low temperatures. Ammo- 
nium nitrate is very often used for this purpose; in dissolving in water it absorbs 77 
units of heat per each part by weight. On evaporating the solution thus formed, the 
solid salt is re-obtained. The application of the various freezing mixtures is based on 
the same principle. Snow or broken ice frequently enters into the composition of these 
miztures, advantage being taken of its latent heat of fusion in order to obtain the 
lowest possible temperature (without altering the pressure or employing heat, as in other 
methods of obtaining a low temperature). For laboratory work recourse is most often 
had to a mixture of three parts of snow and one part of common salt, which causes the 
temperature to fall from 0° to - 21°C. Potassium thiocyanate, KCNS, mixed with water 
(3 by weight of the salt) gives a still lower temperature. By mixing ten parts of crystal- 
line calcium chloride, CaClo,6H,O, with seven parts of water, the temperature may even 
fall from 0° to -- 55°. 

7 The heat which is evolved in solution, or even i. the dilution of solutions, is also 
sometimes made use of in practice. Thus caustic soda (NaHO), in dissolving or on the 
addition of water to a strong solution of it, evolves so much heat that it can replace fuel. 
In a steam boiler, which has been previously heated to the boiling point, another boiler 
is placed containing caustic soda, and the exhaust steam is made to pass through the 
latter; the formation of steam then goes on for a somewhat long period of time without 
any other heating. Norton makes use of this for smokeless street boilers. 
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of sulphuric acid (oil of vitrol H,SO,), and of caustic soda (NaHO), 
&c., in water.?8 

Solution exhibits a reverse reaction ; that is to say, if the water be 
expelled from a solution, the substance originally taken is re-obtained. 
But it must be borne in mind that the expulsion of the water taken for 
solution is not accomplished with equal facility throughout, because 
water has different degrees of chemical affinity for the substance dis- 
solved. Thus, if a solution of sulphuric acid, which mixes with water 
in all proportions, be heated, it will be found that very different 
degrees of heat are required to expel the water. When it is in a large 


78 The temperatures obtained by mixing monohydrated sulphuric acid, H,SO,, with 
different quantities of water, are shown on the lowest curve in fig. 17, the relative pro- 
portions of both substances being expressed in percentages by weight along the hori- 
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Fig. 17. -Curves expressing the contraction, quantity of heat, and rises of temperature produced by 
mixing sulphuric acid with water. Percentage of H,SO, is given along the axis of abscissae. 


zontal axis. The greatest rise of temperature is 149°. It corresponds with the greatest 
evolution of heat (given on the middle curve) corresponding with a definite volume 
(100 c.c.) of the solution produced. The top curve expresses the degree of contraction, 
which also corresponds with 100 volumes of the solution produced. The greatest con- 
traction, as also tne greatest rise of temperature, corresponds with the formation of a 
trihydrate, H.SO,,2H,O (=73'1 p.c. H,SO,), which very likely repeats itself in a similar 
form{in other solutions, although all the phenomena (of contraction, evolution of heat, and 
rise of temperature) are very complex and are dependent on many circumstances. One 
would think, however, judging from the above examples, that all other influences are 
feebler in their action than chemical attraction, especially when it is so considerable as 
between sulphuric acid and water. 
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excess, water already begins to come off at a temperature slightly 
above 100°, but if it be in but a small proportion there is such a 
relation between it and the sulphuric acid that at 120°, 150°, 200°, and 
even at 300°, water is still held by the sulphuric acid. The bond 
between the remaining quantity of water and the sulphuric acid is 
evidently stronger than the bond between the sulphuric acid and the 
excess of water. The force acting in solutions is consequently of 
different intensity, starting from so feeble an attraction that the proper- 
ties of water—as, for instance, its power of evaporation—are but very 
little changed, and ending with cases of strong attraction between the 
water and the substance dissolved in or chemically combined with it. In 
consideration of the very important signification of the phenomena, and 
of the cases of the breaking up of solutions with separation of water 
or of the substance dissolved from them, we shall further discuss them 
separately, after having acquainted ourselves with certain peculiarities 
of the solution of gases and of solid bodies. 

The solubility of gases, which is usually measured by the volume 
cf gas?? (at 0° and 760 mm. pressure) per 100 volumes of water, varies 
not only with the nature of the gas (and also of the solvent), and 
with the temperature, but also with the pressure, because gases them- 
selves change their volumes considerably with the pressure. As might 
be expected, (1) gases which are easily liquefied (by pressure and cold) are 
more soluble than those which are liquetied with difficulty. Thus, in 
100 volumes of water there dissolve at 0° and 760 mm. only two volumes 
of hydrogen, three volumes of carbonic oxide, four volumes of oxygen, 
&c., for these are gases which are liquefied with difficulty ; whilst 

If a volume of gas v be measured under a pressure of A mm. of mercury (at 0°) 
and at a temperature ¢° Centigrade, then, according to the laws of Boyle, Mariotte, and 
of Gay-Lussac combined, its volume at 0° and 760 mm. will equal the product of v into 
760 divided by the product of h into 1+.«t°, where a is the co-efficient of expansion of 
gases, which is equal to 0°00367. The weight of the gas will be equal to its volume at 
0° and 760 mm. multiplied by its density referred to air and by the weight of one volume 
of air at 0? and 760 mm. The weight of one litre of air under these conditions being = 
1°298 grams. If the density of the gas be given in relation to hydrogen this must be 
divided by 14°4 to bring it in relation to air. If the gas be measured when saturated 
with aqueous vapour, then it must be reduced to the volume and weight of the gas when 
dry, according to the rules given in Note 1. If the pressure be determined by a 
column of mercury having a temperature ¢, then by dividing the height of the column by 
1+0°00018¢ the corresponding height at 0° is obtained. If the gas be enclosed ina 


tube in which a liquid stands above the level of the mercury, the height of the column 
of the liquid being = H and its density = D, then the gas will be under a pressure which 


is equal to the barometric pressure less p » where 18°59 is the density of mercury. By 


H 
18°59 
these methods the quantity of a gas is determined, and its observed volume reduced to 
normal conditions or to parts by weight. The physical data concerning vapours and 
gases must be continually kept in sight in dealing with and measuring gases. The student 
must become perfectly familiar with the calculations relating to gases. 
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there dissolve 180 volumes of carbonic anhydride, 130 of nitrous oxide, 
and 437 of sulphurous anhydride, for these are gases which are rather 
easily liquefied. (2) The solubility of a gas is diminished by heating, 
which is easy to understand from what has been said previously— that 
the elasticity of a gas becomes greater as it is further removed from a 
liquid state. Thus 100 volumes of water at 0° dissolve 2-5 volumes of 
air, and at 20° only 1:7 volumes. For this reason cold water, when 
brought into a warm room, parts with a portion of the gas dissolved in 
it.2° (3) The quantity of the gas dissolved varies directly with the pres- 
sure. This rule is called the /aw of Henry and Dalton, and is applicable 
to those gases which are little soluble in water. Therefore a gas is 
separated from its solution in water in a vacuum, and water saturated 
with a gas under great pressure parts with it if the pressure be dimi- 
nished.- Thus many mineral springs are saturated underground with 
carbonic anhydride under the great pressure of the column of water 
above them. On coming to the surface, the water of these springs 
boils and foams in giving up the excess of dissolved gas. Sparkling 
wines and aerated waters are saturated under pressure with the same 
gas. They hold the gas so long as they are in a well-corked vessel. 
When the cork is removed and the liquid comes in contact with air at 
a less pressure, part of the gas, unable to remain in solution at a lesser 
pressure, is separated as foam with the hissing sound familiar to all. 
It must be remarked that the law of Henry and Dalton belongs to the 
class of approainate laws, like the laws of gases (Gay-Lussac’s and 
Mariotte’s) and many others—-that is, it expresses only a portion of a 
complex phenomenon, the limit towards which the phenomenon aims. 
The matter is rendered complicated from the influence of the degree of 
solubility and of affinity of the dissolved gas for water. Gases which 
are little soluble—for instance, hydrogen, oxygen, and nitrogen—follow 
the law of Henry and Dalton the most closely. Carbonic anhydride 
exhibits a decided deviation from the law, as is seen from the determi- 
nations of Wroblewski (1882). He showed that at 0° a cubic centi- 
metre of water absorbs 1-8 cubic centimetres of the gas under a pressure 
of one atmosphere ; under 10 atmospheres, 16 cubic centimetres (and 
not 18, as it should be according to the law) ; under 20 atmospheres, 


According to Bunsen, 100 volumes of water under a pressure of one atmosphere 
absorb the following volumes of gas (measured at 0° and 760 mm.) :— 
1 2 3 4 5 6 7 8 9 10 
0° 411 2°03 1°93 179°7 3°3 130°5 43771 88-6 5°4 104960 
Te 3°25 1°61 1:93 118°5 2°6 92-0 358°6 513°8 44 81280 
au? 2°84 1°40 1°93 90°1 2°3 67-0 20'S $62°2 3°5 65400 


1, oxygen ; 2, nitrogen: 3, hydrogen ; 4, carbonic anhydride : 5, carbonic oxide; 6, nitrous oxide; 
7, hydrogen sulphide; &, sulphurous anhydride ; 9, marsh gas ; 10, ammonia. 
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26°6 cubic centimetres (instead of 36) ; and under 30 atmospheres, 33-7 
cubic centimetres.?!_ However, as the researches of Sechenoff show, 
the absorption of carbonic anhydride within certain limits of change 
of pressure, and at the ordinary temperature, by water -and even by 
solutions of salts which are not chemically changed by it, or do not 
form compounds with it-—very closely follows the law of Henry and 
Dalton, so that the chemical bond between this gas and water is so 
feeble that the breaking up of the solution with separation of the gas 
is accomplished by a decrease of pressure alone.3? The case is different 
if a considerable affinity exists between the dissolved gas and water. 
Then it might even be expected that the gas would not be entirely 
separated from water in a vacuum, as should be the case with gases 
according to the law of Henry and Dalton. Such gases—and, in 
general, all which are very soluble —exhibit a distinct deviation from 
the law of Henry and Dalton. As examples, ammonia and _ hydro- 
chloric acid gas may be taken. The former is separated by boiling and 
decrease of pressure, while the latter is not, but they both cleviate dis- 
tinctly from the law. 


: Ammonia dissolved Hy drocehlorie acid 
bb bep thee ate in 100 grams of yas dissolved in 100 
) water at 0° xrams of water at 0° 
Grams Grams 
100 28°0 69°7 
500 69°2 782 
1,000 112°6 85°6 
1,500 165°6 — 


—_ — ~_— _ 


It will be remarked, for instance, from this table that whilst the pres- 


31 These figures show that the co-efficient of solubility decreases with an increase of 
pressure, notwithstanding that the carbonic anhydride approaches a liquid state. And, 
indeed, liquefied carbonic anhydride does not intermix with water, and does not exhibit a 
rapid increase in solubility at its temperature of liquefaction. This indicates, in the first 
place, that solution does not consist in liquefaction, and in the second place that the solu- 
bility of a substance is determined by a peculiar attraction of water for the substance 
dissolving. Wroblewski even considers it possible to admit that a dissolved gas retains 
its properties as a gas. This he deduces from his experiments, which showed that the 
rate of diffusion of gases in a solvent is, for gases of different densities, inversely propor- 
tional to the square roots of their densities, just as the velocities of movement of gaseous 
molecules(see Note 840n p.80). Wroblewski showed the affinity of water, HO, for carbonic 
anhydride, CO,, from the fact that on expanding moist compressed carbonic anhydride 
(compressed at 0° under a pressure of 10 atmospheres) he obtained (a full in temperature 
takes place from the expansion)a very unstable definite crystalline compound, CO, + 4H,0. 

52 As, according to the researches of Roscoe and his collaborators, ammonia exhibits 
a considerable deviation at low temperatures from the law of Henry and Dalton, whilst 
at 100° the deviation is small, it would appear that the dissociating influence of tem- 
perature tells on all gaseous solutions; that is, at high temperatures, the solutions of 
all gases will follow the law, and at lower temperatures there will in all cases be a 


deviation from it. 
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sure increased 10 times, the solubility of ammonia only increased 4} 
times. 

A number of examples of such cases of the absorption of gases 
by liquids might be cited which do not in any way, even approximately, 
agree with the laws of solubility. Thus, for instance, carbonic anhy- 
dride is absorbed by a solution of caustic potash in water, and if there 
be sufficient caustic potash it is not separated from the solution by a 
decrease of pressure. This is a case of more intimate chemical com- 
bination. A less completely studied, but similar and clearly chemical, 
correlation appears in certain cases of the solution of gases by water, 
and we shall afterwards take an example of this in the solution of 
hydrogen iodide ; but first we will stop to consider a remarkable appli- 
cation of the law of Henry and Dalton*? in the case of the solution of 
a mixture of two gases, and this we must do all the more because the 
phenomena which then take place cannot be foreseen without a clear 
theoretical representation of the nature of gases.*4 


33 The ratio between the pressure and the amount of gas dissolved was discovered by 
Henry in 1805, and Dalton in 1807 pointed out the adaptability of this law to cases of 
gaseous mixtures, introducing the conception of partial pressures which is absolutely 
necessary for aright comprehension of Dalton’slaw. The conception of partial pressures 
essentially enters into that of the diffusion of vapours in gases (footnote 1); for the 
pressure of damp air is equal to the sum of the pressures of dry air and of the aqueous 
vapour in it, and it is admitted as a sequence to Dalton’s law that evaporation in dry 
air takes place as in a vacuum. It is, however, necessary to remark that the volume of 
a mixture of two gases (or vapours) is only approximately equal tothe sum of the volumes 
of its constituents (the same, naturally, also refers to their pressures)—that is to say, in 
mixing gases a change of volume occurs, which, although small, is quite apparent when 
carefully measured. For instance, in 1888 Brown showed that on mixing various volumes 
of sulphurous anhydride (SO.) with carbonic anhydride (at equal pressures of 760 mm. 
and equal temperatures) a decrease of pressure of 3°9 millimetres of mercury was 
observed The possibility of a chemical action in similar mixtures is evident from the 
fact that equal volumes of sulphurous and carbonic anhydrides at — 19° form, according 
to Pictet’s researches in 1888, a liquid having the signs of a chemical compound, or a 
solution similar to that given when sulphurous anhydride and water combine into an 
unstable chemical whole. 

5¢ The origin of the now generally-accepted kinetic theory of gases, according to 
which they are animated bya rapid progressive movement, is very ancient (Bernoulli and 
others in the last century had already developed a similar representation), but it was 
only generally accepted after the mechanical theory of heat had been established, and 
after the work of Krinig (1855), and especially after its mathematical side had been 
worked out by Clausius and Maxwell. The pressure, elasticity, diffusion, and internal 
friction of gases, the laws of Boyle, Mariotte, and of Gay-Lussac and Avogadro-Gerhardt 
are not only explained (deduced) by the kinetic theory of gases, but also expressed with 
perfect exactitude; thus, for example, the magnitude of the internal friction of different 
gases was foretold with exactitude by Maxwell, by applying the theory of probabilities to 
the concussion of gaseous particles. The kinetic theory of gases must therefore be con- 
sidered as one of the most brilliant acquisitions of the latter half of the present century. 
The velocity of the progressive movement of the gaseous particles of a gas, one cubic 
centimetre of which weighs d grams, is found, according to the theory, to be equal to 
the square root of the product of 3pDg divided by d, where p is the pressure under which 
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The law of partial pressures is as follows :—The solubility of gases 
in intermixture with each other does not depend on the influence of 
the total pressure acting-on the mixture, but on the influence of that 
portion of the total pressure which is due to the volume of each given gas 
in the mixture. Thus, for instance, if oxygen and carbonic anhydride 
were mixed in equal volumes and exerted a pressure of 760 millimetres, 


d is determined expressed in centimetres of the mercury column, D the weight of a cubic 
centimetro of mercury in grams (D=18'59, p=76, consequently the normal pressure = 
1,033 grams on a sq.c.m.), and g the acceleration of gravity in centimetres (g = 980°5, 
at the sea level and gh: 45°, = 981:92 at St. Petersburg; in general it varies with the 
longitude and altitudd¢ of the locality). Therefore, at 0° the velocity of hydrogen is 1,848, 
and of oxygen 461, metres per second. This is the average velocity, and (according to 
Maxwell and others) # is probable that the velocities of individual particles are different, 
that is, they occur in, as it were, different conditions of temperature, which is very im- 
portant to take into consideration in the investigation of many phenomena proper to 
matter. It is evident from the above determination of the velocity of gases, that 
different gases at the same temperature and pressure have average velocities, which are 
inversely proportional to the square roots of their densities; this is also shown by direct. 
experiment on the flow of gases through a fine orifice, or through a porous wall. This 
dissimilar velocity of flow for different gases is frequently taken advantage of in 
chemical researches (see Chap. II. and also Chap. VII. on the law of Avogadro-Gerhardt) 


in order to separate two gases having different densities and velocities. The difference — 


of the velocity of flow of gases also determines the phenomenon cited in the following 
footnote for demonstrating the existence of an internal movement in gases. 

If for a certain mass of a gas which fully and exactly follows the laws of Mariotte 
and Gay-Lussac the temperature ¢ and the pressure p be simultaneously changed, then 
the entire change would be expressed by the equation pr=C (1+ at), or, what is the 
same, pu = HT, where T =¢ + 273 and C and Rare constants which vary not only with the 
units of measurement but with the nature of the gas and its mass. But as there are 
discrepancies from both the fundamental laws of gases (which will be spoken of in the 
following chapter), and as, on the one hand, a certain attraction between the gaseous 
molecules must be admitted, and on the other hand it must be acknowledged that the 
gaseous molecules themselves occupy a portion of a space, therefore for ordinary gases, 
within any considerable variation of pressure and temperature, recourse should be had 
to Van der Waal’s formula— 


(2 + =) (v—p) =F (1—at) 


where a is the true co-efficient of expansion of gases. As the actual co-efficient of ex- 
pansion of air at the atmospheric pressure and between temperatures of 0° and 100°= 
000867, when determined from the change of pressure (according to Regnault’s data) 
and when determined from the change of volume =0°00368 (according to Mendeléeff and 
Kayander), and for other gases there is a discrepancy, although not a large one (see the 
following chapter), which is considerable at high pressures and for great densities, there- 
fore that co-efficient of expansion should be taken which all gases have at low pressures. 
This quantity is approximately 0°00367. 

The formula of Van der Waal has an especially important significance in the case 
of the passage of a gas into a liquid state, because the fundamental properties of both 
gases and liquids are equally well expressed, although only in their general features, 
by it. 

The further development of the questions referring to the subjects here touched on, 
which are of especial interest for the theories of solutions, must be looked for in special 
memoirs and works on theoretical and physical chemistry. A small part of this subject 
will be partially considered in the footnotes of the following chapter. 
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then water would dissolve so much of each of these gases as would be 
dissolved if each separately exerted a pressure of half an atmosphere, 
and in this case, at 0° one cubic centimetre of water would dissolve 
0:02 cubic centimetre of oxygen and 0:90 cubic centimetre of carbonic 
anhydride. If the pressure of a gaseous mixture equals A, and in 
volumes of the mixture there be a volumes of a given gas, then its 
solution will proceed as though this gas were dissolved under a pres- 
hxa ‘ : : 
sure — —. That portion of the pressure under influence of which the 
solution proceeds is termed the ‘ partial’ pressure. 

In order to represent to oneself the cause of the law of partial 
pressures, an explanation must be given of the fundamental properties 
of gases. (ases are elastic and disperse in all directions. All that is 
known of gases obliges one to think that these fundamental properties 
of gases are due to a rapid progressive movement, in all directions, 
which is proper to their smallest particles (molecules).*> These mole- 
cules in impinging against an obstacle produce a pressure. The greater 
the number of molecules impinging against an obstacle in a given time, 
the greater the pressure. The pressure of a separate gas or of a gaseous 
mixture depends on the sum of the pressures of all the molecules, on 
the number of blows in a unit of time on a unit of surface, and on the 
mass and velocity (or the vis viva) of the impinging molecules. To the 
obstacle all molecules (although different in nature) are alike ; it is 
submitted to a pressure due to the sum of their vis viva. But, ina 
chemical action such as the solution of gases, on the contrary, the 

35 Although the actual movement of gaseous molecules, which is acknowledged by the 
kinetic theory of gases, cannot be seen, yet its existence may be rendered evident by 
taking advantage of the difference in the velocities which undoubtedly belongs to 
different gases which are of different densities under equal pressures. The molecules of a 
light gas must move more rapidly than the molecules of a heavier gas in order to produce 
the same pressure. Let us take, therefore, two gases—hydrogen and air; the former is 
14°4 times lighter than the latter, and hence the molecules of hydrogen must move almost 
four times more quickly than air (more exactly 3°8, according to the formula given in the 
preceding footnote). Consequently, if air occurs inside a porous cylinder and hydrogen 
outwide, then in a given time the volume of hydrogen which succeeds in entering the 
cylinder will be greater than the volume of air leaving the cylinder, and therefore the 
pressure inside the cylinder will rise until the gaseous mixture (of air and hydrogen) 
attains an equal density both inside and outside the cylinder. If now the experiment 
be reversed and air surround the cylinder, and hydrogen be inside the cylinder, then more 
gus will leave the cylinder than enters it, and hence the pressure inside the cylinder 
will be diminished. In these considerations we have replaced the idea of the number 
of molecules by the idea of volumes. We shall learn afterwards that equal volumes 
of different gases contain an equal number of molecules (the law of Avogadro-Ger- 
hardt), and therefore instead of speaking of the number of molecules we can speak of 
the number of volumes. If the cylinder be partially immersed in water the rise and fall 


of the pressure can be observed, and consequently the experiment can be rendered self- 
evident. 
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nature of the impinging molecules plays the most important part. In 
impinging against a liquid, a portion of the gas enters into the liquid 
itself, and is held by it so long as other gaseous molecules impinge 
against the liquid—exert a pressure on it. As regards the solubility of 
a given gas, for the number of blows it makes on the surface of a liquid, 
it is immaterial whether other molecules of gases impinge side by side 
with it or not. Therefore, the solubility of a given gas will be propor- 
tional, not to the total pressure of a gaseous mixture, but to that por- 
tion of it which is due to the given gas separately. Further, the satura- 
tion of a liquid by a gas depends on the fact that the molecules of 
gases that have entered into a liquid do not remain at rest in it, 
although they enter in a harmonious kind of movement with the mole- 
cules of the liquid, and therefore they throw themselves off from the 
surface of the liquid (just like its vapour if the liquid be volatile). If 
in & unit of time an equal number of molecules penetrate into (leap 
into) a liquid and leave (or leap out of) a liquid, it is saturated. It 
is a case of mobile equilibrium, and not of rest. Therefore, if the 
pressure be diminished, the number of molecules departing from the 
liquid will exceed the number of molecules entering into the liquid, 
and a fresh state of mobile equilibrium only takes place under a fresh 
equality of the number of molecules departing from and entering into 
the liquid. Thus are explained the main features of the solution, and 
furthermore of that special (chemical) attraction (penetration and har- 
monious movement) of a gas for a liquid, which determines both the 
measure of solubility and the degree of stability of the solutions pro- 
duced. 

The consequences of the law of partial pressures are exceedingly 
numerous and important. All liquids in nature are in contact with the 
atmosphere. The atmosphere, as we shall afterwards see more fully, 
consists of an intermixture of gases, chiefly four in number—oxygen, 
nitrogen, carbonic anhydride, and aqueous vapour. 100 volumes of 
air contain, approximately, 78 volumes of nitrogen, and about 21 
volumes of oxygen; the quantity of carbonic anhydride, by volume, 
does not exceed 0:05. Under ordinary circumstances, the quantity of 
aqueous vapour is much greater, but it varies with the moisture of the 
atmosphere. Consequently, the solution of nitrogen in a liquid in 
contact with the atmosphere will proceed under a partial pressure equal 
to y's; x 760 mm. if the atmospheric pressure equal 760 mm. ; con- 
sequently, under a pressure of 600 mm. of mercury, the solution of 
oxygen will proceed under a partial pressure of about 160 mm., and 
the solution of carbonic anhydride only under the very small pressure 
of 0-4 mm. Therefore, although the amount of nitrogen in air is 

G2 
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large, yet, as the solubility of oxygen in water is twice that of the 
nitrogen in water, the proportion of oxygen dissolved in water will be 
greater than its proportion in air. It is easy to calculate what quantity 
of each of the gases will be contained in water, and we will take the 
most simple case, and calculate what quantity of oxygen, nitrogen, and 
carbonic anhydride will be dissolved from air having the above com- 
position at 0° and 760 mm. pressure. Under a pressure of 760mm. | 
cubic centimetre of water dissolves 0-0203 cubic centimetre of nitrogen, 
or under the partial pressure of 600 mm. it will dissolve 0-0203 x $94, 
or 0:0160 cubic centimetre ; of oxygen 00411 x 169, or 0:0086 cubic cen- 
timetre ; of carbonic anhydride 1°8 x ne or 000095 cubic centimetre; 
consequently, 100 cubic centimetres of water will contain at 0° altogether 
2°55 cubic centimetres of atmospheric gases, and 100 volumes of air 
dissolved in water will contain about 62 p.c. of nitrogen, 34 p.c. of 
oxygen, and 4 p.c. of carbonic anhydride. The water of rivers, wells, 
&ec., usually contains more carbonic anhydride. This proceeds from 
the oxidation of organic substances falling in the water. The amount 
of oxygen, however, dissolved in water appears to be actually about 4 
the dissolved gases, whilst air contains only 1 of it by volume. 
According to the law of partial pressures, whatever gas be dissolved in 
water will be expelled from the solution in an atmosphere of another gas. 
This depends on the fact that gases dissolved in water escape from it 
in a vacuum, because the pressure is nil. An atmosphere of another 
gas acts like a vacuum on a gas dissolved in water. Separation then 
proceeds, because the molecules of the dissolved gas no longer impinge 
‘upon the liquid, are not dissolved in it, and those previously held'in solu- 
tion depart from the liquid in virtue of their elasticity.2° For the same 


“8 Here there may be, properly speaking, two cases: either the atmosphere surround- 
ing the solution may be limited, or it may be proportionally so vast as to be unlimited, 
like the earth’s atmosphere. If a gaseous solution be brought into an atmosphere of 
another gas which is limited—for instance, as in a closed vessel—then a portion of the 
gas held in solution will be expelled, and thus pass over into the atinosphere surrounding 
the solution, and will evince its partial pressure. Let us imagine that water saturated 
with carbonic anhydride at 0° and under the ordinary pressure be brought into an 
atmosphere of a gas which is not absorbed by water; for instance, that 10 c.c. 
of an aqueous solution of carbonic anhydride be introduced into a vessel holding 
10 c.c of such a gas. The solution will contain 18 c.c of carbonic anhydride. The 
expulsion of this’ gas goes on until a state of equilibrium is arrived at. The liquid 
will then contain a certain amount of carbonic anhydride, which is retained under 
the partial pressure of that gas which has been expelled. Now, how much gas will 
remain in the liquid and how much will pass over into the surrounding atmosphere ? 
In order to solve this problem, let us suppose that x cubic centimetres of carbonic 
anhydride are retained in the solution. It is evident that the amount of carbonic anhy- 
dride which passed over into the surrounding atmosphere will be 18—z, and the total 
volume of gas will be 10+ 18— 2 or Q8—-2z cubic centimetres. The partial pressure under 
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reason a gas may be entirely expelled from a gaseous solution by 
boiling—at least, in many cases when it does not form particularly stable 
compounds with water. In fact the surface of the boiling liquid will 
be occupied by aqueous vapour, and therefore all the pressure acting 
on the gas will belong to the aqueous vapour. Consequently, the partial 
pressure of the dissolved gas will be very inconsiderable. For this, and 
for no other reason, a gas separates from a solution on boiling the liquid 
holding it. At the boiling point of water the solubility of gases in 
water is still sufficiently great for a considerable quantity of a gas to 
remain in solution. The gas dissolved in the liquid is carried away, 
together with the aqueous vapour ; if boiling be continued for a long 
time, then in the end all the gas will be separated.*? 


which the carbonic anhydride is then dissolved will be (supposing that the common 


18—z : 
pressure remains constant the whole time) equal to o8—z’ consequently there is not in. 


solution 18 c.c of carbonic anhydride (as would be the case were the partial pressure 


18— 
equal to the atmospheric pressure), but only 18 ae which is equal to z, and conse- 


‘ : . 18-2 ' 
quently we obtain the equation 18 oe hence z=8'69. Again, where the atmo- 


sphere into which the gaseous solution is introduced is not only that of another gas but also 
unlimited, then the gas dissolved will, on passing over from the solution, diffuse itself 
through this atmosphere, and from its limitedness produce an infinitely small pressure’ 
in the unlimited atmosphere. Consequently, no gas can be retained in solution. under 
this infinitely small pressure, and it will be entirely expelled from the solution. For 
this reason water saturated with a gas which is not contained in air, will be entirely de- 
prived of the dissolved gas if left exposed to air. Water also passes off from a solution 

into the atmosphere, and it is evident that there might be such a case as a constant 

proportion between the quantity of water vaporised and the quantity of a gas expelled 

from a solution, so that not the gas alone, but the entire gaseous solution, would pass off. 

A similar case is exhibited in solutions which are not decomposed by heat (such as those 

of hydrogen chloride and iodide), as will afterwards be considered. 

37 However, in those cases when the variation of the co-efficient of solubility with the 
temperature is not sufficiently great, and when a known quantity of aqueous vapour 
and of the gas passes off from a solution at the boiling point, an atmosphere may be 
obtained having the same composition as the liquid itself. In this case the amount of 
gas passing over into such an atmosphere will not be greater than that held by the 
liquid, and therefore such a gaseous solution will distil over without change, and without 
altering its composition during the whole period of boiling or distillation. The solution 
will then represent, like a solution of hydriodic acid in water, a liquid which is not 
changed by distillation, while the pressure under which this distillation takes place re- 
mains constant. Thus im all its aspects solution presents gradations from the most feeble 
affinities to examples of intimate chemical combination. The amount of heat evolved in 
the solution of equal volumes of different gases is in distinct relation with these variations 
of stability and solubility of different gases. 22°3 litres of the following gases (at 760 
mm. pressure) evolve the following number of (gram) units of heat in dissolving in a 
large mass of water; carbonic anhydride 5,600, sulphurous anhydride 7,700, ammonia 
8,800, hydrochloric acid 17,400, and hydriodic acid 19,400. The two last-named gases, 
which are not expelled from their solution by boiling, evolve approximately twice as 
much heat as such gases as ammonia, which are separated from their solutions by boiling, 
whilst gases which are only slightly soluble evolve less heat than the latter gases. 
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It is evident that the conception of the partial pressures of gases 
should not only be applied to the formation of solutions, but also to all 
cases of chemical action of gases. Especially numerous are its appli- 
cations to the physiology of respiration, for in these cases it is only the 
oxygen of the atmosphere that acts.** 

The solution of solids, whilst depending only in a small mea- 
sure on the pressure under which solution takes place (because solids 
and liquids are almost incompressible), is very clearly dependent on 
the temperature. In the great majority of cases the solubility of 
solids in water increases with the temperature; and further, the 
rapidity of solution increases also. The latter is determined by the 
rapidity of diffusion of the solution formed into the remainder of the 
water. The solution of a solid in water, although it is as with gases, 
a physical passage into a liquid state, is determined, however, by its 
chemical affinity for water ; which is particularly clear from the fact 
that in solution there occurs a diminution in volume, a change in the 
boiling point of water, a change in the tension of its vapour, in the 
freezing point, and in many similar properties. Were solution a physical, 
and not a chemical, phenomenon, it would naturally be accompanied 
by an increase and not by a diminution of volume, because generally in 
melting a solid increases in volume (its density diminishes). Con- 
traction is the usual phenomenon accompanying solution, and takes 
place even in the addition of solutions to water,®® and in the solution 


58 Among the numerous researches concerning this subject, certain results obtained 
by Paul Bert are cited in Chapter ITI., and here we will point out that Prof. Sechenoff, 
in his researches on the absorption of gases by liquids, very fully investigated the 
phenomena of the solution of carbonic anhydride in solutions of various salts, and 
arrived at many important results, which showed that, on the one hand, in the solution 
of carbonic anhydride in solutions of salts on which it is capable of acting chemically (for 
example, sodium carbonate, borax, ordinary sodium phosphate), there is not only an 
increase of solubility, but also a distinct deviation from the law of Henry and Dalton; 
and, on the other hand, that solutions of salts which are not acted on by carbonic anhy- 
dride (for example, the chlorides, nitrates, and sulphates) absorb less of it, by reason of 
the competition of the already dissolved salt, and follow the law of Henry and Dalton, 
but all the same show undoubted signs of a chemical action between the salt, water, and 
carbonic anhydride. Sulphuric acid (whose co-efficient of absorption is 92 vols. per 100), 
when diluted with water, absorbs less and less carbonic anhydride, until the hydrate 
H,S0,,H,0 (co-eff. of absorption then equals 66 vols.) is formed; then on further 
addition of water the solubility again rises until a solytion of 100 p.c. of water is 
obtained. 

59 Kremers made this observation in the following simple form :—He took a narrow- 
necked flask, with a mark on the narrow part (like that on a litre flask which is used for 
accurately measuring liquids), poured water into it, and then inserted a funnel, having a 
fine tube which reached to the bottom of the flask. Through this funnel he carefully 
poured a solution of any salt, and (having removed the funnel) allowed the liquid to 
attain a definite temperature (in a water bath); he then filled the flask up to the mark 
with water. In this manner two layers of liquid were obtained, the heavy saline solution 
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of liquids in water,*® just as happens in the combination of substances 
when evidently new substances are produced.*! The contraction which 
takes place in solution is, however, very small, a fact which depends on 
the small compressibility of solids and liquids, and on the insignificance 
of the compressing force acting in solution.‘? The change of volume 
which takes place in the solution of solids and liquids, or the altera- 
tion in specific gravity ** corresponding with it, depends on peculiari- 
ties of the dissolving substances, and of water, and, in the majority 
of cases, is not proportional to the quantity of the substance dis- 


below and water above. The flask was then shaken in order to accelerate diffusion, and 
it was observed that the volume became less if the temperature remained constant. 
This can be proved by calculation, if the specific gravity of the solutions and water be 
known. Thus at 15° one c.c. of a 20 p.c. solution of common salt weighs 1:1500 grams, 
hence 100 grams occupy a volume of 86'96c.c. As the sp.gr. of water at 15° = 0°99916, 
therefore 100 grams of water occupy a volume of 100°08 c.c. The sum of the volumes is 
187°04 c.c. On mixing, 200 grams of a 10 p.c. solution are obtained. Its specific gravity is 
1°0725 (at 15° and referred to water at its maximum density), hence the 200 grams will 
occupy a volume of 186°48 c.c. The contraction is consequently equal to 0°56 c.c. 

*# The contractions produced in the case of the solution of sulphuric acid in water 
are shown in the diagram Fig. 17 (page 76). Their maximum is 10°1 c.c. per 100 c.c. of 
the solution formed. A maximum contraction of 4°15 at 0°, 3°78 at 15°, and 3°50 at 30°, 
takes place in the solution of 46 parts by weight of anhydrous alcohol in 54 parts of 
water. This signifies that if, at 0°, 46 parts by weight of alcohol be taken per 54 parts by 
weight of water, then the sum of their separate volumes will be 104°15, and after mixing 
their total volame will be 100. 

41 This subject will be considered later in this work, and we shall then see that the 
contraction produced in reactions of combination (of solids or liquids) is very variable 
in its amount, and that there are, although very rare, reactions of combination in which 
contraction does not take place, or when an increase of volume is produced. 

42 The compressibility of solutions of common asalt is less, according to Grassi, than 
that of water. At 18° the compression of water per million volumes =48 vols. for a 
pressure of one atmosphere; for a 15 p.c. solution of common salt it is 82, and fora 
24 p.c. solution 26 vols. Similar determinations were made by Brown (1887) for saturated 
solutions of sal ammoniac (88 vols.), alum (46 vols.), common salt (27 vols.), and sodium 
sulphate at + 1°, when the compressibility of water = 47 per million volumes. This inves- 
tigator aleo showed that substances which dissolve with an evolution of heat and with an 
increase in volume (as, for instance, sal-ammoniac) are partially separated from their 
saturated solutions by an increase of pressure (this experiment was especially convincing 
in the case of sal-ammoniac), whilst the solubility of substances which dissolve with an 
absorption of heat or diminution in volume increases, although very slightly, with an 
increase of pressure. Sorby observed the same phenomenon with common salt (1868). 

“ The most trustworthy data relating to the variation of the specific gravity of 
solutions with a change of their composition and temperature, are collected and discussed 
in my work cited in footnote 19. The practical (for the amount of a substance in 
solution is determined by the aid of the specific gravities of solutions, both in works and 
in laboratory practice) and the theoretical (for specific gravity can be more accurately 
observed than other properties, and because a variation in specific gravity governs the 
variation of many other properties) interest of this subject, besides the strict rules and laws 
to which it is liable, make one wish that this province of data concerning solutions 
may soon be enniched by further observations of as accurate a nature as possible. Their 
collection does not present any great difficulty, although requiring much time and 
attention. 
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solved,'* showing the existence of a chemical action between the solvent 
and the substance dissolved which is of the same nature as in all other 
forms of chemical relation.** 


Although an alteration of the external pressure does not usually 
decompose solutions of svlids, nevertheless the feeble development of 


#4 Inasmuch as the degree of change exhibited in many properties on the formation of 
solutions, is not large, so, owing-to the insufficient accuracy of observations, a proportion- 
ality between this change and a change of composition may, in a first rough approximation 
and especially within narrow limits of change of composition, easily be imagined in cases 
where it does not even exist. The conclusion of Michel and Kraft is particularly instruc- 
tive in this respect; in 1854, on the basis of their incomplete researches, they supposed 
the increment of the specific gravity of solutions to be proportional to the increment of 
@ salt in a given volume of a solution, which is only true for determinations of specific 
gravity which are exact to the second decimal place—an accuracy insufficient even for 
technical determinations. Accurate measurements do not confirm a proportionality 
either in this case or in many others where a ratio has been generally accepted ; as, for 
example, for the rotatory power (with respect to the plane of polarisation) of solutions, and 
for their capillarity, &c. Nevertheless, such a method is not only still made use of, but 
even has its advantages when applied to solutions within a limited scope—as, for instance, 
very weak solutions, and for a first acquaintance with the phenomena accompanying 
solution, and also as a means for facilitating the application of mathematical analysis to 
the investigation of the phenomenon of solution. Judging by the results obtained in my: 
researches on the specific gravity of solutions, I think that in many cases it would be 
nearer the truth to take the change of properties as proportional, not to the amount of a 
substance dissolved, but, to the product of this quantity and the amount of water in 
which it is dissolved; all the more so as many chemical relations vary in proportion to 
the reacting masses, and a similar ratio has been established for many phenomena of 
attraction studied by mechanics. This product is easily arrived at when the quantity of 
water in the solutions to be compared is constant, as is shown in investigating the fall of 
temperature in the formation of ice (see footnote 49, p. 90). 

4° All the different forms of chemical reaction may be said to take place in the process 
of solution. (1) Combinations between the solvent and the substance dissolved, which 
are more or less stable (more or less dissociated). This form of reaction is the most 
probable, and is that most often observed. (2) Reactions of substitution or of double 
decomposition between the molecules. Thus it may be supposed that in the solution of 
sal-ammoniac, NH,Cl, the action of water produces ammonia, NH,HO, and hydrochloric 
acid, HCl, which are dissolved in the water and simultaneously attract each other. As 
these solutions and many others do indeed exhibit signs which are sometimes indispu- 
table of similar double decompositions (thus solutions of sal-ammoniac yield a certain 
amount of ammonia), it is probable that this form of reaction is more often met with 
than is generally thought. (8) Reactions of tsomerism or replacement are also probably 
met with in solution, all the more as here molecules of different kinds come into intimate 
contact, and it is very likely that the configuration of the atoms in the molecules under 
these influences is somewhat different from what it was in its original and isolated 
state. One is led to this supposition especially from observations made on solutions of 
substances which rotate the plane of polarisation (and observations of this kind are very 
sensitive with respect to the atomic structure of molecules), because they show, for 
example (according to Schneider, 1881), that strong solutions of malic acid rotate the 
plane of polarisation to the right, whilst its ammonium salts in all degrees of concentra- 
tion rotate the plane of polarisation to the left. (4) Reactions of decomposttion under 
the influences of solution are not only rational of themselves, but have in recent years 
been recognised by Arrhenius, Ostwald, and others, particularly on the basis of electro- 
lytical determinations. If a portion of the molecules of a solution occur in a condition of 
decomposition, the other portion may occur in a yet more complex state of combination, 
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the chemical athnities acting in solutions of solids becomes evident 
from those multifarious methods by which their solutions ure decom- 
posed, whether they be saturated or not. On heating (absorption of 
heat), on cooling, and by internal forces alone, aqueous solutions in 
many cases separate into their components or their definite com- 
pounds. The water contained in solutions is removed from them 
as vapour, or, by freezing, in the form of ice,*® but the tenstan of the 
vapour of water‘? held in solution is less than that of water in a free 


just as the velocity of the movement of different gaseous molecules may be far from 
being the same (see Note 34, p. 80). 

It is, therefore, very probable that the reactions taking place in solution vary both 
quantitatively and qualitatively with the mass of water in the solution, and the great 
difficulty in arriving at a lasting decision on the question as to the nature of the chemical 
relations which take place in the process of solution will be understood, and if besides 
this the existence of a physical process, like the sliding between and interpenetration of 
two homogeneous liquids, be also recognised in solution, then the complexity of the 
problem as to the actual nature of solutions, which is now to the fore, appears in its 
true light. However, the efforts which are now being applied to the solution of this 
problem are so numerous and of such varied aspect that they will offer the coming 
investigators a vast mass of material towards the construction of a complete theory of 
solution. 

For my part, I think that the study of the physical properties of solutions (and 
especially of weak ones) which now reigns, cannot give any fundamental and complete 
solution of the problem whatever (although it should add much to both the provinces of 
physics and chemistry), but that, parallel with it, should be undertaken the study of the 
influence of temperature, and especially of low temperatures, the application to solu- 
tions of the mechanical theory of heat, and the comparative study of the chemical pro- 
perties of solutions. The beginning of all this is already established, but it is impossible 
to consider in so short an exposition of chemistry the further efforts of this kind which 
have been made up to the present date. 

*6 If solutions are regarded as being ina state of dissociation (see footnote 19, p. 64) it 
would be expected that they would contain free molecules of water, which form one of the 
products of the decomposition of those definite compounds whose formation is the cause 
of solution. In separating as ice or vapour, water makes, with a solution, a heteroge- 
neous system (made up of substances in different physical states) similar, for instance, 
to the formation of a precipitate or volatile substance in reactions of double decom- 
position. 

‘7 If the substance dissolved is non-volatile (like salt or sugar), or only slightly volatile, 
then the whole of the tension of the vapour given off belongs to the water, but if a 
solution of a volatile substance—for instance, a gas or a volatile liquid—evaporates, then 
only a proportion of the pressure belongs to the water, and the whole pressure observed 
consists of the sum of the pressures of the vapours of the water and of the substance 
dissolved. The majority of researches bear on the first case, which will be spoken of 
presently, and the observations of D. P. Konovoloff (1881) refer to the second case. He 
showed that in the case of two volatile liquids, mutually soluble in each other, forming 
two layers of saturated solutions (for example, ether and water, note 20, p. 66), both solu- 
tions have an equal vapour tension (in the case in point the tension of both is equal to 
431 mm. of mercury at 19°8°). Further, he found that for solutions which are formed 
in all proportions, the tension is either greater (solutions of alcohol and water) or less 
(solutions of formic acid) than that which answers to the rectilinear change (proportional 
to the composition) from the tension of water to the tension of the substance dis- 
solved; thus the tension, for example, of a 70 p.c. solution of formic acid is less, at all 
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state, and the temperature of the formation of ice from solutions is lower 
than 0°. Further, both the diminution of vapour tension and the 
lowering of the freezing point proceed, at least in dilute solutions, 
almost in proportion to the amount of a substance dissolved.‘* Thus, 
if per 100 grams of water there be in solution 1,5, 10 grams of common 
salt (NaCl), then at 100° the vapour tension of the solutions decreases 
by 4, 21, 43 mm. of the barometric column, against 760 mm., or the 
vapour tension of water, whilst the freezing points are —0°58°, —2°91°, 
and —6:10° respectively. The above figures ‘** are almost proportional 


temperatures, than the tension of water and of formic acid itself. Thus, in this case the 
tension of a solution is never equal to the sum of the tension of the dissolving liquids, as 
Regnault already showed when he distinguished this case from that in which a mixture 
of liquids, which are insoluble in each other, evaporates. From this it is evident that a 
mutual action occurs in solution, which diminishes the vapour tensions proper to the 
individual substances, as would be expected on the supposition of the formation of com- 
pounds of the dissolving substances in solutions, because the elasticity then always 
diminishes. 

‘8 This amount is usually expressed by the weight of the substance dissolved per 100 
parts by weight of water. Probably it would be better to express it by the quantity of 
the substance in a definite volume of the solution—for instance, in a litre. I speak in 
detail of the different methods of expressing the composition of solutions in the work 
mentioned in note 19, p. 64. 

* The variation of the vapour tension of solutions has been investigated by many. 
The best known researches are those of Wiillner (1858-1860) and of Tamman (1887). The 
researches on the temperature of the formation of ice from various solutions are also 
very numerous; Blagden (1788), Riidorff (1861), and De Coppet (1871) established the 
beginning, but this kind of investigation takes its chief interest from the work of 
Raoult, begun in 1682 on aqueous solutions, and afterwards continued for solutions in 
various other easily-frozen liquids—for instance, benzene, CgH, (melts at 4°96°), acetic 
acid, C2H,O, (16°75°), and others. An especially important interest is attached to these 
investigations of Raoult on the lowering of the freezing point, because he took solutions 
of many well-known carbon-compounds and discovered a simple relation between the 
molecular weight of the substances and the temperature of crystallisation of the 
solvent, which enabled this kind of research to be applied to the investigation of the 
nature of substances. We shall meet with the application of Raoult’s results later on, 
and at present will only cite the deduction arrived at from these results. The solution 
of one-hundredth part of that molecular gram weight which corresponds with the formula 
of a substance dissolved (for example, NaCl=58'5, C,H,O=46, &c.) in 100 parts of a 
solvent lowers the freezing point of its solution in water 0°185°, in benzene 0°49°, and in 
acetic acid 0°39", or twice as much as with water. And as in weak solutions the fall of freezing 
point is proportional to the amount of the substance dissolved, it follows that the fall of 
freezing point for all other solutions may be calculated from this rule. So, for instance, 
the weight which corresponds with the formula of acetone, C;H,O, is 58; a solution con- 
taining 2°42, 6°22, and 12°35 grams of acetone per 100 grams of water forms ice (according 
to the determinations of Beckmann) at 0°770°, 1:930°, and 8°820°, and these figures show 
that with a solution containing 0°58 grams of acetone per 100 of water the fall of the 
temperature of the formation of ice will be 0°185°, 0°180’, and 0°179° It must be 
remarked that the law of proportionality between the fall of temperature of the forma- 
tion of ice, and the composition of a solution, is in general only approximate, and is only 
applicable to weak solutions. 

We will here remark that the theoretical interest of this subject was strengthened 
on the discovery of the connection existing between the fall of tension, the fall of the 


ON WATER AND ITS COMPOUNDS 91 


to the amounts of salt in solution (1, 5, and 10 per 100 of water). 
Furthermore, it has been shown by experiment that the ratio of the 
diminution of vapour tension to the vapour tension of water at different 
temperatures in a given solution is an almost constant quantity,*° and 


temperature of the formation of ice, of osmotic pressure (Van’t Hoff, note 19), and of the 
electrical conductivity of solutions, and we will therefore supplement what we have 
already said on the subject by some short remarks on the method of investigating the 
phenomenon, and on its theretical results. 

In order to determine the temperature of the formation of ice (or of crystallisation 
of other solvents), a known solution is prepared and poured into a cylindrical vessel 
surrounded by a second similar vessel, leaving a layer of air between the two, which, 
being a bad conductor, prevents any rapid change of temperature. The bulb of a sensi- 
tive and corrected thermometer is immersed in the solution, and also a bent platinum 
wire for stirring the solution ; the whole is then cooled (by immersing the apparatus in a 
freezing mixture), andthe temperature at which ice begins to separate observed. If the 
temperature at first falls slightly lower, nevertheless, it becomes constant when ice 
begins to form. By then allowing the liquid to get just warm, and then again observing 
the temperature of the formation of ice, an exact determination may be arrived at. If 
there be a large mass of solution, the formation of the first crystals may be accelerated 
by dropping a smal! lump of ice into the solution already partially over-cooled. This 
only imperceptibly changes the composition of the solution. The observation should be 
made at the point of formation of only a very small amount of crystals, as otherwise the 
composition of the solution will become altered from their separation. Every precaution 
must be taken to prevent the access of moisture to the interior of the apparatus, which 
might also alter the composition of the solution or properties of the solvent (for instance, 
when using acetic acid). 

The very great theoretical interest of these observations on the fall of the tempera. © 
ture of the formation of ice, which are essentially very simple, dates from the time when 
Van't Hoff (note 19) showed that their consequences are in complete accord with those 
derived from observations on osmotic pressure. These latter showed that a molecular 
(expressed by formulae) quantity of a substance evinces an osmotic pressure in a solu- 
tion, which is equal to the atmospheric pressure (when z = 1), or which is greater than it 
by i times. The magnitude ¢, determined from osmotic observations on aqueous solutions, 
is also obtained from observations on the fall of the temperature of the formation of ice, 
if the fall corresponding with a solution containing 1 gram of a substance per 100 parts 
water be multiplied by the molecular weight (according to the formula of the substance, 
and expressing the weight of a molecule) of the substance dissolved, and divided by 
18°5. Thus from the above data for acetone, it is seen that with a solution containing 
1 gram, the fall of temperature of the formation of ice equals 0°318°, and after multiply- 
ing by the molecular weight (58), and dividing by 18°5, we havet=1. With sugar and 
many other substances (among salts, magnesium sulphate, for instance), with carbonic 
anhydride, &c., both methods give a figure which is nearly unity. For potassium and 
sodium chlorides, potassium iodide, nitre, and others, z is greater than 1 but less than 
2; for sulphuric and hydrochoric acids, sodium and calcium nitrates, and others, 7 is 
nearly 2; for solutions of barium and magnesium chlorides, potassium carbonate and 
dichromate, 1, according to both methods, is greater than 2 but less than 8. The further 
investigation of this subject should show whether these conclusions are entirely general, 
and would probably explain better than they do now those remarkable correlations 
which are arrived at with the present data. 

»” This fact, which was established by Gay-Lussac, Prinsep, and v. Babo, is confirmed 
by the latest observations, and enables us to express not only the fall of tension (p— p’) 


itself, but its ratio to the tension of water (? 7): It is to be remarked that in the 


absence of any chemical action. the fall of tension is either very small, or does not 
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that for every (dilute) solution the ratio between the diminution of vapour 
tension and of the freezing point is alsoa sufficiently constant quantity.*! 

The diminution of the vapour tension of solutions explains the rise 
in boiling point through the solution of solid non-volatile bodies in 
water. The temperature of a vapour is the same as that of the solu- 
tion from which it is generated, and therefore it follows that the 
aqueous vapour given off from a solution will be superheated. A 
saturated solution of common salt boils at 108°4°, a solution of 335 
parts of nitre in 100 parts of water at 115-9°, and a solution of 325 
parts of potassium chloride in 100 parts of water at 179°, if the tempera- 
ture of ebullition be determined by immersing the thermometer bulb in 
the liquid itself. This is another proof of the bond which exists between 
water and the substance dissolved. And this bond is seen still more 
clearly in those cases (for example, in the solution of nitric or formic 
acid in water) where the solution boils at a higher temperature than 
either water or the volatile substance dissolved in it. For this reason 
the solutions of certain gases- for instance, hydriodic or hydrochloric 
acid—boil above 100°. 

The separation of ice from solutions °? explains both the phenome- 
non, well known to seamen, that the ice formed from salt water gives 
fresh water, and also the fact that by freezing, just as by evaporation, 
a solution is obtained which is richer in salts than before. This is 
taken advantage of in cold countries for obtaining a liquor from sea- 
water, which is then evaporated for the extraction of salt. 

On the removal of part of the water from a solution (by evaporation 
or the separation of ice), there should be obtained a saturated solution, 
and then the substance dissolved should separate out. Solutions satu- 
rated at a certain temperature should also separate out a corresponding 
part of the substance dissolved if they be reduced, by cooling,’ to a 
exist at all (note 33), and is not proportional to the quantity of the substance added. . As 
a rule, the tension is then equal, according to the law of Dalton, to the sum of the 
tensions of the substances taken. Therefore, liquids which are insoluble in each other 
(for example, water and chloride of carbon) present a tension equal to the sum of their 
individual tensions, and therefore such a mixture boils at a lower temperature than the 
more volatile liquid (Magnus, Regnault). 

5! Tf, in our example, the fall of tension be divided by the tension of water, a figure i is 
obtained which is nearly 105 times less than the magnitude of the fall of temperature of 
formation of ice. This correlation was theoretically deduced by Goldberg, on the basis 
of the application of the mechanical theory of heat, and is repeated by many investigated 
solutions. 

5? Fritzsche showed that solutions of certain colouring matters yield colourless ice, 
which clearly proves the passage of water only intoa solid state, without any intermix- 
ture of the substance dissolved, although the possibility of the admixture in certain other 
cases cannot be denied. 


55 As the solubility of certain substances (for example, conine, cerium sulphate, and 
others) decreases with a rise of temperature (between certain limits—see, for example,. 
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temperature at which the water can no longer hold the former quantity 
of the substance in solution. If this separation, by cooling a saturated 
solution or by evaporation, take place slowly, crystals of the substance 
dissolved are in many cases formed ; and this is the method by which 
crystals of soluble salts are usually obtained. Certain solids very 
easily separate out from their solutions in perfectly-formed crystals, 
which may attain very large dimensions. Such are nickel sulphate, 
alum, sodium carbonate, chrome-alum, copper sulphate, potassium ferri- 
cyanide, and a whole series of other salts. The most remarkable circum- 
stance in this is that many solids in separating out from an aqueous 
solution retain a portion of water, forming crystallised solid substances 
which contain water. A portion of the water previously in the solution 
remains in the separated crystals. The water which is thus retained 
is called the water of crystallisation. Alum, copper sulphate, Glauber’s 
salt, and magnesium sulphate contain such water, but neither sal- 
ammoniac, nor table salt, nor nitre, nor potassium chlorate, nor silver 
nitrate, nor sugar, contains any water of crystallisation. One and the 
same substance may separate out froma solution with or without water 
of crystallisation, according to the temperature at which the crystals are 
formed. Thus common salt in crystallising from its solution in water 
at the ordinary or a higher temperature does not contain water of 
crystallisation. But if its separation from the solution takes place at 
a low temperature, namély below — 5°, then the crystals contain 38 
parts of water in 100 parts. Crystals of the same substance which 
‘separate out at different temperatures may contain different amounts 
of water of crystallisation. This proves to us that a solid dissolved in 
water may form various compounds with it, differing in their properties 
-and composition, and capable of appearing in a solid separate form like 
many ordinary definite compounds. This is indicated by the numerous 
properties and phenomena connected with solutions, and gives reason 
for thinking that there exist in solutions themselves such compounds of 


note 24), so these substances do not separate from their saturated solutions on cooling 
but on heating. Thus a solution of manganese sulphate, saturated at 70°, becomes cloudy 
on further heating. The point at which asubstance separates from its solution with a 
change of temperature gives an easy means of determining the co-efficient of solubility, 
and this was taken advantage of by Prof. Alexéeff for determining the solubility of many 
substances. The phenomenon and method of observation ix here essentially the same 
as in the determination of the temperature of formation of ice. If a solution of a sub- 

‘stance which separates out on heating be taken (for example, the sulphate of calcium 
or manganese), then at a certain fall of temperature ice will separate out from it, and at 
a certain rise of temperature the salt will separate out. From this example, and from 
general considerations, it is clear that the separation of a substance dissolved from a 
solution should present a certain analogy to the separation of ice from a solution. In 
both cases, a heterogeneous system of a solid and a liquid is formed from a homogeneous 
(liquid) system. 
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the substance dissolved, and the solvent or compounds similar to them, 
only in a liquid partly decomposed form. Even the colour of solutions 
may often confirm this opinion. Copper sulphate forms crystals having 
a blue colour and containing water of crystallisation. If the water of 
crystallisation be removed by heating the crystals to redness, a colour- 
less anhydrous substance is obtained (a white powder). From this it 
may be seen that the blue colour belongs to the compound of the copper 
salt with water. Solutions of copper sulphate are all blue, and con- 
sequently they contain a compound similar to the compound formed by 
the salt with its water of crystallisation. Crystals of cobalt chloride 
when dissolved in an anhydrous liquid— like alcohol, for instance— give 
a blue solution, but when they are dissolved in water a red solution is 
obtained. Crystals from the aqueous solution, according to Professor 
Potilitzin, contain six times as much water (CoCl,,6H,O) for a given 
weight of the salt, as those violet crystals (CoC!,,H.O) which are formed 
by the evaporation of an alcoholic solution. 

That solutions contain particular compounds with water is further 
shown by the phenomena of supersaturated solutions, of so-called cryo- 
hydrates, of solutions of certain acids having constant boiling points, 
and the properties of compounds containing water of crystallisation 
whose data it is indispensable to keep in view in the consideration of 
solutions. 

The phenomenon of supersaturated solutions consists in the follow- 
ing :—On the refrigeration of a saturated solution of certain salts,*4 
if the liquid be brought under certain conditions, the excess of the solid 
may sometimes remain in solution and not separate out. A great 
number of substances, and especially sodium sulphate, Na,SO,, or 
Glauber’s salt, easily form supersaturated solutions. If boiling water 
be saturated with this salt, and the solution be poured off from any 
remaining undissolved salt, and, the boiling being still continued, the 
vessel holding the solution be well closed by cotton wool, or by fusing up 
the vessel, or by covering the solution with a layer of oil, then it will be 
found that this saturated solution does not separate out any Glauber’s 
salt whatever on cooling down to the ordinary or even to a much 
lower temperature ; although without the above precautions a salt 
separates out on cooling, in the form of crystals which contain water of 


54 Those salts which separate out with water of crystallisation form supersaturated 
solutions with the greatest facility, and the phenomenon is much more common than 
was before imagined. The first data were given in the last century by Loewitz, in 
St. Petersburg. Numerous researches have proved that supersaturated solutions do not 
differ from ordinary solutions in any of their essential properties. The variation of 
specific gravity, vapour tension, formation of ice, &c., take place according to the ordinary 
laws. 
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crystallisation to the amount of Na,SO,,10H,O—that is, 180 parts of 
water for 142 parts of anhydrous salt. The supersaturated solution 
may be moved about or shaken inside the vessel holding it, and no 
crystallisation will take place ; the salt remains in the solution in as 
large an amount as at. a higher temperature. If the vessel holding 
the supersaturated solution be opened and crystals of Glauber’s salt be 
thrown in, crystallisation suddenly takes place.®*> A considerable rise 
in temperature is noticed during this rapid separation of crystals, which 
is explained by the salt, previously in a liquid state, passing into a solid 
state, by which, as is known, latent heat is evolved. This somewhat 
resembles the fact that water may be cooled below 0° (even to —10°) if 
it be left at rest, under certain circumstances, and evolves heat in 
suddenly crystallising. Although from this point of view there is a 
resemblance, yet in reality the phenomenon of supersaturated solutions 
is much more complicated. Thus, on cooling, a saturated solution of 
Glauber’s salt deposits crystals containing Na,SO,,7H,O,” or 126 parts 


55 Inasmuch as air, as has been shown by direct experiment, contains, although in 
very small quantities, minute crystals of salts, and among them of sodium sulphate, air 
can bring about the crystallisation of a saturated solution of sodium sulphate in an open 
vessel, but it has no effect on saturated solutions of certain other sa'ts; for example, lead 
acetate. According to the observations of De Boisbaudran, Gernez, and others, isomor- 
phous salts (analogous in composition) are capable of evoking crystallisation. Thus, a 
supersaturated solution of nickel sulphate crystallises by contact with crystals of sul- 
phates of other metals analogous to it, such as those of magnesium, cobalt, copper, and 
manganese. The crystallisation of a supersaturated solution, brought about by the con- 
tact of a minute crystal, starts from it in rays with a definite velocity, and it is evident 
that the crystals as they form propagate the crystallisation in definite directions. This 
phenomenon recalls the evolution of organisms from germs. An attraction of similar 
molecules ensues, and they dispose themselves in definite similar forms. 

4 In these days a view is very generally accepted, which regards supersaturated 
solutions as homogeneous systems, which pass into heterogeneous systems (composed of 
a liquid and a solid substance), in all respects exactly resembling the passage of water 
cooled below its freezing point into ice and water, or the passage of crystals of rhombic 
sulphur into monoclinic crystals, and of the monoclinic crystals into rhombic. Although 
many phenomena of supersaturation are thus clearly understood, yet the spontaneous for- 
mation of the unstable hepta-hydrated salt (with 7H,O), in the place of the more stable 
deca-hydrated salt (with mol. 10H,O), indicates a property of asaturated solution of sodium 
sulphate which obliges one to admit that it has a different structure form an ordinary 
solution. Stcherbacheff affirms, on the basis of his researches, that «a solution of the 
deca-hydrated salt gives, on evaporation, without the aid of heat, the deca-hydrated salt, 
whilst after heating above 33° it forms a supersaturated solution and the hepta-hydrated 
salt, which gives reason for thinking that the state of salts in supersaturated solutions 
is different from that in ordinary solutions. But in order that this view should be 
accepted, some signs must be discovered distinguishing solutions (which are, according to 
this view, isomeric) containing the hepta-hydrated salt from those containing the deca- 
hydrated salt, and all efforts made in this direction (the study of the properties of the 
solutions) have given negative results. Further, according to this view, one would expect 
that all supersaturated solutions would contain particular forms of crystallohydrates, 
and, although this is possible, yet up to now nothing of the kind has been observed, 
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of water per 142 parts of anhydrous salt, and not 180 parts of water, as 
in the above-mentioned salt. .Further, the crystals containing 7H,O 
are distinguished for their instability ; if they stand in contact not only 
with crystals of Na,SO,,10H,O, but with many other substances, they 
immediately become opaque, forming a mixture of anhydrous and deca- 
hydrated salts. It is evident that between water and a soluble sub- 
stance there may be established different kinds of greater or less stable 
equilibrium, of which solutions form one aspect.*? 


and one must think that the connection with the fusibility of the deca-hydrated salt 
(and of all salts which easily give supersaturated solutions and are capable of forming 
several crystallohydrates), and with that decomposition (formation of the anhydrous 
salt) which the deca-hydrated salt suffers on melting—plays its part here. As some 
erystallohydrates of salts (alums, sugar of lead, calcium chloride) melt without 
decomposing, whilst others (like Na,gSO,,H.,O) are decomposed, then it may be that the 
latter are only in a state of equilibrium at a higher temperature than their melting point. 
Did experiment show that the hepta-hydrated salt began to crystallise below 33°, and 
that then only the crystals grow, thenall the data concerning supersaturated solutions of 
sodium sulphate could be explained exclusively in the sense of a super-cooling effect. 
At present, however, these questions, notwithstanding the mass of research to which 
they have been subjected, cannot be considered as fully resolved. It may here be 
observed that in melting crystals of the deca-hydrated salt, there is formed, besides 
the solid anhydrous salt, a saturated solution giving the hepta-hydrated salt, so that this 
passage from the deca- to the hepta-hydrated salt, and the reverse, takes place with the 
formation of the anhydrous (or it may be, mono-hydrated) salt. 

The researches of Pickering (1887) on the amount of heat which is evolved in the 
solution of hydrous and anhydrous salts at different temperatures, give reason to think 
that ata certain temperature no heat will be evolved in the combination with water; that 
is, that probably such a combination will not take place. Thus 106 grams (the molecular 
weight in grams) of anhydrous sodium carbonate, Na,CQ;, in dissolving in 7,200 grams 
(=400 H,O) of water, evolve 4,300 calories at 4°, 5,800 at 16°, and 5,850 calories at 25° (in 
other cases the heat evolved in solution also increases with a rise of temperature). If, 
however, the crystallo- hydrate, Na,COs , 10H,0, be taken, then (for the same quantity of 
anhydrous salt) an absorption of heat is observed; at 4° — 16,250, at 16°— 16,150, and at 
25° — 16,300 calories. As inthis case a portion of the heat absorbed is due to the fact that 
the water of crystallisation taken in a solid state appears in a liquid state, Pickering sub- 
tracts the latent heat of liquefaction of ice, and obtains in the given case at 4°— 1,700, at 
16°—600, and at 28°—0 calories. From this, the heat of the formation of the crystallo- 
hydrate, or the heat evolved by the combination of Na,CO; with 10H,O, may be 
calculated (by subtracting the former quantities from the first). At 4° it is equal to 
+ 6,000, at 16°+5,900, at 25°+5,850 calories; that is, it distinctly decreases, although 
but slightly, with the rise of temperature. It may be that for Na,SO, at 33° the heats 
of the formation of + 10H,O and 7H,0 differ but very slightly. 

57 Emulsions, like milk, are composed of a solution of glutinous or like substances, 
or of oily liquids suspended in a liquid in the form of drops, which are clearly visible 
under a microscope, snd form an example of a mechanical formation which resembles 
solutions. But the difference from solutions is here evident. There are, however, 
solutions which approach very near to emulsions in the facility with which the substance 
dissolved separates from them. It has long been known, for example, that a particular 
kindof Prussian blue, KFe.(CN),, dissolves in pure water, but,on the addition of the 

‘smallest quantity of either of a number of salts, it curdles and becomes quite insoluble. 
If copper sulphide (CuS), cadmium sulphide (CdS), arsenic sulphide (As)S;), and many 
other metallic sulphides, be obtained by a method of double decomposition (by precipi- 
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Solutions of salts on refrigeration below 0° deposit ice or crys- 
tals (which then usually contain water of crystallisation) of the salt 
dissolved, and on arriving by this means at a certain degree of con- 
centration they solidify in their entire mass. These solidified masses 
are termed cryohydrates. My researches on solutions of common salt 
(1868) showed that its solution solidifies when it reaches a composition 
NaCl+ 10H,0 (180 parts of water per 58:5 parts of salt), which takes 
place at about —23°. The solidified solution melts at the same temper- 
ature, and both the portion melted and the remainder preserve the 
above composition. Guthrie (1874-1876) obtained the cryohydrates of 
many salts, and he showed that certain of them are formed at com- 
paratively low temperatures, whilst others (for instance, corrosive 
sublimate, alums, potassium chlorate, and various colloids) are formed 
on a slight cooling, to—2° or even before, and that these contain a 
very large amount of water. One can easily imagine that these two 
series of cryohydrates differ considerably from each other, but the in- 
sufficiency of the existing data**® does not permit of a true judgment 
being formed. Nevertheless, in the case of common salt, the cryo- 


tating salts of these metals by hydrogen sulphide), and be then carefully washed (by 
allowing the precipitate to settle, pouring off the liquid, and again adding sulphuretted 
hydrogen water), then, as was shown by Schulze, Spring, Prost, and others, the pre- 
viously insoluble sulphides pass into transparent (for mercury, lead. and silver, reddish 
brown ; for copper and iron, greenish brown; for cadmium and indium, yellow; and for 
zinc, colourless) solutions, which may be preserved (the weaker they are the longer they 
keep) and even boiled, but which, nevertheless, in time become curdled—that is, settle 
in an insoluble form, and then sometimes become crystalline and quite incapable of 
re-dissolving. Graham and others observed the power shown by colloids (see note 18) of 
forming similar hydrosols or solutions of gelatinous colloids, and, in describing alumina 
and silica, we shall have occasion to speak of such solutions once more. 

In the existing state of our knowledge concerning solution, such solutions may be 
looked on as a transition between emulsion and ordinary solutions, but no fundamental 
judgment can be formed about them until a study has been made of their relations to 
ordinary solutions (the solutions of even soluble colloids freeze immediately on cooling 
below 0°, and, according to Guthrie, do not form cryohydrates), and to supersaturated 
solutions, with which they have certain points in common. 

5* Offer (1880) concludes, from his researches on cryohydrates, that they are simple 
mixtures of ice and salts, having a constant melting point, Just as there are alloys having a 
constant point of fusion, and solutions of liquids with a constant boiling point (see note 60). 
This does not, however, explain in what form a salt is contained, for instance, in the 
cryohydrate, NaC!+10H,O. At temperatures above —10° common salt separates out in 
anhydrous crystals, and at temperatures near —10°, in combination with water of 
crystallisation, NaCl+2H,0, and, therefore, it is very improbable that at still lower 
temperatures it would separate without water. If the possibility of the solidified cryo- 
hydrate containing NauCl+2H,0O and ice be admitted, then it is not clear why one of 
these substances does not melt before the other. If alcohol does not extract water from 
the solid mass, leaving the salt behind, this does not prove the presence of ice, because 
alcohol aleo takes up water from the crystals of many hydrated substances (for instance, 
from NaC] +2H,0) at about their melting-points. Besides which, a simvle observation 
on the cryohydrate, NuC] + 10H,0, shows that with the most careful cooling it does not 
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hydrate with 10 molecules of water, and in the case of sodium nitrate, 
the cryohydrate*® with 7 molecules of water (7.e., 126 parts of water 
per 85 of salt) should be accepted as established substances, capable of 
passing from a solid to a liquid state and conversely ; and therefore it 
may be thought that in cryohydrates we have solutions which are not 
only undecomposable by cold, but also have a definite composition which 
would present a fresh case of definite equilibrium between the solvent 
and the substance dissolved. 

The formation of definite but unstable coinpounds in the process of 
solution becomes evident from the phenomena of a marked decrease of 
vapour tension, or from the rise of the temperature of ebullition which 
occurs in the solution of certain volatile liquids and gases in water. As 
an example, we will take hydriodic acid, HI, a gas which liquefies on 
a very considerable reduction of temperature, giving a liquid which 
boils at — 20°. A solution of it containing 57 p.c. of hydriodic acid is 
distinguished by its great stability. If it be evaporated by heating, 
the hydriodic acid volatilises together with the water in the same 
proportions as they occur in the solution, so that the gas passes off 
together with the aqueous vapour, and therefore such a solution may be 
distilled unchanged, for the distillate will contain the same proportion 
of hydriodic acid and water as was originally taken. The solution 
boils at a higher temperature than water. The physical properties of 
the gas and water in this case already clisappear ; there is formed a 
stable compound between water and the gas, a new substance which 
has its definite boiling point. To put it more correctly, this is not the 
temperature of ebullition, but the temperature at which the compound 
formed decomposes, forming the vapours of the products of dissociation, 
which, on cooling, re-combine. The above-described aqueous solution 
boils at 127°. Should a less amount of hydriodic acid be dissolved 
in water than the above, then, on heating such a solution, water only 
will at first be distilled over, until the solution attains the above-, 
mentioned composition ; it will then distil over unaltered. If more 
hydriodic acid be passed into such a solution a fresh quantity of the 
gas will dissolve, which, however, may be very easily removed. It 
must not, however, be thought that those forces which determine the 
on the addition of ice deposit ice, which would occur if ice in intermixture with the salt 
were formed on solidification. 

I may add with regard to cryohydrates that, in investigating aqueous solutions of 
alcohol (note 19), I concluded, on the basis of the specific gravity, that a compound, 
C,H,0 + 12H,0, existed, and a solution of this composition completely solidifies on cool- 
ing to — 20°, forming well-formed crystals, which melt at about —18°, as was shown by 
observations made by W. E. Tischenko and myself. This definite compound reminds 


one of cryohydrates in many respects. 
5° See note 24. 
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formation of ordinary gaseous solutions play no part whatever in the 
formation of a solution having a definite boiling point ; that they do 
act is shown from the fact that such constant gaseous solutions vary in 
their composition under different pressures.°® Therefore, it is not at 


69 For this reason (the want of entire constancy of the composition of constant boiling 
solutions with a change of pressure) many deny the existence of definite hydrates formed 
by volatile substances—for instance, by hydrochloric acid and water. They generally 
argue as follows: If there did exist a constancy of composition, then it would not be 
altered by a change of pressure. But the distillation of constant boiling hydrates is un- 
doubtedly accompanied (judging by the vapour densities determined by Bineau), like the 
distillation of sal-ammoniac, sulphuric acid, &c., by an entire decomposition of the 
previous compound—that is, these substances do not exist in a state of vapour, but 
their products of decomposition (hydrochloric acid and water) are gases at the tempera- 
ture of volatilisation, which dissolve in the volatilised and condensed liquids; but the 
solubility of gases in liquids depends on the pressure, and, therefore, the composition of 
constant boiling solutions may, and even ought to, vary with a change of pressure, and, 
further, the smaller the pressure and the lower the temperature of volatilisation, the 
more likely is a true compound to be obtained. According to the researches of Roscoe 
and Dittmar (1859), the constant boiling solution of hydrochloric acid proved to contain 
18 p.c. of hydrochloric acid at a pressure of 3 atmospheres, 20 p.c. at 1 atmosphere, 
and 28 p.c. at , of an atmosphere. On passing air through the solution until its 
composition became constant (2.e., forcing the excess of aqueous vapour or of hydro- 
chloric acid to pass away with the air), then acid was obtained containing about 
20 p.c. at 100°, about 23 p.c. at 50°, and about 25 p.c. at 0°. From this it is seen 
that by decreasing the pressure and lowering the temperature of evaporation one 
arrives at the same limit, where the composition should be taken as HC1+6H,O, which 
requires 25°26 p.c. of hydrochloric acid. Fuming hydrochloric acid contains more than 
this. 

The most important fact in evidence of the existence of definite compounds in acids 
boiling at a constant temperature is the fall of tension. The gas loses its tension, does not 
follow the law of Henry and Dalton with a diminution of pressure; its solution oaly parts 
with water; the vapour tension of a volatile liquid in solution is less than its own or that 
of the water combined with it. This loss of tension is a loss of movement brought about 
by the action of the attraction existing between the water and the substance dissolved. In 
the case already considered, as in the case of formic acid in the researches of D. P. 
Konovaloff (note 47), the constant boiling solution corresponds with a minimum tension— 
that is, with a boiling point higher than that of either of the component elements. But 
there is another case of constant boiling solutions similar to the case of the solution of 
propy! alcohol, C;H,O, when a solution, undecomposed by distillation, boils at a lower 
point than that of the more volatile liquid. However, in this case also, if there be 
solution, the possibility cannot be denied of the formation of a definite compound in the 
form C;H,0+ H.O, and the tension of the solution is not equal to the sum of tensions 
of the components. There are possible cases of constant boiling mixtures even when there 
is no solution nor any loss of tension, and consequently no chemical action, because the 
amount of liquids that are volatilised is determined by the product of the vapour densities 
into their vapour tensions (Wanklyn), in consequence of which liquids whose boiling 
point is above 100°—for instance, turpentine and ethereal oils in general—when distilled 
with aqueous vapour, pass over at a temperature below 100°. Consequently, it is not in 
the constancy of composition and boiling point (temperature of decomposition) that the 
signs of a clear chemical action should be seen in the above-described solutions of acids, 
but in the great loss of tension, which completely resembles the loss of tension ob- 
served, for instance, in the perfectly-definite combinations of substances with water of 
crystallisation (see later, note 65). Sulphuric acid, H.SO,, as we shall learn later, is also 
decomposed by distillation, like HC1+6H,O, and exhibits, moreover, all the signs of a 
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every, but only at the ordinary, atmospheric pressure that a constant 
boiling solution of hydriodic acid will contain 547 p.c. of the gas. At 
another pressure the proportion of water and hydriodic acid will be 
different. It varies, however, judging from observations made by Roscoe, 
very little for considerable variations of pressure. This variation in 
composition directly indicates that pressure exerts an influence on the 
formation of unstable chemical compounds which are easily dissociated 
(with formation of a gas), just as it influences the solution of gases, 
only the latter is influenced to a more considerable degree than the 
former.®' Hydrochloric, nitric, and other acids form solutions having 
definite boiling points, like that of hydriodic acid. They show further 
the common property, if containing but a small proportion of water, that 
they fume in air. Strong solutions of nitric, hydrochloric, hydriodic, 
and other gases are even termed ‘fuming acids.’ The fuming liquids 
contain a definite compound, whose temperature of ebullition (decom- 
position) is higher than 100°, and contain also an excess of the volatile 
substance dissolved, which (the substance) exhibits a capacity to com- 
bine with water and form a hydrate, whose vapour tension is less than 
that of aqueous vapour. On evaporating in air, this dissolved substance 
meets the atmospheric moisture and forms a visible vapour (fumes) with 
it, which consists of the above-mentioned compound. The attraction 
or affinity which binds, for instance, hydriodic acid with water is 
evinced not only in the evolution of heat and the diminution of vapour 
tension (rise of boiling point), but also in many purely chemical rela- 
tions. Thus hydriodic acid is produced from iodine and hydrogen 
sulphide in the presence of water, but unless water is present this re- 
action does not take place."? 


definite chemical compound. The study of the variation of the specific gravities of 
solutions as dependent on their composition (see note 19) shows that phenomena of a 
similar kind, although of different dimensions, take place in the formation of both H,SO, 
from H,O and SO,, and of HCl + 6H,0 (or of aqueous solutions analogous to it) from HCl 
and H,O. 

6! The essence of the matter may be thus represented. A substance A, either gaseous 
or easily volatile, forms with a certain quantity of water, »H.O, a definite complex com- 
pound 4nH,0, which is stable up to a temperature ¢ higher than 100°. At this tempera- 
ture it is decomposed into two substances, 4+ H,O. Both boil below f° at the ordinary 
pressure, and therefore at ¢° they distil over and re-combine in the receiver. But if a 
part of the substance 4nH,O is decomposed or volatilised, there still remains a portion of 
undecom posed liquid in the vessel, which can partially dissolve one of the products of 
decomposition, and that in quantity varying with the pressure and temperature, and 
therefore the solution at a constant boiling point will have a shghtly-different composition 
at different pressures. 

62 For solutions of hydrochloric acid in water there are still greater differences in 
reactions. For instance, strong solutions decompose antimony sulphide (forming hydro- 
gen sulphide, H2S), and precipitate common salt from its solutions whilst weak solutions 
do not act thus. 
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Many compounds containing water of crystallisation are solid sub- 
stances (when melted they are already solutions—z.e., liquids) ; further- 
more, they are capable of being formed from solutions, as is ice or 
aqueous vapour. I propose calling them crystallo-hydrates. Inasmuch 
as the direct presence of ice or aqueous vapour cannot be admitted in 
solutions (for these are liquids), although the presence of water may 
be, so also there is no basis for acknowledging the presence in solu- 
tions of substances in an already-existing state of combination with 
water of crystallisation, although they are obtained from solutions as 
such.°3 It is evident that such substances present one of the many 
forms of equilibrium between water and a substance dissolved in it. 
This form, however, reminds one, in all respects, of solutions—that is, 
agueous compounds which are more or less easily decomposed, with 
separation of water and the formation of a less aqueous or an anhydrous 
compound. In fact, there are not a few crystals containing water 
which lose a part of their water at the ordinary temperature. Of such 
a kind, for instance, are the crystals of soda, or sodium carbonate, 
which, when separated from an aqueous solution at the ordinary 
temperature, are quite transparent; but when left exposed to air, 
lose a portion of their water, becoming opaque, and, in the process, 
lose their crystalline appearance, although preserving their original 
form. This process of the separation of water at the ordinary tempera- 
ture is termed the efflurescence of crystals. Efflorescence takes place 
more rapidly under the receiver of an air pump, and especially at a 
gentle heat. This breaking up of a crystal is dissociation at the 
ordinary temperature. Solutions are decomposed in exactly the same 
manner.®4 The tension of the aqueous vapour, which is given off from 


63 Supersaturated solutions yive an excellent proof in this respect. Thus a solution 
of copper sulphate generally crystallises in penta-hydrated crystals, CuSO, +5H,O, and 
its saturated solution gives such crystals if it be brought into contact with the minutest 
possible crystal of the sume kind. But, according to the observations of Lecoq de Bois- 
baudran, if a crystal of ferrous sulphate (an isomorphous salt, see note 55), FeSO, + 7H,O, 
be placed in a saturated solution of copper sulphate, then crystals of hepta-hydrated salt, 
CuSO,+7H,0, are obtained. It is evident that neither the penta- nor the hepta-hydrated 
salt is contained as such in the solution. The solution presents it’ own particular liquid 
form of equilibrium. 

64 Efflorescence, like every evaporation, proceeds from the surface. Inside crystals 
which have effloresced there is usually found a non-efforesced mass, so that the majority 
of effloresced crystals of washing soda show, in their fracture, a transparent nucleus 
coated by an effloresced, opaque, powdery mass. It is a remarkable circumstance in this 
respect that efflorescence proceeds in a completely regular and uniform manner, so that 
the angles and planes of similar crystallographic character effloresce simultaneously, 
and in this respect the crystalline form determines those parts of crystals where efflo- 
rescence starts, and the order in which it continues. In solutions evaporation also 
proceeds from the surface, and the first crystals which appear on its reaching the 
required degree of saturation are also formed at the surface. After falling to the 
bottom the crystals naturally continue to grow (see Chap. X.). 
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ervstallo-hydrates is naturally, as with solutions, less than the vapour 
tension of water itself °° at the same temperature, and therefore many 
anhydrous salts which are capable of combining with water absorb 
aqueous vapour from moist air; that is, they act like a cold body on 
which water is deposited from steam. It is on this that the desiccation 
of gases is based, and it must further be remarked in this respect that 
certain substances—for instance, potassium carborate (K,CO;) and 
calcium chloride (CaCl,)—not only absorb the water necessary for the 
formation of a solid crystalline compound, but also give solutions, or 
deliquesce, as it is termed, in moist air. Many crystals do not effloresce 
in the least at the ordinary temperature ; forexample, copper sulphate, 
which may be preserved for an indefinite length of time without efflo- 
rescing, but when placed under the receiver of an air pump, if efflores- 
cence be once started, it goes on at the ordinary temperature. The 
temperature at which the entire separation of water from crystals takes 
place varies considerably, not only for different substances but also for 
different portions of the contained water. Very often the temperature 
at which dissociation begins is very much higher than the boiling point 
of water. So, for example, copper sulphate, which contains 36 p.c. of 
water, gives up 28°8 p.c. at 100°, and the remaining quantity, namely 
72 p.c., only at 240°. Alum, out of the 45°5 p.c. of water which it con- 
tains, gives up 18-9 p.c. at 100°, 17-7 p.c. at 120°, 7-7 p.c. at 180°, and 
1 p.c. at 280°; it only loses the last quantity (1 p.c.) at their temperature 
of decomposition. These examples clearly show that the annexation of 
water of crystallisation is accompanied by a rather profound, although, 
in comparison with instances which we shall consider later, still incon- 


65 According to Lescuweur (1843), at 100° a thick soluticn of barium hydroxide, BaH2QOg, 
on first depositing crystals (with + H,gO) has a tension of about 630 mm. (instead of 760 mm., 
the tension of water), which decreases (because the solution evaporates) to 45 mm., when 
all the water is expelled from the crystals, BaH,O,+H,0, which are formed, but they 
also lose water (dissociate, effloresce at 100-), leaving the hydroxide, BaH.O., which is per- 
fectly undecomposable at 100°—that is, does not part with water. At 73° (the tension of 
water is then 265 mm.) a solution, containing 33H,O, on crystallising has a tension of 
2380 mm.; the crystals BaH.O + 8H,0O, which separate out, have a tension of 160 mm. ; on 
losing water they give BuaH,O,+H.,O. This substance does not decompose at 73°, and 
therefore its tension =0. Miiller-Erzbach (1884) determines the tension (with reference 
to liquid water) by placing similar long tubes with water and the substances experi- 
mented with in a desiccator, the rate of loss of water giving the relative tension. Thus, 
at the ordinary temperature, crystals of sodium phosphate, Na,HPO,+12H.,0, present 
a tension of 0°7 compared with water, until they lose 5H,O, then 0-4 until they lose 5H,O 
more, and on losing the last equivalent of water the tension falls to 0°04 compared with 
water. It is clear that the different molecules of water are held by an unequal force. 
Out of the five molecules of water in copper sulphate the two first are comparatively 
easily separated, even at the ordinary temperature (but only after several days in a 
desiccator, according to Latchinoff) ; the next two are more difticultly separated, and the 
last equivalent is held firmly, even at 100°. 
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siderable, change of its properties. In certain cases the water of crys- 
tallisation is only given off when the solid form of the substance is 
destroyed : when the crystals melt on heating. The crystals are then 
sald to melt in their water of crystallisation. Further, after the separa- 
tion of the water, a solid substance remains behind, so that by further 
heating it acquires a solid form. This is seen most clearly in crystals 
of sugar of lead or lead acetate, which melt in their water of crystalli- 
sation at a temperature of 56°25°, and in so doing begin to lose water. 
On reaching a temperature of 100° the sugar of lead solidifies, having 
lost all its water; and then at a temperature of 280° the anhydrous and 
solidified salt again melts. Sodium acetate (C,H,Na0,,3H,O) melts 
at 58° (but resolidities only on contact with a crystal, otherwise it may 
remain liquid even at 0° ; as the temperature does not change during 
solidification, the melted salt can be used for obtaining a constant 
temperature of 58°). According to Jeannel, the latent heat of fusion is 
about 28 calories, and, according to Pickering, the heat of solution is 35 
calories. When melted, this salt boils at 123°—that is, the tension of 
the aqueous vapour given off then equals the atmospheric pressure. 

It is most important to recognise in respect to the water of crys- 
tallisation that its ratio to the quantity of the substance with which it 
is combined is always a constant quantity. However often we may 
prepare copper sulphate, we shall always find 36°14 p.c. of water in its 
crystals, and these crystals always lose four-fifths of their water at 
100°, and one-fifth of the whole amount of the water contained remains 
in the crystals at 100°, and is only expelled from them at a temperature 
of about 240°. The determination of the amount of water of crystal- 
lisation is easily made if a weighed quantity of crystals is dried in an 
air or other bath. What has been said about crystals of copper sulphate 
refers also to crystals of every other substance which contain water of 
crystallisation. It is impossible to here increase either the relative 
proportion of the salt or of the water, without changing the homo- 
geneity of the substance. If once a portion of the water be lost—for 
instance, if once efflorescence takes place—a mixture is obtained, and 
not a homogeneous substance, namely a mixture of a substance deprived 
of water with a substance which has not yet lost water—1.e., decom- 
position has already commenced. This constant ratio is an example of 
the fact that in chemical compounds the quantity of the component 
parts is quite definite ; that is, it is an example of the so-called definite 
chemical compounds. They may be distinguished from solutions, and 
from all other so-called indefinite chemical compounds, in that at least 
one, and sometimes both, of the component parts may be added in a 
large quantity to an indefinite chemical compound without destroying 
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its homogeneity, as in solutions, whilst it is impossible to add any one 
of the component parts to a definite chemical compound without de- 
stroying the homogeneity of the entire mass. Definite chemical] com- 
pounds only decompose at a certain rise in temperature ; on a lowering 
in temperature they do not, at least with very few exceptions, yield 
their components like solutions which form ice or compounds with water 
of crystallisation. This obliges one to consider that solutions contain 
water as water,” although it may sometimes be in a very small quan- 
tity. Therefore solutions which are capable of entirely solidifying (for 
instance, cryohydrates and crystallo-hydrates-—7.e., compounds with 
water of crystallisation which are capable of melting —or the compound 
of 844 parts of sulphuric acid, H,SO,, with 15} parts of water, H,0, 
or H,SO,,H,O, or H,SO,) appear as true definite chemical compounds. 
If, then, we imagine such a definite compound in a liquid state, and 
admit that it partially decomposes in this state, separating water— 
not as ice or vapour (for then the system would be heterogeneous, 
including substances in different physical states), but in a liquid form, 
when the system will be homogeneous—then we shall form an idea of 
a solution as an unstable, decomposing fluid equilibrium between water 
and the substance dissolved. Just as the component elements may be 
added to a gaseous mixture without destroying its homogeneity, so both 
the solvent may be added to a solution (the solution will then be 
obtained diluted, and no longer presenting a definite composition), and 
also the substance dissolved may be added (witha solid and a saturated 
solution a supersaturated solution will be obtained), which may, how- 
ever, owing to the force of the cohesion of its parts, separate out from 
the solution in a crystallised form. In adding the solvent, or the 
substance dissolved, without destruction of the homogeneity of the 
whole, we altered their relative quantity (the proportion of the acting 
masses), by which there will be an alteration, both in the quantity of the 
water, forming one of the products of dissociation, and also of the relative 
quantity of one or many of the definite compounds between the water 
and the substance dissolved. Owing to this change, there occurs an 
alteration in the properties of a solution (contraction, change of vapour 
tension, &c.) ; not in the sense of a purely mechanical change in the 
proportion of the components (as in the intermixture of non reacting 


‘6 Such a phenomenon frequently presents itself in purely chemical action. For 
instance, let a liquid substance 4 pive, with another liquid substance B, under the condi- 
tions of an experiment, a mere minute quantity of a solid or gaseous substance C. This 
small quantity will separate out (pass away from the sphere of action, as Berthollet 
expressed it), and the remaining masses of 4A and B will again give Cj consequently, 
under these conditions, action will go on to the end. Such, it seems to me, is the action 
in solutions when they yield ice or vapour indicating the presence of water. 
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gases), but in the sense of an alteration in the quantity of those definite 
liquid chemical compounds which are determined by the chemical attrac- 
tion between water and the substance dissolved in it, and by their 
capacity for forming with it diverse compounds,” which is seen in the 
capacity of one substance to form with water many various crystallo- 
hydrates, or compounds with water of crystallisation, showing cliverse 
and independent properties. From these considerations, so/utions 
may be regarded as fluid, unstable, definite chemical compounds in a 
state of dissociation. 


87 Certain substances are capable of forming only one compound, others several, and 
these of the most varied degrees of stability. The compounds of water are instances of 
this kind. In solutions of sulphuric acids (see note 19), for example, the existence must 
be acknowledged of several different definite compounds. Many of these have not yet 
been obtained in a free state, and it may be that they cannot be obtained in any other 
but a liquid form—that is, dissolved; just as there are many undoubted definite coin- 
pounds which only exist in one physical state. Among the hydrates such instances 
occur. The compound CO. + 8H.O (see note 31), according to Wroblewski, only occurs in 
a solid form. Hydrates like HS + 12H,O (De Forcrand and Villard), HBr + H,O (Rooze- 
boom), can only be accepted on the basis of a decrease of tension, but present themselves 
as very transient substances, incapable of existing in a stable free state. Even sulphuric 
acid, H,SO,, itself, which undoubtedly is a definite compound, fumes in a liquid form, 
evolving the anhydride, SO,—that is, exhibits a very unstable equilibrium. The crystallo- 
hydrates of chlorine, Cl. + 4H,O, of hydrogen sulphide, H.S + 12H.,,0 tit is formed at 0°, 
and is completely decomposed at +1°, as then 1 vol. of water only dissolves 4 vols. of 
hydrogen sulphide, while at 01° it dissolves about 100 vols.), and of many other guses, 
are instances of hydrates which are very unstable. 

** Of such a kind are also other indefinite chemical compounds; for example, 
metallic alloys. These are solid substances or solidified solutions of metals. They also 
contain definite compounds, and may contain an excess of one of the metals. According 
to the experiments of Laurie (188s), the alloys of zinc with copper in respect to the electro- 
niotive force in galvanic batteries behave just like zine if the proportion of copper in the 
alloy does not exceed a certain percentage—that is, until a definite compound is attained 
—for then there are yet particles of free zinc; but if a copper surface be taken, and it be 
covered by only one-thousandth part of its area of zinc, then only the zine will act ina 
valvanic battery. 

6° According to the above supposition, the condition of solutions in the sense of the 
kinetic hypothesis of matter (that is, on the supposition of an internal movement of 
molecules and atoms) may be represented in the following form :—In a homogeneous 
liquid—for instance, water—the molecules occur in a certain state of, although mobile, 
still stable, equilibrium. When a substance 4 dissolves in water, its molecules form with 
several molecules of water, systems .2H.O, which are so unstable that when surrounded 
by molecules of water they decompose and re-fomn, so that 4 passes from one mass of 
molecules of water to another, and the molecules of water which were at this moment in 
harmonious movement with A in the form of the system .40H,O, in the next instant 
may have already succeeded in getting free. The addition of water or of molecules of A 
may either only alter the number of free molecules, which in their turn enter into systems 
AnH.O, or they may introduce conditions for the possibility of building up new systems 
AmH,O, where m is either greater or less than x. If in the solution the relation of the 
molecules be the same ax in the system AmH.O, then the addition of fresh molecules of 
water or of 4 would be followed by the formation of new molecules A0H.O. The relative 
quantity, stability, and composition of these systems or definite compounds will vary in 
one or another solution. Such a view of solutions came to ime from a most intimate 
study of the variation of their specific gravities, to which my book, cited in note 19, is 
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In regarding solutions from this point of view they come under the 
head of those definite compounds which chemistry mainly treats of.74 
For this reason we will direct our particular attention to one side of 
the subject under consideration, which touches on the essential property 


devoted. Definite compounds, dAu,H,O and Am,H,O, existing in a free—for instance, 
solid—form, may in certain cases be held in solutions in a dissociated state (although but 
partially) ; they are similar in their structure to those definite substances which are 
formed in solutions, but nothing obliges one to think that it is such systems as, for 
instance, Na,SO, + 10H,O, or Na,SO,+7H.20, or Na,SO,, that are contained in solu- 
tions. The comparatively more stable systems 4An,H.O which exist in a free state and 
change their physical state must present, although within certain limits of temperature, 
an entirely harmonious kind of movement of A with 2,H,0; the property also and state 
of systems 4dnH.O and 4AmH,O, occurring in solutions, is that they are in a liquid 
form, although partially dissociated. Substances A,, which give solutions, are distin- 
guished by the fact that they can form such unstable systems 4nH,O, but besides them 
they can give other much more stable systems .42,H,O. Thus ethylene, CaHy, in dis- 
solving in water, probably forms a system C,H ,2H,0, which easily splits up into CaH, 
and H,O, but it also gives the system of alcohol, CpH,,H,O or C,.H,O, which is compara- 
tively stable. Thus oxygen can dissolve in water, and it can combine with it, forming 
peroxide of hydrogen. Turpentine, C,)H,,5, does not dissolve in water, but it combines 
with it in a comparatively stable hydrate. In other words, the chemical structure of 
hydrates, or of the definite compounds which are contained in solutions, is distinguished 
not only by its original peculiarities but also bya diversity of stability. A similar struc- 
ture to hydrates must be acknowledged in crystallo-hydrates. On melting they give actual 
(real) solutions. As substances which give crystallo-hydrates, like salts, are capable of 
forming a number of diverse hydrates, and as the greater the number of molecules of 
water (2) they (.42H.O) contain the lower is the temperature of their formation, and as 
the more easily they decompose the more water they hold, therefore, in the first place, 
the isolation of hydrates holding much water existing in aqueous solutions may be 
soonest looked for at low temperatures (although, perhaps, in certain cases they cannot 
exist in the solid state); and secondly, the stability also of such higher hydrates will be 
at a minimum under the ordinary circumstances of the occurrence of liquid water. 
Hence u further more detailed investigation of cryoliydrates (note 58) may help to the 
elucidation of the nature of solutions. But it may be foreseen that certain cryohydrates 
will, like metallic alloys, present solidified mixtures of ice with the salts themselves and 
their more stable hydrates, and others will be definite compounds. 

70 The above representation of solutions, &c., considering them as a particular state 
of definite compounds, excludes the independent existence of indefinite compounds ; 
by this means that unity of chemical conception is obtained which cannot be arrived 
at by admitting the physico-mechanical conception of indefinite compounds. The 
gradual transition from typical solutions (as of gases in water, and of weak saline 
solutions) to sulphuric acid, and from it and its definite, but yet unstable and liquid, 
compounds, to clearly definite compounds, such as salts and their crystallo-hydrates, 
is so imperceptible, that by denying that solutions pertain to the number of definite 
but dissociating compounds, we risk denying the definiteness of the atomic com- 
position of such substances as sulphuric acid or of molten crystallo-hydrates. I 
repeat, however, that for the present the theory of solutions cannot be considered as 
firmly established. The above opinion about them is nothing more than a hypothesis 
which endeavours to satisfy those comparatively limited data which we have for the 
present about solutions, and of those cases of their transition into definite compounds. 
By submitting solutions to the Daltonic conception of atomism, I hope that we may not 
only attain to a general harmonious chemical doctrine, but also that new motives for 
investigation and research will appear in the problem of solutions, which must either 
confirm the proposed theory or replace it by another fuller and truer one, 
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of definite compounds as a class to whose number solutions should (or 
at least, may) be referred. 

We saw above that copper sulphate loses four-fifths of its water at 
100° and the remainder at 240°. This means that there are two definite 
compounds of water with the anhydrous salt. Washing soda or car- 
bonate of sodium, Na,CO,, separates out as crystals, Na,CO;,1CH,0, 
containing 62:9 p.c. of water by weight, from its solutions at the 
ordinary temperature. When a solution of the same salt deposits crystals 
at a low temperature, about —20°, then these crystals contain 71-8 parts 
of water per 28-2 parts of anhydrous salt. Further, the crystals are 
obtained together with ice, and are left behind when it melts. If 
ordinary soda, with 62-9 p.c. of water, be cautiously melted in its own 
water of crystallisation, there remains a salt, in a solid state, containing 
only 14:5 p.c. of water, and a liquid is obtained which contains the solu- 
tion of a salt which separates out crystals at 34°, which contain 46 p.c. 
of water and do not effloresce in air. Lastly, if a supersaturated solu- 
tion of soda be prepared, then at temperatures below 8° it deposits 
crystals containing 54°3 p.c. of water. Thus there are known as many 
as five compounds of anhydrous soda with water; and they are dis- 
similar in their properties and crystalline form, and even in their 
solubility. We will mention that the greatest amount of water in the 
crystals corresponds with a temperature of 20°, and the smallest to the 
highest temperature. There is apparently no relation between the 
above quantities of water and the salts, but this is only because in each 
case the amount of water and anhydrous salt was given in percentages, 
but if it be calculated for one and the same quantity of anhydrous salt, 
or of water, a great regularity will be observed in the amounts of the 
component parts in all these compounds. It appears that for 106 parts 
of anhydrous salt in the crystals separated out at —20° there are 270 
parts of water ; in the crystals obtained at 15° there are 180 parts of 
water ; in the crystals obtained from a supersaturated solution 126 parts, 
in the crystals which separate out at 34°, 90 parts, and the crystals with 
the smallest amount of water, 18 parts. On comparing these quantities 
of water it may be easily seen that they are in simple proportion to each 
other, for they are all divisible by 18, and are in the ratiol5: 10:7:5:1. 
Naturally, direct experiment, however carefully it be conducted, is 
hampered with errors, but taking these inevitable errors into con- 
sideration, it will be seen that for a given quantity of an anhydrous 
substance there occur, in several of its compounds with water, 
quantities of water which are in very simple multiple proportion. This 
is observed in, and is common to, all definite chemical compounds. 
This rule is called the law of multiple proportions. It was discovered 
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by Dalton, and will be evolved in detail in tne further exposition in 
this work. For the present we will only state that the law of definite 
composition enables the composition of substances to be expressed by 
formulae, and the law of multiple proportions permits the application 
of co-eflicients in a weight of whole numbers, in formulae. Thus the 
formula, Na,CO,, 10H,0O, directly shows that in this crystallo-hydrate 
there are 180 parts of water to 106 parts by weight of the anhydrous 
salt, because the formula of soda, Na,CO,, directly answers toa weight 
of 106, and the formula of water to 18 parts, by weight, which are here 
taken 10 times. 

In the above examples of the combinations of water, we saw the 
gradually-increasing intensity of the bond between water and a 
substance with which it forms a homogeneous compound. There is a 
series of such compounds with water, in which the water is-held with 
very great force, and is only given up at a very high temperature, and 
sometimes cannot be separated by any degree of heat without the entire 
decomposition of the substance. In these compounds there is generally 
no outward sign whatever of their containing water. <A perfectly new 
substance is formed from an anhydrous substance and water, in which 
sometimes the properties of neither one nor the other substance are 
observable. In the majority of cases, a considerable amount of heat is 
evolved in the formation of such compounds with water. Sometimes 
the heat evolved is so intense that a red heat is produced and light 
is emitted. It is hardly to be wondered at, after this, that stable 
compounds are formed by such a combination. Their decomposition 
requires great heat ; a large amount of work is necessary to separate 
them into their component parts. Al] such compounds are definite, 
and, generally, completely and clearly definite. The number of such 
definite compounds with water or hydrates, in the narrow sense of the 
word, is generally inconsiderable for each anhydrous substance ; in the 
greater number of cases, there is formed only one such combination of a 
substance with water, one hydrate, having so great a stability. The 
water contained in these compounds Is often called water of constitution 
—i.¢,. water which enters into the structure or composition of the given 
substance. By this it is desired to express, that m other cases the 
molecules of water are as it were separate from the molecules of that 
substance with which it is combined. It is supposed that in the forma- 
tion of hydrates this water, even in the smallest particles, forms one 
complete whole with the anhydrous substance. Many examples of 
the formation of such hydrates might be cited. The most familiar 
example in practice is the hydrate of lime, or so-called ‘slaked’ lime. 
Lime is prepared by burning limestone, by which the carbonic anhydride 
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is expelled from it, and there remains a white stony mass, which is 
dense, compact, and rather tenacious. Lime is usually sold in this 
forin, and bears the name of ‘quick’ or ‘unslaked’ lime. If water be 
poured over such lime, a great rise in temperature is remarked either 
directly, or after a certain time. The whole mass becomes hot, part of 
the water is evaporated, the stony mass in absorbing water crumbles into 
powder, and if the water be taken in sufficient quantity and the lime 
be pure and well burnt, not a particle of the original stony mass is left— 
it all crumbles into powder. If the water be in excess, then naturally 
a portion of it remains and forms a solution. This process is called 
‘slaking’ lime. Slaked lime is used in practice in intermixture with 
sand as mortar. Slaked lime is a definite hydrate of lime. If it is 
dried at 100° it retains 24°3 p.c. of water. This water can only be 
expelled at a temperature above 400°, and then quicklime is re-obtained. 
The heat evolved in the combination of lime with water is so intense 
that it can set fire to wood, sulphur, gunpowder, &c. Even on mixing 
lime with ice the temperature rises to 100°. If lime be melted with a 
small quantity of water in the dark, a luminous effect is observed. But, 
nevertheless, water may still be separated from this hydrate.’! If 
phosphorus be burnt in dry air, a white substance called ‘ phosphoric 
anhydride ’ is obtained. Jt combines with water with such energy, that 
the experiment must be conducted with great caution. <A red heat is 
produced in the formation of the compound, and it is impossible to 
separate the water from the resultant hydrate at any temperature. 
The hydrate formed by phosphoric anhydride is a substance which is 
totally undecomposable into its original component parts by this action 
of heat. Almost as energetic a combination occurs when sulphuric 
anhydride, SO,, combines with water, forming its hydrate, sulphuric 
acid, H,SO,. In both cases definite compounds are produced, but 
the latter substance, as a liquid, and capable of decomposition by heat, 
giving off the vapour of its volatile anhydride even at the ordinary 
temperature, forms an evident link with solutions, and, with an 
excess of water, it gives, as a soluble substance, a true solution. 
If 80 parts of sulphuric anhydride retain 18 parts of water, this 
water cannot be separated from the anhydride, even at a tempera- 
ture of 300°. It is only by the addition of phosphoric anhy- 
dride, or by a series of chemical transformations, that this water can be 
separated from its compound with sulphuric anhydride. Oil of vitriol, 


71 In combining with water one part by weight of lime evolves 245 units of heat. A 
high temperature is obtained, because the specific heat of the resulting product is small. 
Sodium oxide, Na,O, in reacting on water, H2O, and forming caustic soda (sodium 
hydroxide), NaHO, evolves 552 units of heat for each part by weight of sodium oxide. 
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or sulphuric acid, is such a compound. If a larger proportion of water 
be taken, it will combine with the H,SO, ; for instance, if 36 parts of 
water per 80 parts of sulphuric anhydride be taken, a compound is 
formed which crystallises in the cold, and melts at + 8°, whilst oil of vitriol 
does not solidify at even—30°. If still more water be taken, the oil of 
vitriol will dissolve in the remaining quantity of water. An evolution 
of heat takes place, not only on the addition of the water of constitu- 
tion, but in a less degree on further additions of water.“? And 
therefore there is no distinct boundary, but only a gradual transition, 
between those chemical phenomena which are expressed in the forma- 
tion of solutions and those which take place in the formation of the 
most stable hydrates.’3 


7° The diagram given in note 28 shows the evolution of heat on the mixture of 
sulphuric acid, or mono-hydrate (H_SO,, 7.e. SO; + H,O), with different quantities of water 
per 100 vols, of the resultant solution. Per 98 grams of sulphuric acid (H2SO,) there are 
evolved, on the addition of 18 grams of water, 6,879 units of heat; with double or three 
times the quantity of water 9,418 and 11,187 units of heat, and with an infinitely large 
quantity of water 17,860 units of heat, according to the determinations of Thomsen. He 
alno showed that when H,SO, is formed from SO; (=80) and H,O (=18), 21,308 units of 
heat are evolved per 98 parts by weight of the resultant sulphuric acid. 

7* Thus, for different hydrates the stability with which they hold water is very dis- 
similar. Certain hydrates hold water very loosely, and in combining with it evolve 
little heat. From other hydrates the water cannot be separated by any degree of heat, 
even if they are formed from anhydrides (7.e., anhydrous substances) and water with 
little evolution of heat ; for instance, acetic anhydride in combining with water evolves an 
‘nconsiderable amount of heat, but the water cannot then be expelled from it. If the 
hvdrate (acetic acid) formed by this combination be strongly heated it either volatilises 
without change, or decomposes into new substances, but it does not again yield the original 
aubstances—i.e., the anhydride and water. Here is an instance which gives the reason 
for culling the water entering into the composition of the hydrate, water of constitution. 
Such, for example, is the water entering into the so-called caustic soda or sodium 
hydroxide (ace note 71). But there are hydrates which easily part with their water; yet 
this water cannot be considered as water of crystallisation, not only because sometimes 
such hydrates have no crystalline form, but also because, in perfectly analogous cases, 
very stable hydrates are formed, which are capable of particular kinds of chemical 
reactions, as we shall learn afterwards. In a word, there is not a distinct boundary 
either between the water of hydrates and of crystallisation, or between solution and 
hydration. 

It must be observed that in separating from an aqueous solution, many substances, 
without having a crystalline form, hold water in the same unstable state as in crystals; 
only this water cannot be termed ‘ water of crystallisation’ if the substance which 
separates out has no crystalline form. The hydrates of alumina and silica are examples 
of such unstable hydrates. If these substances are separated from an aqueous solu- 
tion by a chemical process, then they always contain water, and when dried at a 
definite temperature, so that the hygroscopic water may pass off, these substances hold 
water in a definite proportion. The formation of a new chemical compound containing 
water is here particularly evident, for alumina and silica in an anhydrous state have 
properties differing from those they show when combined with water, and do not combine 
directly with it. The entire series of colloids on separating from water form similar 
compounds with it, which have the aspect of solid substances generally, without crystal- 
line structure. Besides which, colloids retain water in other different states (see notes 57 
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We have thus considered many aspects and degrees of combination 
of various substances with water, or instances of the compounds of 
water, when it and other substances form new homogeneous substances, 
which in this case will evidently be complex—z.e., made up of different 
substances—and although they are homogeneous, yet it must be admitted 
that in them there exist those component parts which entered into their 
composition, inasmuch as these parts may be re-obtained from them. It 
must not be imagined that water really exists in hydrate of lime, any 
more than that ice or steam exists in water. When we say that water 
occurs in the composition of a certain hydrate, we only wish to point 
out that there are chemical transformations in which it is possible to 
obtain that hydrate by means of water, and other transformations in 
which this water may be separated out from the hydrate. This is all 
simply expressed by the words, that water enters into the composition 
of this hydrate. Ifa hydrate be formed by feeble bonds, and be decom- 
posed at even the ordinary temperature, then the water appears as one 
of the products of dissociation, which in all likelihood is the case in 
solutions, and forms the fundamental distinction between them and 
other hydrates in which the water is combined with greater stability 
and forms a solid substance. 


and 18), and most often form gelatinous masses. Water is held in a considerable quan- 
tity in solidified glue or boiled albumin. It cannot be expelled from them by pressure ; 
hence, in this case there has ensued some kind of combination of the substance with water, 
This water, however, is easily separated by drying; but not the whole of it, a portion 
being retained, and this portion belongs, as they say, to the hydrate, although in this 
case it is very difficult, if possible, to obtain definite compounds. The absence of any 
distinct boundary lines between solutions, crystallo-hydrates, and ordinary hydrates 
above referred to, is very clearly seen in such examples. 
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CHAPTER II 
* THE COMPOSITION OF WATER, HYDROGEN 


THE question now arises, Is not water itself a compound substance ? 
Cannot it be formed by the mutual combination of some component 
parts? Cannot it be broken up into its component parts? There can- 
not he the least doubt that if it does split up, and if it is a compound, 
then it is a definite one characterised by the stability of the union 
between those component parts from which it is formed. From the 
fact alone that water passes into all physical states as a homogeneous 
whole, without in the least varying in its properties and without split. 
ting up into its component parts (neither solutions nor many hydrates 
can be distilled —they are split up), we must already conclude, from this 
fact alone, that if water is a compound then it is a stable and definite 
chemical compound. Like many other great discoveries in the province 
of chemistry, it is to the end of the last century that we are indebted 
for the important discovery that water is not a simple substance, that 
it is composed of two substances like a nuinber of other compound sub- 
stances. This was proved by two of the methods by which the com- 
pound nature of bodies may be determined as self-evident ; by analysis 
and by synthesis—that is, by a method of the decomposition of water 
into, and of the formation of water from, its component parts. In 1781 
Cavendish first obtained water by burning hydrogen in oxygen, both of 
which gases were already known to him. He concluded from this that 
water was composed of two substances. But he did not make more 
accurate experiments, which would have shown the relative quantities 
of the component parts in water, and which would have determined its 
complex nature with certainty. Although his experiments were the 
first, and although the conclusion he drew from them was true, yet such 
novel ideas as the complex nature of water are not easily recognised so 
long as there is no series of researches which entirely and indubitably 
proves the truth of such a conclusion. The fundamental experiments 
which proved the complexity of water by the method of synthesis, and 
of its formation from other substances, were made in 17&9 by Monge, 
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Lavoisier, Fourcroy, and Vauquelin. They obtained four ounces of 
water by burning hydrogen, and found that water consists of 15 parts 
of hydrogen and 85 parts of oxygen. It was also proved that the 
weight of water formed was equal to the sum of the weights of the 
component parts entering into its composition ; consequently, water con- 
tains all the matter entering into oxygen and hydrogen. The com. 
plexity of water was proved in this manner by a method of synthesis. 
But we will turn to its analysis—-2.e., to its decomposition into its com- 
ponent parts. The analysis may be more or less complete. Either 
both component parts may be obtained in a separate state, or else 
only one is separated and the other is converted into a new compound 
in which its amount may be determined by weighing, This will bea 
reaction of substitution, such as is often taken mdvantage of for 
analysis. The first analysis of water was thus conducted in 1784 by 
Lavoisier and Meusnier. The apparatus they arranged consisted of a 
glass retort containing water, naturally purified, and whose weight had 
been previously determined. The neck of the retort was inserted into 
a porcelain tube, placed inside an oven, and heated to a red heat by 
charcoal. Iron filings, which decompose water at a red heat, were 
placed inside this tube. The end of the tube was connected with a 
worm, for condensing any water which might pass through the tube 
undecomposed. This condensed water was collected in a separate flask. 
The gas formed by the decomposition was collected over a water bath 
in a bell jar. The aqueous vapour in passing over the red-hot iron was 
decomposed, and a gas was forined from it whose weight could be 
determined from its volume, its density being known. Besides the 
water which passed through the tube unaltered, a ceytain quantity of 
water disappeared in the experiment, and this quantitY, in the experi- 
ments of Lavoisier and Meusnier, was equal to the w@ght of the gas 
which was collected in the bell jar plus the increase ifs weight of the 
iron filings. Hence the water was decomposed into a gas, which was 
collected in the bell jar, and a substance, which combined with the 
iron ; consequently, it is composed of these two component pats. This 
was the first analysis of water ever made ; but here onl 
both) of the gaseous component parts of water was col 
Both the component parts of water can, however, 
obtained in a free state. For this purpose the deco 
about by a galvanic current or by heat, as we shall | 


ed separately. 
simultaneously 
ition 1s brought 
1 directly.! 


ee 


1 The first experiments of the synthesis and decomposition of oa ai not afford, 
however, an entirely convincing proof that water was composed of hydr™i&n and oxygen 
only. Davy, who investigated the decomposition of water by the galvanic current, 
thought for a long time that, besides the gases, an acid and alkali were also obtained. 
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Water is a bad conductor of electricity—that is, pure water does 
wat Cransmit a feeble current ; but if any salt or acid be dissolved in 
it, then its conductivity increases, and on the passage of a current 
theough aciditied water i¢ 7s decomposed into its component parts. 
Some sulphuric acid is generally added to the water. By immersing 
platinum plates (electrodes) in this water (platinum is chosen because 
it ix not acted on by acids, whilst many other metals are chemically 
acted on by acids), and connecting them with a galvanic battery, it 
will he observed that bubbles of gas appear on these plates. The gas 
which separates is called detonating gas,? because, on approaching a 
light, it very easily explodes. What takes place is as follows :—First, 
the water, by the action of the current, is decomposed into two gases. 
The mixture of these gases forms detonating gas. When detonating 
yas 1s brought into contact with an incandescent substance—for instance, 
n lighted taper-——the gases re-combine, forming water, the combination 
being accompanied by a great evolution of heat, and therefore the 
vapour of the water formed expands considerably, which it does very 
rapidly, and as a consequence of which an explosion takes place -- that 
is, sound and increase of pressure, and atmospheric commotion, as in 
the explosion of gunpowder. 

In order to discover what gases are obtained by the decom- 
position of water, the gases which separate at each electrode must 
be collected separately. For this purpose a V-shaped tube is taken ; 
one of its ends is open, and the other fused up. <A platinum wire, 
terminating inside the tube in a plate, is fused into the closed end ; 


He was only convinged of the fact that water contains nothing but hydrogen and oxygen 
by a long series of researches, which showed him that the appearance of an acid and 
alkali in the decomposition of water proceeds from the presence of impurities (especially 
from the om Smmonium nitrate) in water. A final understanding of the com- 
position of water igobtained from the determination of the quantities of the component 
parts which enter into its composition. It will be seen from this how many data are 
necessary for proving the composition of water--that is, of the transformations of 
which it is capable. What has been said of water refers to all other compounds; the 
investigation.of each one, the entire proof of its composition, can only be obtained by the 
juxtaposition of w,large mass of data referring to it. 

2 This gas is wd ected in a voltameter. 

5 In order to oba@ve this explosion without the slighest danger, it is best to proceed 
in the following mitan Some soapy water is prepared, so that it easily forms soap 
bubbles, and it is pgur¢d into an iron trough. In this water, the end of a gas-conducting 
tube is immersed. is tube is connected with any suitable apparatus, in which 
detonating gas is £vélved. Soap bubbles, full of this gas, are then formed. If the 
apparatus in which fhe gas is produced be then removed (otherwise the explosion might 
travel into the iltetior of this apparatus), and a lighted taper be brought to the soap 
bubbles, a ver€<sharp explosion takes place. The bubbles should be small to avoid any 
danger; ten, each about the size of a pea, suffice to give a sharp report, like a pistol 
shot. 
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the closed end is entirely filled with water ‘ acidified with sulphuric 
acid, and another platinum wire, terminating in a plate, is immersed in 
the open end. If a current from a galvanic battery be now passed 
through the wires an evolution of gases will be observed, and the gas 
which is obtained in the open branch mixes with the air, while that in 
the closed branch accumulates above the water. As this gas accumu- 
lates it displaces the water, which continues to descend in the closed 
and ascend into the open branch of the tubes. When the water, in 
this way, reaches the top of the open end, the gassage of the current is 
stopped, and the gas which was evolved from one of the @lectrodes only 
is obtained in the apparatus. By this means it is easy to prove that a 
particular gas appears at each electrode. If the closed end be con- 
nected with the negative pole—z.e., with that joined to the zinc—then 
the gas collected in the apparatus is capable of burning. This may be 
demonstrated by the following experiment :—The bent tube is taken 
off the stand, and its open end stopped up with the thumb and inclined 
in such a manner that the gas passes from the closed to the open end. 
It will then be found, on applying a lighted lamp or taper, that the 
gas burns. This combustible gas is hydrogen. If the same experiment 
be carried on with a current passing in the opposite direction—that is, 
if the closed end be joined up with the positive pole (2.e., with the 
carbon, copper, or platinum), then the gas which is evolved from it does 
not burn of itself, but it supports combustion very vigorously, so that 
in it a smouldering taper immediately bursts into flame. This gas, 
which is collected on the anode or positive pole, is oxygen, which is 
obtained, as we saw before (in the Introduction), from mercury oxide 
and is contained in air. 

Thus in the decomposition of water oxygen appears at the positive 
pole and hydrogen at the negative pole, so that detonating gas will be 
a mixture of them both. Hydrogen burns in air from the fact that in 
doing so it re-forms water, with the oxygen of the air. Detonating 
gas explodes from the fact that the hydrogen burns in the oxygen 
mixed with it. It is very easy to measure the relative quantities of one 
and the other gas which are evolved in the decomposition of water. 
For this purpose a funnel is taken, whose orifice is closed by a cork 
through which two platinum wires pass. These wires are connected 
with a battery. Acidified water is poured into the funnel, and a glass 
cylinder full of water is placed over the end of each wire (fig. 18). 
On passing a current, hydrogen and oxygen collect in these cylinders, 

* In order to fill the tube with water, it is turned up, so that the closed end points 
downwards and the open end upwards, and water acidified with sulphuric acid is poured 


into it. 
12 
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and it will easily be seen that two volumes of hydrogen are evolved for 
every one voluine of oxygen. This signifies that, in decomposing, water 
gives two volumes of hydrogen and one volume 
of oxygen. 

Water is also decomposed into its com- 
ponent parts by the action of heat. At the 
melting point of silver (960°), and in its pre- 
sence, water is decomposed and the oxygen 
absorbed by the molten silver, which dissolves 
it so long as it is liquid. But directly the 
silver solidifies the oxygen is expelled from it. 
However, this experiment is not entirely con- 
vineing ; it might be thought that in this case 
the decomposition of the water did not proceed 
from the action of heat, but from the action 

of the silver on water—that silver decom- 

Pre the calvanic cuent tor poses water, taking up the oxygen. It is im- 
ee shying, Possible to directly show the decomposition 
and oxygen. of water by the action of heat, because the 
component parts of water, if they remain 

together, re-combine with a fall of temperature, and give water back 
again. For instance, if steam be passed through a red-hot tube, 
whose internal temperature attains 1,000°, then a portion’ of the water 
decomposes into its component parts, forming detonating gas. But on 
passing into the cooler portions of the apparatus this detonating gas 
again reunites and forms water. The hydrogen and oxygen obtained 
combine together ata lower temperature.° Apparently the problem— 


Z. I in = = = = 


5 As water is formed by the combination of oxygen and hydrogen, the reaction evolving 
much heat, and as it can also be decomposed, therefore this reaction is a reversible 
one (ser Introduction), and consequently at a high temperature the decomposition of 
water cannot be complete—it is limited by the opposite reaction. Strictly speaking, it is 
not known how much water is decomposed at a given temperature, although many efforts 
(Bunsen, and others) have been made in various directions to solve this question. Not 
knowing the coefficient of expansion, and the specific heat of gases at such high tem- 
peratures, renders all calculations (from observations of the pressure on explosion) 
doubtful. 

® Grove, about 1840, observed that a platinum wire fused in the flame of detonating 
gas—that is, having acquired the temperature of the formation of water—and having 
formed a molten drop at its end which fell into water, evolved detonating gas—that 
is, decomposed water. It therefore follows that water already decomposes at the tem- 
perature of its formation. At that time. this formed a scientific paradox; this we shall 
unravel only with the development of the conceptions of dissociation, introduced into 
science by Henri Sainte-Claire Deville, about 1850, These conceptions form an im- 
portant epoch in science, and their development is one of the problems of contemporary 
chemistry. The essence of the matter is that, at high temperatures, water exists but also 
decomposes, Just as a volatile liquid, at a certain temperature, exists both as a liquid and 
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to show the decomposability of water at high temperatures—is un- 
attainable. It was considered as such before Henri Sainte-Claire 
Deville (in the fifties) introduced the conception of dissociation into 
chemistry, as of a change of chemical] state resembling evaporation, if 
decomposition be likened to boiling, and before he had demonstrated 
the decomposability of water bv the action of heat in an experiment 
which will presently be described. In order to demonstrate clearly the 
dissociation of water, or its decomposability by heat, at a temperature 
approaching that at which it is formed (as a volatile liquid, at a given 
temperature, can be either in a liquid or vaporous condition) it was 
necessary to separate the hydrogen from the oxygen at a high tempe- 
rature, without allowing the mixture to cool. Deville took advantage 
of the difference between the densities of hydrogen and oxygen. 

A wide porcelain tube p (fig. 19) is placed in a furnace giving a 
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Fic. 19.--Decomposition of water by the action of heat, and the separation of the hydrogen formed by 
its permeating through a porous tube. 


strong heat (it should be heated with small pieces of good coke). In 
this tube there is inserted a second tube tT, of less diameter, and made 
of unglazed earthenware and therefore porous. The ends of the tube 
are luted to the wide tube, and two tubes, c and c’, are inserted into 
the ends, as shown in the drawing. With this arrangement it 1s 
possible for a gas to pass into the annular space between the walls 
of the two tubes, from whence it can be collected. Steam from 


as a vapour. Similarly as a volatile liquid saturates a space, attaining its maximum 
tension, so also the products of dissociation have their maximum tension, and once that is 
attained decomposition ceases, just as evaporation ceases. Under like conditions, if 
the vapour be allowed to escape (and therefore its partial pressure be diminished), evapora- 
tion recommences, so also if the products of decomposition be removed, decomposition 
again continues. These simple conceptions of dissociation introduce infinitely varied 
consequences into the mechanism of chemical reactions, and therefore we shull have 
occasion to return to them very often. 
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a retort or flask is passed through the tube D, into the internal porous 
tube T. This steam on entering the red hot space is decomposed into 
hydrogen and oxygen. The densities of these gases are very different, 
hydrogen being sixteen times lighter than oxygen. Light gases, as we 
saw above, penetrate through porous surfaces very much more rapidly 
than denser gases, and therefore the hydrogen passes through the pores 
of the tube into the annular space very much more rapidly than the 
oxygen. The hydrogen which separates out into the annular space 
can only be collected when this space does not contain any oxygen. 
If any air remains in this space, then the hydrogen which separates 
out will combine with its oxygen and form water. For this reason a 
gas incapable of supporting combustion—for instance, nitrogen—is pre- 
viously passed in the annular space. Thus the nitrogen is passed 
through the tube c, and the hydrogen, separated from the steam, is 
collected through the tube c’, and will be partly mixed with nitrogen. 
A certain portion of the nitrogen will penetrate through the pores of 
the unglazed tube into the interior of the tube T. The oxygen will 
remain in this tube, and the volume of the remaining oxygen 
will be half that of the volume of hydrogen which separates out from 
the annular space. Part of the oxygen will also penetrate through 
the pores of the tube ; but, as was said before, a much smaller quan- 
tity than the hydrogen, and as the density of oxygen is sixteen 
times greater than that of hydrogen, the volume of oxygen which 
passes through the porous walls will be four times less than the volume 
of hydrogen (the quantities of gases passing through porous walls are 
inversely proportional to the square roots of their densities). The 
oxygen which separates out into the annular space will combine, ata | 
certain fall of temperature, with the hydrogen ; but as each volume of 
oxygen only requires two volumes of hydrogen, whilst at least four 
volumes of hydrogen will pass through the porous walls for every 
volume of oxygen that passes, therefore, part of the hydrogen will 
remain free, and can be collected from the annular space. A corre- 
sponding quantity of oxygen remaining from the decomposition of the 
water can be collected from the internal tube. | 

The decomposition of water is produced much more easily by a 
method of substitution, taking advantage of the affinity of substances 
for the oxygen or the hydrogen of water. If a substance be added to 
water, which takes up the oxygen and replaces the hydrogen—then we 
shall obtain the latter gas from the water. Thus with sodium, water 
gives hydrogen, and with chlorine, which takes up the hydrogen, 
oxygen is obtained. 

Hydrogen is evolved from water by many metals, which are capable 
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of forming oxides (rusts or earths, as Stahl called them) in air—that is, 
which are capable of burning or combining with oxygen. The capacity 
of metals for combining with oxygen, and therefore for decomposing 
water, or for the evolution of hydrogen, is very dissimilar.? Among 
metals, potassium and sodium have the greatest energy in this respect. 
The first occurs in potash, the second in soda. They are both lighter than 
water, soft, and easily change in air. By bringing one or the other of 
them in contact with water at the ordinary temperature,® a quantity of 


7 In order to demonstrate the difference of the affinity of oxygen for different 
elements, it is enough to compare the amounts of heat which are evolved in their combi- 
nation with 16 parts by weight of oxygen; in the case of sodium (when Na,O is formed, 
or 46 parts of Na combine with 16 parts of oxygen, according to Beketoff) 100,000 calories 
(or units of heat) are evolved, for hydrogen (when water, H,O, is formed) 69,000 calories, 
for iron (when the oxide, FeO, is formed) 69,000, and if the oxide Fe,0, is formed, 
64,000 calories, for zinc (ZnO is formed) 86,000 calories, for lead (when PbO is formed) 
51,000 calories, for copper (when CuO is formed) 88,000 calories, and for mercury (HgO is 
formed) 31,000 calories. 

These figures cannot correspond directly with the magnitude of the affinities, for the 
physical and mechanical side of the matter is very different in the different cases. 
Hydrogen is a gas, and, in combining with oxygen, gives a liquid ; consequently it changes 
its physical state, and, in doing so, evolves beat. But zinc and copper are solids, and, 
in combining with oxygen, give solid oxides. The oxygen, previously a gas, now passes 
into a solid or liquid state, and, therefore, also must have given up its store of heat in 
forming oxides. As we shall afterwards see, the degree of contraction (and conse- 
quently of mechanical work) was different in the different cases, and therefore the 
figures expressing the heat of combination cannot directly depend on the affinities, on 
the loss of internal energy previously in the elements. Nevertheless, the figures above 
cited correspond, in a certain degree, with the order in which the elements stand in 
respect to their affinity for oxygen, as may be seen from the fact that the mercury oxide, 
which evolves the least heat (among the above examples), is the least stable, is easily 
decomposed, giving up its oxygen; whilst sodium, the formation of whose oxide is accom- 
panied by the greatest evolution of heat, is able to decompose all the other oxides, taking 
up their oxygen. In order to generalise the connection between affinity and the evolu- 
tion and the absorption of heat, which is evident in its general features, and was firmly 
established by the researches of Favre and Silberman (about 1840), and then of Thomsen 
(in Denmark) and Berthelot (in France), many investigators, especially the one last 
mentioned, established the law of maximum work. Thisstates that only those chemical 
reactions take place of their own accord in which the greatest amount of chemical 
(latent, potential) energy is transformed into heat. But, in the first place, we are not 
able, judging from what has been said above, to distinguish that heat which corresponds 
with purely chemical action from the sum total of the heat observed in a reaction (in the 
calorimeter); in the second place, there are evidently endothermal reactions which 
procecd under the same circumstances as exothermal (carbon burns in the vapour of 
sulphur with absorption of heat, whilst in oxygen it evolves heat); and, in the third 
place, there are reversible reactions, which when taking place in one direction evolve 
heat, and when taking place in the opposite direction absorb it; and, therefore, the 
principle of maximum work in its elementary form is not supported by science. But the 
subject continues to be developed, and will probably lead to a general law, such as 
thermal chemistry does not at present possess. 

8 If a piece of metallic sodium be thrown into water, it floats on it (owing to its light- 
ness), keeps in a state of continual movement (owing to the evolution of hydrogen on 
all sides), and immediately decomposes the water, evolving hydrogen, which can be 
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hydrogen, corresponding with the amount of the metal taken, may be 
directly obtained. One gram of hydrogen, occupying a volume of 
11°16 litres at 0° and 760 mm., is evolved per 39 grams of potassium, 
or 23 grams of sodium. The phenomenon may be observed in the 
following way : a solution of sodium in mercury—or ‘sodium amalgan,]’ 
as it is generally called—is poured into a vessel containing water, and 
owing to its weight sinks to the bottom; the sodium held in the 
mercury then acts on the water like pure sodium, liberating hydrogen. 
The mercury does not act here, and the same amount of it as was taken 
for dissolving the sodium is obtained in the residue. The hydrogen is 
evolved little by little in the form of bubbles, which pass through 
the liquid. 

Beyond the hydrogen evolved and a solid substance, which remains 
in solution (it may be obtained by evaporating the resultant solution), 
no other products are here obtained. Consequently, from the two sub- 
stances (water and sodium) taken, the same number of new substances 
(hydrogen and the substance dissolved in water) have been obtained, 
from which we may conclude that the reaction which here takes place 
is a reaction of double decomposition or of substitution. The sub- 
stances taken were, sodium in a free state, and water, which consists of 
two gases, hydrogen and oxygen. The products obtained were, 
hydrogen in the free state and a solid, which is nothing else but the so- 
called caustic soda (sodium hydroxide), which is made up of sodium, 
oxygen, and half of the hydrogen contained in the water. Therefore, 
the substitution took place between the hydrogen and the sodium, 
namely half of the hydrogen in the water was replaced by the sodium, 
and was evolved in a free state. On this basis it may be said that 
caustic soda is nothing else but water, in which half the hydrogen 
is replaced by metallic sodium. The reaction which takes place 


lighted. This experiment may, however, lead to an explosion should the sodium stick to 
the walls of the vessel, and begin to act on the limited mass of water immediately adjacent 
to it (probably in this case NaHO forms with Na, Na,O, which acts on the water, evolving 
much heat and rapidly forming steam), and the experiment should therefore be carried 
on with caution. The decomposition of water by sodium may be better demonstrated, 
and with greater safety, in the following manner. Into a glass cylinder filled with mer- 
cury, and immersed in a mercury bath, water is first introduced, which will, owing to its 
lightness, rise to the top, and then a piece of sodium wrapped in paper is introduced with 
forceps into the cylinder. The metal rises through the mercury to the surface of the 
water, on which it remains, and evolves hydrogen, which collects in the cylinder, and 
may be tested after the experiment has been completed. The safest method of making 
this experiment is, however, as follows. The sodium (cleaned from the naphtha in which 
it is kept) is either wrapped in fine copper gauze and held by forceps, or else held in 
forceps at the end of which a small copper cage is attached, and is then held under 
water. The evolution of hydrogen goes on quietly, and it muy be collected in a bell 


jar and then lighted. 
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may be expressed by the equation : H,O+Na=NaHO+ H ; the mean- 
ing of this is clear from what has been already said.° 

Sodium and potassium act on water at the ordinary temperature. 
Other heavier metals only act on it with a rise of temperature, and 
then not so rapidly or vigorously. Thus magnesium and calcium only 
liberate hydrogen from water at its boiling point, and zinc and iron only 
at a red heat, whilst a whole series of heavy metals, such as copper, lead, 
mercury, silver, gold, and platinum, do not in the least decompose 
water at any temperature, and do not replace its hydrogen. 

From this it is clear that hydrogen may be obtained by the decom- 
position of steam by the action of iron (or zinc) with a rise of tempera- 
ture. The experiment is conducted in the following manner : pieces 
of iron (filings, nails, &c.), are laid in a porcelain tube, which is then 


® This reaction is vigorously exothermal. If a sufficient quantity of water be taken 
the whole of the sodium hydroxide, NuHO, formed is dissolved, and about 42,500 units of 
heat are evolved per 23 grams of sodium taken. As 40 grams of sodium hydroxide 
are produced, and they in dissolving, judging from direct experiment, evolve about 10,000 
calories; therefore, without an excess of water, and without the formation of a solution, 
the reaction Na+ H.O =H + NaHO would evolve about 32,500 calories. We shall after- 
wards learn that hydrogen contains in its smallest isolable particles H. and not H, 
and therefore it follows that the reaction should be written thus—2Na+2H.0O = Hy+ 
2NaHO, and it then corresponds with an evolution of heat of + 65,000 calories. And as 
N. N. Beketoff showed that Na.O, or anhydrous oxide of sodium, forms the hydrate, or 
sodium hydroxide (caustic soda), 2NuHO, with water, evolving about 35,500 calories, there- 
fore the reaction 2Na+ H.O=H.+Na,0 corresponds to 29,500 calories. This quantity 
of heat is Jess than that which is evolved in combining with water, in the formation 
of caustic soda, and therefcre it is not to be wondered at that the hydrate, NaHO, is always 
formed and not the anhydrous substance Na,O. That such a conclusion, which agrees 
_ with facts, is inevitable is also seen from the fact that, according to Beketoff, the unhy- 
drous sodium oxide, Na.O, acts directly on hydrogen,with separation of sodium Na,O + H = 
NaHO+Na. This reaction is accompanied by an evolution of heat equal to about 
3,000 calories, because Na,.O + H.O gives, as we saw, 35,500 calories and Na + H.,O evolves 
32,500 calories. However, an opposite reaction also takes place—NaHO + Na=Na,0+H 
(both with the aid of heat)—consequently, in this case heat is absorbed. In this we see 
an example of calorimetric calculations and the small use of the law of maximum work 
for the general phenomena of reversible reactions, to which the case just considered 
belongs. But it must be remarked that all reversible reactions evolve or absorb but 
little heat, and judging from what has been said in Note 6 (and in Note 25 of Chap. L), 
the reason of the discrepancy between the law of maximum work and reality must 
before all be looked for in the fact that we have no means of separating the heat which 
correaponds with the purely chemical process from the sum total of the Leat observed, 
and as the structure of a number of substances is altered by heat alone and also by 
contact, we can scarcely hope that the time approaches when such a distinction will be 
possible. A heated substance, in point of fact, hus no longer the original energy of its 
atoms—that is, the act of heating not only alters the store of movement of the molecules 
but also of the utoms forming the molecules, in other words, it*makes the beginning of or 
preparation for chemical change. From this it must be concluded that thermo-chemistry, 
or the study of the heat accompanying chemical transformations, cannot be identified 
with chemical mechanics. Thermo-chemical data form a part of it, but they alone 
cannot give it. 
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subjected to a strong heat and steam passed through it. The steam, 
coming into contact with the iron, gives up its oxygen to it, and thus 
the hydrogen is set free and passes out at the other end of the tube 
together with undecomposed steam. This method, which is historically 
very significant,!° is practically inconvenient, as it requires a rather 
high temperature. Further, this reaction, as a reversible one (a red- 
hot mass of iron decomposes a current of steam, forming oxide and 
hydrogen ; and a mass of oxide of iron, heated to redness in a stream 
of hydrogen, forms iron and steam), does not proceed in virtue of the 
comparatively small difference between the athnity of oxygen for iron 
(or zinc), and for hydrogen, but only because the hydrogen escapes, as 
it is formed, in virtue of its elasticity.'! If the oxygen compounds—that 
is, the oxides—which are obtained from the iron or zinc, be able to pass 
into solution, then the affinity acting in solution is added, and the 
reaction may become non-reversible, and proceed with comparatively 
much greater facility.'? As the oxides of iron and zinc, by themselves 


10 The composition of water, as we saw above, was determined by passing steam over 
red-hot iron; the same method has been used for making hydrogen for filling balloons. 
An oxide having the composition Fe;O, is formed in the reaction, so that it is expressed 
by the equation 3Fe + 4H,0 = Fe;0,+8H. It is very important to remark that this re- 
action is reversible. By heating the scoria in a current of hydrogen, water and iron 
are obtained. From this it follows, from the principle of chemical equilibria, that if 
there be taken iron and hydrogen, and also oxygen, but in such a quantity that 
it is insufficient for combination with both substances, then it will divide itself 
between the two; part of it will combine with the iron and the other part with the 
hydrogen, but a portion of both will remain in an uncombined state. Here again (see 
note 9) the reversibility is connected with the small heat effect, and here again both re- 
actions (direct and reverse) proceed at a red heat. But if, in the above-described re- 
action, the hydrogen escapes as it is evolved, then its partial pressure does not increase , 
with its formation, and therefore all the iron can be oxidised by the water, which could . 
not take place were the iron and water heated to the temperature of reaction in a closed 
vessel. In this we see the elements of that influence of mass to which we shall have 
occasion to return later. 

11 Therefore, if iron and water be placed in a closed space, decomposition of the water 
will proceed on heating to the temperature at which the reaction 3Fe + 4H,0 = Fe,0, +8H 
commences; but it ceases, does not go on to the end, because the conditions for a 
reverse reaction are attained, and a atate of equilibrium will ensue after the decomposi- 
tion of a certain quantity of water. Judging from what has been said in Note 9, 
something of the same kind takes place if the iron be replaced by sodium, only 
then the mass of the water decomposed will be greater, and equilibrium will ensue, 
with the formation of the hydrate, NaHO, and not of anhydrous oxide, Na,O—that is, 
the water will remain in the form of hydrate only. With copper and lead there will be 
no decomposition, either at the ordinary or at a high temperature, because the affinity of 
these metals for oxygen is much less than that of hydrogen. 

1? In general, if reversible as well as non-reversible reactions can take place between 
substances acting on each other, then, judging by our present knowledge, the non- 
reversible reactions take place in the majority of cases, which obliges one to acknowledge 
the action, in this cuse, of comparatively strong affinities. The reaction, Zn+H,SO,= 
H,+ ZnSQ,, which takes place in solutions at the ordinary temperature, is scarcely re- 
versible under these conditions, but at a certain high temperature it becomes reversible, 
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insoluble in water, are capable of combining with (have an aftinity for) 
acid oxides (as we shall afterwards fully consider), and form saline and 
soluble substances, with acids, or hydrates having acid properties, hence 
by the action of such hydrates, or of their aqueous solutions,'* iron 
and zinc are able to liberate hydrogen with great ease at the ordinary 
temperature—that is, they act on solutions of acids just as sodium acts 
on water.'4 Sulphuric acid, or oil of vitriol, H,SO,, is usually chosen 


because at this temperature zinc sulphate and sulphuric acid split up, and the action must 
take place between the water and zinc. From the preceding proposition results proceed 
which are in some cases verified by experiment. If the action of zinc or iron on a solu- 
tion of sulphuric acid presents a non-reversible reaction, then we may by this means 
obtain hydrogen in a very compressed state, and compressed hydrogen will not act on 
solutions of sulphates of the above-named metals. This is verified in reality as far as 
was possible in the experiments to keep up the compression or pressure of the hydro- 
gen. Those metals which do not evolve hydrogen with acids, on the contrary, should, at 
least at an increase of pressure, be displaced by hydrogen. And in fact Brunner showed 
that gaseous hydrogen displaces platinum and palladium from the aqueous solutions of 
their chlorine compounds, but not gold, and Beketoff succeeded in showing that silver 
and mercury, under a considerable pressure, are separated from the solutions of certain 
of their compounds by means of hydrogen. Reaction already commences under a pres- 
sure of six atmospheres, if a weak solution of silver sulphate be taken; with a stronger 
solution a much greater pressure is required, however, for the separation of the silver. 

15 For the same reason, many metals in acting on solutions of the alkalis displace 
hydrogen. Aluminium acts particularly clearly in this respect, because its oxide gives a 
soluble compound with alkalis. For the same reason tin, in acting on hydrochloric acid, 
evolves hydrogen, and silicon does the same with hydrofluoric acid. It is evident that 
in such cases the sum of all the affinities plays a part; for instance, taking the action of 
zinc on sulphuric acid, we have the affinity of zinc for oxygen (forming zinc oxide, ZnO), 
the affinity of its oxide for sulphuric anhydride, SO; (forming zinc sulphate, ZnSO,), and 
the affinity of the resultant salt, ZnSO,, for water. Itis only the first-named affinity that 
acts in the reaction between water and the metal, if no account is taken of those forces 
(of a physico-mechanical character) which act between the molecules (for instance, the 
cohesion between the molecules of the oxide) and those forces (of a chemical character) 
which act between the atoms forming the molecule, for instance, between the atoms of 
hydrogen giving the molecule H, containing two atoms. I consider it necessary to 
remark, that the hypothesis of the affinity or endeavour of heterogeneous atoms to enter 
into a common system and in harmonious movement (i.¢c., to form a compound molecule) 
must inevitably be in accordance with the hypothesis of forces inducing homogeneous 
atoms to form complex molecules (for instance, H.), and to build up the latter into 
solid or liquid substances, in which the existence of an attraction between the homo- 
geneous particles must certainly be admitted. Therefore, those forces which bring about 
solution must also be taken into consideration. These are all forces of one and the same 
series, and in this may be seen the great difficulties surrounding the study of mole- 
cular mechanics and its province—chemical mechanics. 


14 The representation given above of the cause of the easy action of iron or zinc on 
sulphuric acid, naturally forms a hypothesis which explains only what is observed. 
It is only at first sight that this hypothesis exhibits any similarity to the hypothesis of 
predisposing affinity which reigned in past times. According to that, it was supposed that 
reaction takes place (and hydrogen is evolved) by reason of the affinity for the sulphuric 
acid of the oxide of zinc which might be produced, and that decomposition could 
not take place without this. The influence of a force in respect toa substance which has 
not been produced, but which is capable of being formed, is not clear. In the repre- 
sentation introduced by me, it is acknowledged that zinc already acts on water by 
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for this purpose ; from it the hydrogen is displaced by many metals with 
incomparably greater facility than directly from water, and such a 
displacement is accompanied by the evolution of a large amount of 
heat.'® By the action of zine or iron on sulphuric acid, hydrogen is 
evolved, because the metal replaces it. When the hydrogen in sulphuric 
acid is replaced by a metal, a substance is obtained which is called a 
salt of sulphuric acid or a sulphate. Thus, by the action of zinc on 
sulphuric acid, hydrogen and zinc sulphate, ZnSQ,, are obtained. 
The latter is a solid substance, soluble in water. In order that the 
action of the metal on the acid should go on regularly, and to the end, 
it is necessary that the acid should be diluted with water, which dis- 
solves the salt as it is formed ; otherwise the salt covers the metal, 
and hinders the acid from attacking it. Usually the acid is diluted 
with from three to five times its volume of water, and the metal is 
covered with this solution. In order that the metal should act 
rapidly on the acid, it should present a large surface, so that a maxi- 
mum amount of the reacting substances may come into contact in a 
given time. For this purpose the zinc is used as strips of sheet zinc, 
or in the granulated form (that is, zinc which has been poured from a 
certain height, in a molten state, into water). The iron should be in 
the form of wire, nails, filings, or cuttings. 

The usual method of obtaining hydrogen is as follows :—A certain 
quantity of granulated zinc is put into a double-necked, or Woulfe’s, 
bottle. Into one neck a funnel is placed, reaching to the bottom of 
the bottle, so that the liquid poured in may prevent the hydrogen from 


itself, even at the ordinary temperature, but that the action is limited by small . 
masses and only proceeds at the surface. In reality, zinc, in the form of a very 
fine powder, or so called ‘zine dust,’ is capable of decoyiposing water with the 
formation of oxide (hydrated) and hydrogen. The oxide formed acts on sulphuric acid, 
water then dissolves the salt produced, and the action continues because one of the 
products of the action of water on zinc, zine oxide, is removed from the surface. One 
might naturally imagine that the reaction does not proceed directly between the metal 
and water, but between the metal and the acid, but such a simple representation, which 
we shall cite afterwards, hides the mechanism of the reaction, and does not permit of its 
actual complexity being seen. 

15 According to Thomsen the reaction between zinc and a very weak solution of 
sulphuric acid evolves about 38,000 calories (zinc sulphate being formed) per 65 parts 
by weight of zinc; and 56 parts by weight of iron—which combine, like 65 parts by 
weight of zinc, with 16 parts by weight of oxygen —evolve about 25,000 calories (forming 
ferrous sulphate, FeSO,). Paracelsus observed the wtion of metals on acids in the 
seventeenth century; but it was not until the eighteenth century that Lémery 
determined that the gas which is evolved in this action 1s a particular one which differs 
from air and is capable of burning. Even Boyle confused it with air. Cavendish 
determined the chief properties of the gas discovered by Paracelsus. At first it was 
called ‘inflammable air’; later, when it was recognised that in burning it gives water, . 
it was called hydrogen, from the Greek words for water and generator. 
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escaping through it. The gas escapes through a special gas-conducting 
tube, which is firmly fixed, by a cork, into the other neck, and which 
ends in a water bath (tig. 20), under the orifice of a glass cylinder full 
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Fic, 20.—Apparatus for the preparation of hydrogen from zine and sulphuric acid. 


of water.'6 If sulphuric acid be now poured into the Woulfe’s bottle, 
it will soon be seen that bubbles of a gas are evolved, which is hydrogen. 


18 As laboratory experiments with gases require a certain preliminary knowledge, we 
will describe certain practical methods for the preparation and collection of gases. 
When in laboratory practice an intermittent supply of hydrogen (or other gas which is 
evolved without the aid of heat) is required the apparatus represented in fig. 21 is the 


Fic, 21.—-A very convenient appsratus for the preparation of gases obtainel without heat. It may 
also replace an aspirator or gasometer. 


most convenient. It consists of two bottles, having orifices at the bottom, in which 
corks with tubes are placed, and these tubes are connected by an india-rubber tube 
(sometimes furnished with a spring clamp). Zinc is placed in one bottle, and dilute sul- 
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The first part of the gas evolved should not be collected, as_ it is 
mixed with the air originally in the apparatus. This precaution 


phuric acid inthe other. The neck of the former is closed by a cork, which is fitted with 
w gas-conducting tube with a stop-cock. If the two bottles are put in communication 
with each other and the cock be opened, the acid will flow to the zinc and evolve hydro- 
gen. If the cock be closed, the hydrogen will force out the acid from the bottle contain- 
ing the zinc, and the action will cease. Or the vessel containing the acid may be placed 
at a lower level than that containing the zinc, when all the liquid will flow into it, and in 
order to start the action the acid vessel may be placed on a higher level than the other, 
and the acid will flow to the zinc. Such an arrangement presents the simplest form of a 
continuously-acting apparatus, which is of great use in chemical work. It can also be 
employed for collecting gases (as an aspirator or gasometer). 

In laboratory practice, however, other forms of apparatus are generally employed for 
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Fia, 22,—Constant-acting aspirator. The tube d should be long (over 32 feet). 


exhausting, collecting, and holding gases. We will here cite the most usual forms. An 
aspirator usually consists of a vessel furnished with a stop-cock at the bottom. A stout 
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should be taken in the preparation of all gases. Time must be allowed 
for the gas evolved to displace all the air from the apparatus, other- 


cork, through which a glass tube passes, is fixed into the neck of this vessel. If the 
vessel be filled up with water to the cork and the bottom stop-cock be opened, then the 
water will run out and draw gas in. For this purpose the glass tube is connected with 
the apparatus from which it is desired to pump out or exhaust the gas. 

The aspirator represented in fig. 22 may be recommended for its continuous 
action. It consists of a tube d which widens out at the top, the lower part being long 
and narrow. In the expanded upper portion c, two tubes are sealed ; one, ¢, for drawing 
in the gas, whilst the other, b, is connected to the water supply vw. The amount of water 
supplied through the tube } must be less than the amount which can be carried off by 
the tube d. Owing to this the water in the tube d will flow through it in cylinders 
alternating with cylinders of gas, which will be thus carried away. The gas which is drawn 
through may be collected from the end of the tube d, but this form of pump is usually 
employed where the air or gas aspirated is not to be collected. If the tube d is of con- 
siderable length, say 40 ft. or more, a very fair vacuum will be produced, the amount of 
which is shown by the gauge g; it is often used for filtering under reduced pressure, as 
shown in the figure. If water be replaced by mercury, and the length of the tube d be 
greater than 760 mm., the aspirator may be employed as an air-pump, and all the air 
may be exhausted from a limited space; for instance, by connecting g with a hollow 
sphere. 

Gasholders are often used for collecting and holding gases. They are made of glass, 
copper, or tin plate. The usual form is shown in fig. 23. The lower vessel B is made 
hermetically tight —2.e., impervious to 
gases—and is filled with water. A funnel 
is attached to this vessel (on several sup- 
ports). The vessel B communicates with 
the bottom of the funnel by a stop-cock 
6 and a tube a, reaching to the bottom of 
the vessel B. If water be poured into the 
funnel and the stop-cocks a and 6 opened, 
the water will run through a,and the air 
escape from the vessel B by 6. A glass 
tube f runs up the side of the vessel B, with 
which it communicates at the top and bot- 
tom, and shows the amount of water and 
gas the gasholdercontains. In order to fill 
the gasholder with a gas, it is first filled 
with water, the cocks a, b and ¢ are closed, 
the nut d unscrewed, and the end of the tube 
conducting the gas from the apparatus in 
which it is generated is passed into d. As 
the gas fills the gasholder, the water runs 
outatd. If the pressure of a gas be not 
greater than the atmospheric pressure and 
it be required to collect it in the gasholder, 
then the cock ¢ is put into communication | 
with the space containing the gas. Then, ‘ 
having opened the orifice d, the gasholder 
acts like an aspirator; the gas will pass 
through e, and the water run out atd. If 
the cocks be closed, the gas collected in the gasholder may be easily preserved and trans- 
ported. If it be desired to transfer this gas into another vessel, then a gas-conducting 
tube is attached to e, the cock a opened, 6 and d closed, and then the gas will pass out 
at ¢, owing to its pressure in the apparatus being greater than the atmospheric pressure 


Fig. 23.—Gasholder. 
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wise in testing the combustibility of the hydrogen an explosion may 
occur from the formation of detonating gas (the mixture of the oxygen 
of the air with the hydrogen).'? 

Hydrogen, which is contained in water, and which therefore can 
be obtained from it, is also contained in many other substances,'* and 
may be obtained from them. As examples of this, it may be men- 
tioned (1) that a mixture of formate of sodium, CHNa0O,, and caustic 
soda, NaHO, when heated to redness, forms sodium carbonate, Na,COs,, 
and hydrogen, H, ;!9 (2) that a number of organic substances are 
decomposed at a red heat, forming hydrogen, among other gases, and 
thus it is that hydrogen is contained in ordinary lighting gas. 

Charcoal itself liberates hydrogen from steam at a high tempera. 
ture ; 7° but the reaction which here takes place is distinguished by a 
certain complexity, and will therefore be considered later. 


owing to the pressure of the water poured intothe funnel. If it be required to filla 
cylinder or flask with the gas, it is filled with water and inverted in the funnel, and 
the stop-cocks 6 and a opened. Then water will run through a, and the gas will escape 
from the gasholder into the cylinder through b. 

17 When it is required to prepare hydrogen in large quantities for filling balloons, 
copper vessels or wooden casks lined with lead are employed; they are filled with scrap 
iron, over which dilute sulphuric acid is poured. The hydrogen generated from a number 
of casks is carried through lead pipes into special casks containing water (in order to cool 
the gas) and lime (in order to remove acid fumes). To avoid loss of gas all the points 
are made hermetically tight with a paste of plaster or tar. In order to fill his gigantic 
balloon (of 25,000 cubic metres capacity), Giffard, in 1478, constructed a complicated 
apparatus for giving a continuous supply of hydrogen, in which a mixture of sulphuric 
acid and water was continually run into vessels containing iron, and from which the 
solution of iron sulphate formed was continually drawn off. When coal gas, ex- 
tracted from coal, is employed for filling balloons it should be as light, or as rich in hydrogen, 
as possible. For this reason, only the last portions of the gas coming from the retorts 
are collected, and, besides this, it is then sometimes passed through red-hot vessels, in ° 
order to decompose the hydrocarbons as much as possible; charcoal is deposited in the 
red-hot vessels, and hydrogen remains as gas. Coal gas may be yet further enriched 
in hydrogen, and consequently rendered lighter, by passing it over an ignited mixture of 
charcoal and lime. 

18 Of the metals, only a very few combine with hydrogen (for example, sodium), 
and give substances which are easily decomposed. Of the non-metals, the halo- 
gens (fluorine, chlorine, bromine, and iodine) most easily form their unique hydrogen 
compounds ; of these the hydrogen compound of chlorine, and still more that of fluorine, 
is stable, whilst those of bromine and iodine are easily decomposed, especially the 
latter. The other non-metals—for instance, sulphur, carbon, and phosphorus—give 
hydrogen compounds of different composition and properties. but they are all less stable 
than water. The number of the carbon compounds of hydrogen is enormous, but there 
are very few among them which are not decomposed, with separation of the carbon and 
hydrogen, at a red heat. 

19 The reaction expressed by the equation CNaHO,+NaHO = CNa,.0O;+ H, may be 
effected in a glass vessel, like the decomposition of copper carbonate or mercury oxide 
(see Introduction); it is non-reversible, and takes place without the presence of water, 
and therefore Pictet (sce later) made use of it to obtain hydrogen under great pressure. 

0 The reaction between charcoal and superheated steam is a double one—that is, there 
may be formed either carbonic oxide, CO (according to the equation H.0+C=H,+CO), or 
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The properties of hydrogen.— Hydrogen presents us with an example 
of a gas which at first sight does not differ from air. It is not sur- 
prising, therefore, that Paracelsus, having discovered that an aériform 
substance is obtained by the action of metals on sulphuric acid, did not 
quite determine its difference from air. In fact, hydrogen, like air, is 
colourless, and has no smell ;?! but a more ‘intimate acquaintance 
with its properties proves it to be entirely different from air. The first 
sign which distinguishes hydrogen from air is its combustibility. This 
property is so easily observed that it is the one to which recourse is 
usually had in order to recognise hydrogen, if it is evolved in a re- 
action, although there are many other combustible gases. But before 
speaking of the combustibility and other chemical properties of hydro- 
gen, we will first describe the physical properties of this gas, as we did 
in the case of water. It is easy to show that hydrogen is one of the 
lightest gases.22 If passed into the bottom of a flask full of air, 


carbonic anhydride CO, (according to the equation 2H,0O + C =2H,+CO,), and the result- 
ing mixture is called water-gas; we shall speak of it in describing the oxides of carbon. 

71 Hydrogen obtained by the action of zinc or iron on sulphuric acid generally smells 
of hydrogen sulphide (like rotten eggs), which it contains in admixture. As a rule such 
hydrogen is not so pure as that obtained by the action of an electric current or of sodium 
on water. The impurity of the hydrogen depends on the impurities contained in the 
zinc, or iron, and sulphuric acid, and on secondary reactions which take place simul- 
taneously with the main reaction. Thus iron sulphide gives hydrogen sulphide 
(FeS + H.SO,=H,S + FeSO,). However, the hydrogen obtained in this manner may be 
easily freed from the impurities it contains: some of them—namely those having acid 
properties—are absorbed by caustic soda, and therefore may be removed by passing the 
hydrogen through a solution of this substance; another series of impurities is absorbed 
by a solution of mercuric chloride; and, lastly, a third series is absorbed by a solution of 
potassium permanganate. The hydrogen may be dried by passing it over sulphuric acid 
or calcium chloride. The substances serving for purifying the hydrogen are either 
placed in Woulfe’s bottles, or in tubes containing pumice stone moistened with the 
purifying agent. The surface of contact is then greater, and the purification proceeds 
more rapidly. If it be desired to procure completely pure hydrogen, it is sometimes 
obtained by the decomposition of water (previously boiled to expel all air, and mixed 
with pure sulphuric acid), by the galvanic current. Only the gas evolved at the negative 
electrode is collected. Or else,an apparatus like that which gives detonating gas is used, 
only the positive electrode being immersed under mercury containing zinc in solution. 
The oxygen which is evolved at this electrode then immediately, at the moment of its 
evolution, combines with the zinc, and this compound dissolves in the sulphuric acid and 
forms zinc sulphate, which remains in solution, and therefore the hydrogen generated 
will be quite free from oxygen. 

2, An inverted beaker is attached to one arm of the beam of a rather sensitive 
balance, and its weight counterpoised by weights in the pan attached to the other arm. 
If the beaker be then filled with hydrogen it rises, owing to the air being replaced 
by hydrogen. Thus, at the ordinary temperature of a room, a litre of air weighs 
about 1°2 grams, and on replacing the air by hydrogen a decrease in weight of about 1 
gram per litre is obtained. Moist hydrogen is heavier than dry—for aqueous vapour 
is nine times heavier than hydrogen. In filling balloons it is usually calculated that (it 
being impossible to have perfectly dry hydrogen or to obtain it quite free from air) 
the lifting force is equal to 1 kilogram (= 1,000 grams) per cubic metre (= 1,000 litres). 
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hydrogen will not remain in it, but, owing to its lightness, rapidly 
escapes and mixes with the atmosphere. If, however, a cylinder whose 
orifice is turned downwards be filled with hydrogen, it will not escape, 
or, more correctly, it will only slowly mix with the atmosphere. This 
may be demonstrated by the fact that a lighted taper sets fire to the 
hydrogen at the orifice of the cylinder, and is itself extinguished inside 
the cylinder. Hence hydrogen, being itself combustible, does not 
gupport combustion. The great lightness of hydrogen is taken advan- 
tage of for balloons. Ordinary coal gas, which is often also used for 
the same purpose, is only about twice as light as air, whilst hydrogen is 
144 times lighter than air. A very simple experiment with soap bubbles 
very well illustrates the application of hydrogen for filling balloons. 
Charles, of Paris, showed the lightness of hydrogen in this way, and con- 
structed a balloon filled with hydrogen almost simultaneously with Mont- 
golfier. One litre of hydrogen”? at 0° and 760 mm. pressure weighs 


7% The density of hydrogen in relation to the air has been determined by accurate 
experiments. The first determination, made by Lavoisier, was not entirely exact ; taking 
the density of air as unity, he obtained 0:0769 for that of hydrogen—that is, hydrogen as 
thirteen times lighter than air. Later determinations have corrected this figure, the 
most accurate determinations being due to Thomsen, who obtained the figure 0:0698 ; 
Berzelius and Dulong, who obtained 0:0688; and Dumas and Bunsen, who obtained 
0°06945. But the most exact determination of all is, without doubt, due to Regnault. 
He took two spheres of considerable capacity, which contained equal volumes of air 
(thus avoiding the necessity of any correction for weighing them in air). Both spheres 
were attached to the scale pans of a balance. One was sealed up, and the other first 
weighed empty and then full of hydrogen. Thus, knowing the weight of the hydrogen 
filling the sphere, and the capacity of the sphere, it was easy to find the weight of a litre 
of hydrogen; and, knowing the weight of a litre of air at the same temperature and 
pressure, it was easy to calculate the density of hydrogen. Regnault, by these experi- 
ments, found the average density of hydrogen to be 0:06926 in relation to air, or including 
the necessary corrections 0°06949. 

In this book I shall always refer the densities of all gases to hydrogen, and not 
to air; therefore, for the sake of clearness, I will cite the weight of a litre of dry pure 
hydrogen in grams at a temperature ¢° and under a pressure H (measured in millimetres 
of mercury at 0°, in long. 45°). The weight of a litre of hydrogen 

=oosessx Fy 1 _ 
760 1+0°00367¢ 

For aeronauts it is very useful to know, besides this, the weight of the air at different 

heights, and I therefore insert the adjoining table, constructed on the basis of Glaisher’s 


gram 
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| Pressure Temperature Moisture Height | Weight of the air | 
760 m.m. 15°C. 60 p.c. 0 métres | 1222 kilos, 
700 ,, 11°0° _, 64 ,, 690 ,, 1141 ,, | 
650 _,, T6° ,, 64, 1300 __,, ' 1073 ,, ® 
600 ” 4°3° ” 63 ” . 1960 ” 1003 ” a) 
' «#550, + 10° ,, 62 ,, YT nn ):) oer a1 
| 500 ,, — 24° |, 58, 420, | 857 ,, \.2| 
, 450, | — 58° ,, 52, ' 4250, 781 ,, fy 
| 400, — 91° ,, 44, 5170 , 708, | © 
850 ,, —12'5° _,, 36, 6190 __,, 624 ,, 3 
| 800 ,, —15°9° ,, 27 i, 7360, 42, |S 
/ 


250 ,, —19°2? |, 18 ,, 8720, 457, 
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0:089578 gram ; that is, hydrogen is almost 14} (more exactly, 14°43) 
times lighter than air. It is the lightest of all gases. The small density 
of hydrogen determines many remarkable properties which it shows ; 
thus, hydrogen flows exceedingly rapidly from fine orifices, its molecules 
(Chap. I.) being endued with the greatest velocity of movement. At 
pressures somewhat higher than the atmospheric pressure, all other 
gases exhibit a greater compressibility and co-efficient of expansion than 
they should according to the laws of Mariotte and Gay-Lussac ; whilst 
hydrogen, on the contrary, is less compressed than should follow from 
the law of Mariotte,?> and with a rise of pressure it expands slightly 


data, for the temperature and moisture of the atmospheric strata in clear weather. All 
the figures are given in the metrical system—1000 millimetres = 39°37 inches, 1000 kilo- 
grams = 2204°3375 Ibs., 1000 cubic metres = 85816'5 cubic feet. The starting temperature 
at the earth's surface is taken as =15° C., its moisture 60 p.c., pressure 760 millimetres. 
The pressures are taken as indicated by an aneroid barometer, assumed to be corrected 
at the sea level and at long. 45°. 

Although the figures of this table are calculated with every possible care from average 
data, yet they can only be taken for an elementary judgment of the matter, for in every 
separate case the conditions, both at the earth’s surface and in the atmosphere, will differ 
from those here taken. In calculating the height to which a balloon can ascend, it is 
evident that the density of gas in relation to air must be known. This density for 
ordinary coal gas is from 0°6 to 0°35, and for hydrogen with its ordinary contents of 
moisture and air from 0°1 to 0°15. 

Hence, for instance, it may be calculated that a balloon of 1000 cubic metres capacity 
filled with pure hydrogen, and weighing (the envelope, tackle, people, and ballast) 727 
kilograms, will ascend to a height of not much more than 4250 metres. 

%# If a cracked flask be filled with hydrogen and its neck immersed under water or 
mercury, then the liquid will rise up into the flask, owing to the hydrogen passing 
through the cracks about 3°8 times quicker than the air is able to pass through these 
cracks into the flask. The same thing may be better seen if, instead of a flask, a tube 
whose end is closed by a porous substance, such as graphite, unglazed earthenware, or a 
gypsum plate, be employed. 

% According to Boyle and Mariotte’s law, for a given gas at a constant temperature the 
volume decreases by as many times as the pressure increases; that is, this law requires 
that the product of the volume v and the pressure p for a given gas should be a constant 
quantity: pv=C, a constant quantity which does not vary with a change of pres- 
sure. In reality this equation does very nearly and exactly express the observed rela- 
tion between the volume and pressure, but only within comparatively small variations 
of pressure, density, and volume. If these variations be in any degree considerable, the 
quantity pv proves to be dependent on the pressure, and it either increases or diminishes 
with an increase of pressure. In the former case the compressibility is less than it 
should be according to Mariotte’s law, in the latter case it is greater. We will call the 
first case a positive discrepancy (because then d (pv) 'd (p) is greater than zero), and the 
second case a negative discrepancy (because then d (pv) d (p) is less than zero). Deter- 
minations made by myself, M. L. Kirpicheff, and Hemilian showed that all known gases 
at low pressures, when considerably rarefied, present positive discrepancies. On the 
other hand it appears from the researches of Cailletet, Natterer, and Amagat that all 
gases under great pressures (when the volume obtained is 500-1000 times less than 
under the atmospheric pressure) also present positive discrepancies. Thus under a pres- 
sure of 2700 atmospheres air is compressed, not 2700 times, but only 800, and hydrogen 
1000 times. Hence the positive kind of discrepancy is, so to say, normal to gases. And 
this is easily understood. Dida gas follow Mariotte’s law, or were it compressed to a 
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less than at the atmospheric pressure.?° However, hydrogen, like 
wir and many other gases which are permanent at the ordinary tem- 


greater extent than is shown by this law, then under great pressures it would attain a 
density greater than that of solid and liquid substances, which is in itself improbable and 
even impossible by reason of the fact that solid and liquid substances are themselves but 
little compressible. For instance, a cubic centimetre of oxygen at 0° and under the at- 
mospheric pressure weighs about 0°0014 gram, and at a pressure of 3000 atmospheres 
(this pressure is attained in guns) it would, if it followed Mariotte’s law, weigh 4:2 grams— 
that is, would be about four times heavier than water—and at a pressure of 10000 atmo- 
spheres it would be heavier than mercury. Besides this, positive discrepancies are pro- 
bable in the sense that the molecules of a gas themselves must occupy a certain volume. 
Admitting that Mariotte’s law only applies to the intermolecular space still we find the 
necessity of positive discrepancies. If we designate the volume of the molecules of a gas 
by b (like Van der Waals, see Chap. I. note 34), then it must be expected that p (v—b)=C. 
Hence pr = C+ bp, which expresses a positive discrepancy. Supposing that for hydrogen 
peu = 1000, at a pressure of one metre of mercury, according to the results of Regnault's, 
Amagat’s, and Natterer’s experiments, we obtain 6 as approximately 0°7 to 0°9. 

Thus the increase of pv with the increase of pressure must be considered as the 
normal law of the compressibility of gases. Hydrogen presents such a positive compres- 
sibility at all pressures, for it presents positive discrepancies from Mariotte's law, accord- 
ing to Regnault, at all pressures above the atmospheric pressure. Hence hydrogen is, 
so to say, a sample gas. No other gas behaves so simply with a change of pressure. All 
other gases at pressures from 1 to 30 atmospheres present negative discrepancies— that 
is, they are then compressed to a greater degree than should follow from Mariotte’s law, 
as was shown by the determinations of Regnault, which were verified when repeated by 
myself and Boguzsky. Thus, for example, on changing the pressure from 4 to 20 metres 
of mercury-—that is, on increasing the pressure five times—the volume only decreased 
4°93 times when hydrogen was taken, and 5°06 when air was taken. 

The discrepancies from the law of Boyle and Mariotte for considerable pressures 
(from 1 to. 3000 atmospheres) are well expressed (for constant temperatures) by the 
above-mentioned formula of Van der Waals (Chap. I. Note 34); Clausius’ formula is more 
closely approximate, but as it and Van der Waals’ formula also do not in any way express 
the existence of positive discrepancies from the law at low pressures, and as, accord- 
ing to the above-mentioned determinations made by myself, Kirpicheff, and Hemilian and 
verified (by two methods) by K. D. Kraevitch, they are proper to all gases (even to those 
which are easily compressed into a liquid state, such as carbonic and sulphurous anhy- 
drides); therefore these formule, whilst accurately interpreting the phenomena of con- 
densation and even of liquefaction, do not answer in the case of a high rarefaction of 
gases—that is, to that instance where a gas approaches to a condition of maximum dis- 
persion of its molecules, and perhaps presents a passage towards the substance termed 
‘luminiferous ether’ which fills up interplanetary and interstellar space. If we suppose 
that gases are rarefiable to a definite limit only, having attained which they (like solids) 
do not alter in volume with a decrease of pressure, then onthe one hand the passage of 
the atmosphere at its upper limits into a homogeneous ethereal medium becomes com- 
prehensible, and on the other hand it would be expected that gases would, in a state of 
high rarefaction (2.e., when small masses of gases occupy large volumes, or when furthest 
removed from a liquid state) present positive discrepancies from Boyle and Mariotte’s law. 
Our present acquaintance with this province of highly rarefied gases is most limited, and 
its further development promises to elucidate much in respect to natural phenomena. To 
the three states of matter (solid, liquid, and gaseous) it is evident a fourth must be yet 
added, the ethereal or ultra-gaseous (as Crookes proposed), understanding by this 
matter in its highest possible state of rarefaction. 

“6 The law of Gay-Lussac states that all gases in all conditions present one coefficient 
of expansion 0°00367; that is, when heated from 0° to 100° they expand like air; 
namely, a thousand volumes of a gas measured at 0° will occupy 1867 volumes at 100°. 
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perature, does not pass into a liquid state under a very consider- 
able pressure,?’ but is compressed into a lesser volume than would 


Regnault, about 1850, showed that Gay-Lussac’s law is not entirely correct, and that 
different gases, and also one and the same gas at different pressures, have not quite the 
same coefficients of expansion. Thus the expansion of air between 0° and 100° is 0°367 
under the ordinary pressure of one atmosphere, and at three atmospheres it is 0°371, the 
expansion of hydrogen is 0°36, and of carbonic anhydride 0°37. Regnault, however, did 
not directly determine the change of volume between the 0° and 100°, but measured the 
variation of tension with the change of temperature ; but as gases do not entirely follow 
Mariotte’s law, therefore the change of volume cannot be directly judged by the variation 
of tension. The investigations carried on by myself and Kayander, about 1870, showed 
the direct variation of volume on heating from 0° to 100°. These investigations confirmed 
Regnault’s conclusion that Gay-Lussac’s law is not entirely correct, and further showed 
(1) that the expansion per volume from 0° to 100’ under a pressure of one utmosphere, 
for air = U'368, for hydrogen = 0367, for carbonic anhydride = 0°373, for hydrogen bromide 
=0'386, &e.; (2) that for gases which are more compressible than should follow 
from Mariotte's law the expansion by heat increases with the pressure—for example, 
for air at a pressure of three and a half atmospheres, it equals 0°371, for carbonic 
anhydride at one atmosphere it equals 0°373, at three atmospheres 0°389, and at eight 
atmospheres 0°413; (3) that for gases which are less compressible than should follow 
from Mariotte’s law, the expansion by heat decreases with an increase of pressure-- 
for example, for hydrogen at one atmosphere 0°367, at eight atmospheres 0°369, for air at 
a quarter atmosphere 0°370, at one atmosphere 0°368; and hydrogen like air (and all 
gases) is less compressed at low pressures than should follow from Mariotte’s law (air 
at higher pressures than the atmospheric pressure gives a contrary result), as investiga- 
tions made by myself, aided by Kirpicheff and Hemilian, showed. Hence, hydrogen, 
starting from zero to the highest pressures, exhibits a gradually, although only slightly, 
varying coefficient of expansion, whilst for air and other gases at the atmospheric and 
higher pressures, the coefticient of expansion increases with the increase of pressure, so 
long as their compressibility is greater than should follow from Mariotte’s law. But 
when at considerable pressures, this kind of discrepancy passes into the normal (see Note 
25), then the coefficient of expansion of all gases decreases with an increase of pressure, 
as is seen from the researches of Amagat. The difference between the two coefficients 
of expansion, for a constant pressure and for a constant volume, is explained by these 
relations. Thus, for example, for air at a pressure of one atmosphere the true coefficient 
of expansion (the volume varying at constant pressure) = 0°00868 (according to Mende- 
léeff and Kayander) and the variation of tension (at a constant volume, according to 
Regnault) = 0°00867. 

*7 Permanent gases are such as cannot be liquefied by an increase of pressure alone. 
With a rise of temperature, all gases and vapours become permanent gases. As we shall 
afterwards learn, carbonic anhydride becomes a permanent gas ut temperatures above 
31°, and at lower temperatures it has a maximum tension, and may be liquefied by 
pressure alone. 

The liquefaction of gases, accomplished by Faraday (see Ammonia) and others, in 
the first half of this century, showed that a number of substances are capable, like water, 
of taking all three physical states, and that there is no essential difference between 
vapours and gases, the only distinction being that the boiling points (or the temperature 
at which the tension =760 mm.) of liquids lie above the ordinary temperature, and those 
of liquefied gases below, and consequently a gas is a superheated vapour, or vapour 
heated above the boiling point, or removed from saturation, rarefied, having u lower 
tension than that maximum which is proper toa given temperature and substance. We 
will here cite, as we did for water (p. 54), the marimum tensions of certain liquids and 
gases at various temperatures, because they may be taken advantage of for obtaining 
constant temperatures by changing the pressure at which boiling or the formation of 


134 PRINCIPLES OF CHEMISTRY 


follow from Mariotte’s law.2* From this it may be concluded 
that the absolute boiling point of hydrogen, and of gases resembling 


saturated vapours takes place. The temperatures (according to the air thermometer) 
are placed on the left, and the tension in millimetres of mercury (at 0°) on the right, 
hand side of the equations. Carbon bisulphide, CS2, 0° =127°9; 10° =198'5; 20° = 298'1; 
B0°= 4816; 40°=617°5; 50°=857°1. Chlorobenzene, CgH,Cl, 70°=97'9; 80°=141'8; 
90° = 208°4; 100° = 292°8; 110°=402°6; 120°=542°8; 180°=719°0. Aniline, CgH,N, 
150° = 283°7 ; 160° = 387°0; 170°=515°6; 180°=677'2; 185°=771°5. Methyl salicylate, 
CgH,03, 180° =249°4 ; 190° = 8809 ; 200° = 482°4; 210°=5657°5; 220°=710°2; 224°=779°9- 
Mercury, Hg, 800°=246'8; 810°=804'9 ; 820°=878°'7; 880°=454'4; 840°= 5486 ; 
350°=658'0; 859°=770°9. Sulphur, S, 895°=800; 428°=500; 448°=700; 452°=800; 
459°=900. These figures (Ramsay and Young) show the possibility of fixing con- 
stant temperatures in the vapours of boiling liquids. The tension of liquefied 
gases is expressed in atmospheres. Sulphurous anhydride, SO,,—50°=0'4; —20°=0°6; 
—10°=1; 0°=1°5; +10°=2'8; 20°=82; 80°=5:8. Ammonia, NHs, —40°=0°7; 
— 80° =1'1; —20°m1'8; —10°=2'8; 0°42; +10°=6:0; 20°=8'4. Carbonic anhydride, 
CO2, —115°=0°088 ; —80°=1; —70°=2'1; —60°=8'9; —50°=6'8; —40°=10; —20°=28; 
0° =35; +10°=46; 20°=58. Nitrous oxide, NgO, —125°=0°088; —92°=1; —80°=1°9; 
—50°=7'6; —20°=28'1; 0°=861; +20°=55'3. Ethylene, C,H,, —140°=0°033; 
—180°=0'1 ; —108°=1; —40°=18; —1°=42. Air, —191°=1; —158°=14; —140°=89. 
Nitrogen, No, —208°=0°085; —198°=1; —160°=14; —146°=82. The methods of 
liquefying gases (by pressure and cold) will be described under ammonia, nitrous oxide, 
sulphurous anhydride, and in later footnotes. We will now turn our attention to the 
fact that the evaporation of volatile liquids, under various, and especially under low, 
pressures, gives an easy means for obtaining low temperatures. Thus liquefied carbonic 
anhydride, under the ordinary pressure, reduces the temperature to — 80°, and when it 
evaporates in an atmosphere rarefied (in an air-pump) to 25 mm. (=0°033 atmospheres) 
the temperature, judging by the above-cited figures, falls to —115° (Dewar). Even the 
evaporation of liquids of common occurrence, under low pressures easily attainable in an 
air-pump, may produce low temperatures, which may be again taken advantage of for ob- 
taining still lower temperatures. Water boiling in a vacuum becomes cold, and under 
&® pressure of less than 4°5 mm. it freezes, because its tension at 0° is 45 mm. A 
sufficiently low temperature may be obtained by forcing fine streams of air through 
common ether, or liquid carbon bisulphide, CS,, or methyl chloride, CH3Cl, and other 
similar volatile liquids. In the adjoining table are given, for certain gases, (1) the 
number of atmospheres necessary for their liquefaction at 15°, and (2) the boiling points 
of the resultant liquids under a pressure of 760 mm. 
C,H, N,O CO, 4#H,S AsH, NH, HCl CH,Cl C,N,_ SO, 
(1) 42 31 52 10 8 7 25 4 4 3 
(2) —103° —929 —-—#0° —74° —658° —38° -—35° =—24% -—219 —10° 
38 Natterer’s determinations (1851-1854), together with Amagat’s results (1880-1888), 


show that the compressibility of hydrogen, under high pressures, may be expressed by 
_ the following figures :— 


p = 1 100 1000 2500 
v = 1: 0°0107 0:0019 0°0018 
pu = 1 1:07 19 8°25 
s = On 10°8 58 85 


where p = the pressure in metres of mercury, v= the volume, if the volume taken under 
a pressure of 1 metre =1, and s the weight of a litre of hydrogen at 20° in grams. If 
hydrogen followed Mariotte’s law, then under a pressure of 2500 metres, one litre would 
contain not 85, but 265, grams. It is evident from the above figures that the weight of 
a litre of the gas approaches a limit as the pressure increases, which is doubtless the 
density of the gas when liquefied, and therefore the weight of a litre of liquid 
hydrogen will probably be near 100 grams (density about 0-1, being less than that of all 
other liquids). 
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it,®? lies very much below the ordinary temperature ; that is, that the 
liquefaction of this gas is only possible at low temperatures, and under 


*) Cagniard de Latour, on heating ether ina closed tube to about 190°, observed that 
at this temperature the liquid is transformed into vapour occupying the original volume 
—that is, having the same density as the liquid. The further investigations made by 
Drion and myself, showed that every liquid has such an absolute boiling point, above which 
it cannot exist as a liquid and is transformed into a dense gas. In order to grasp the true 
signification of this absolute boiling temperature, it must be remembered that the liquid 
state is characterised by « cohesion of its particles which does not exist in vapours and 
gases. The cohesion of liquids is expressed in their capillary phenomena (the breaks 
in a column of liquid, drop formation, and rise in capillary tubes, &c.), and the product of 
the density of a liquid into the height to which it rises in a capillary tube (of a definite 
diameter) may serve as the measure of the magnitude of cohesion. Thus, in a tube of 
2 mm. diameter, water at 15° rises (the height being corrected forthe meniscus) 14°38 mm., 
and ether at t° to a height 5:35—0°028 © mm. ‘The cohesion of a liquid is lessened by 
heating, and therefore the capillary heights are also diminished. It has been shown 
by experiment that this decrement is proportional to the temperature, and hence by the 
aid of capillary observations we are able to form an idea that at a certain rise of 
temperature the cohesion may become=0. For ether, according to the above formula, 
this would happen at 191’. If the cohesion disappear from a liquid it becomes a gas, 
for cohesion is the only point of difference between these two states. A liquid in 
evaporating and overcoming the force of cohesion absorbs heat. Therefore,the absolute 
boiling point was defined by me (1861) as that temperature at which (a) a liquid cannot 
exist as a liquid, but forms a gas which cannot pass into a liquid state under gny 
pressure whatever; (b) cohesion=0; and (c) the latent heat of evaporation =0. 

These ideas were but little spread until Andrews (1869) explained the matter from 
another aspect. Starting from gases, he discovered that carbonic anhydride can- 
not be liquefied by any degree of compression at temperatures above 81°, whilst at 
lower temperatures it can be liquefied. He called this temperature the critical tem- 
perature. It is evident that it is the same as the absolute boiling point. We shall after- 
wards designate it by fc. At low temperatures a gas which is subjected to a pressure 
greater than its maximum tension (Note 27) is completely transformed into a liquid, 
which, in evaporating, gives a saturated vapour which possesses this maximum tension ; 
whilst at temperatures above fc the pressure to which the gas is subjected may increase 
indefinitely. However, under these conditions the volume of the gas does not change 
indefinitely but approaches a definite limit (see Note 28)—that is, it resembles in this 
respect a liquid or a solid which is altered but little in volume by pressure. The 
volume which a liquid or gas occupies at fe is termed the critical volume, which corre- 
sponds with the critical pressure, which we will designate by pe and express in atmo- 
spheres. Itis evident from what has been said that the discrepancies from Mariotte 
and Boyle’s law, the absolute boiling point, the density in liquid and compressed 
gaveous states, and the properties of liquids, must all be intimately connected together. 
We will consider these relations in one of the following notes. At present we will 
supplement the above observations by the values of tc and pe for certain liquids and 
gases which have been investigated in this respect— 


t.c p.c t.c p.c 
No — 146° 83 H,S + 108° 92 
co — 140° 89 CoN, 9 + 124° 62 
O, — 119° 60 NH + 181° 114 
CH, — 100° 50 CH;Cl + 141° 78 
NO —. 93° 71 80, + 155° 79 
C.H, + 10° 51 CsHio + 192° 84 
CO. + 382° —17 C,H,.0 + 198° 40 
NO + 68% 75 CHCl, + 268° | 55 
C,H, + 37° 68 CS, + 278° 78 
HCl F 52° 86 C.Hg, + 292° 60 
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great pressures.°° This conclusion was verified (1879) by the ex- 
periments of Pictet and Cailletet.2! They compressed gases at a 


50 This conclusion was arrived at by me in 1870 (Ann. Phys. Chem. 141, 628). 

31 Pictet, in his researches, effected the direct liquefaction of many gases which up to 
that time had not been liquefied. He employed the apparatus used for the manufacture 
of ice on a large scale, employing the vaporisation of liquid sulphurous anhydride 
which may be liquefied by pressure alone. This anhydride isa gas which is transformed 
into a liquid at the ordinary temperature under a pressure of several atmospheres (see 
Note 27), and boils at —10° at the ordinary atmospheric pressure. This liquid, like all 
others, boils at a lower temperature under a diminished pressure, and by continually 
pumping out the gas which comes off by means of a powerful air-pump its boiling point 
falls as low as —75°. Consequently, if we on the one hand force liquid sulphurous 
anhydride into a vessel, and on the other hand pump out the gas from the same vessel 
by powerful air-pumps, then the liquefied gas will boil in the vessel, and cause the tempera- 
ture in it to fall to —75°. If a second vessel is placed inside this vessel, then another 
gas may be easily liquefied in it at the low temperature produced by the boiling liquid 
sulphurous anhydride. Pictet in this manner easily liquefied carbonic anhydride, CO, 
(at —60° under a pressure of from four to six atmospheres). This gas is more refractory 
to liquefaction than sulphurous anhydride, but for this reason it gives on evaporating a 
still lower temperature than can be attained by the evaporation of sulphurous anhydride. 
A temperature of — 80° may be obtained by the evaporation of liquid carbonic anhydride at 
a pressure of 760 mm., and in an atinosphere rarefied by a powerful pump the temperature 
falls to —140°. By employing such low temperatures, it was possible, with the aid of 
pressure, to liquefy the majority of the other guses. It is evident that special pumps 
which are capable of rarefying gases are necessary to reduce the pressure in the 
chambers in which the sulphurous and carbonic anhydride boil; and that, in order to 
re-condense the resultant gases into liquids, special force pumps are required foy pumping 
the liquid anhydrides into the refrigerating chamber. Thus, in Pictet’s apparatus 
(fig. 24), the carbonic anhydride was liquefied by the aid of the pumps E F, which com- 


Fig. 24.—General arrangement of the apparatus employed by Pictet for liquefying gases. 


THE COMPOSITION OF WATER, HYDROGEN 137 


very low temperature, and then allowed them to expand, either by 
directly decreasing the pressure or by allowing them to escape into the 
air, by which means the temperature fell still lower, and then, just as 
steam when rapidly raretied*? deposits liquid water in the form of a 


pressed the gas (at a pressure of 4-6 atmospheres) and forced it into the tube K, 
vigorously cooled by being surrounded by boiling liquid sulphurous anhydride, which 
was condensed in the tube C by the pump B, and rarefied by the pump A. The 
liquefied carbonic anhydride flowed down the tube K into the tube H, in which it was 
subjected to a low pressure by the pump FE, and thus gave a very low temperature of 
about 140°. The pump E carried off the vapour of the carbonic anhydride, and conducted it 
to the pump F, by which it was again liquefied. The carbonic anhydride thus made an 
entire circuit—that is, it passed from a rarefied vapour of small tension and low tempera- 
ture into a compressed and cooled gas, which was transformed into a liquid, which 
again vaporised and produced a low temperature. 

Inside the wide inclined tube H, where the carbonic acid evaporated, was placed a 
second and narrow tube M containing hydrogen, which was evolved in the vessels L 
from a mixture of sodium formate and caustic soda (CHO,Na + NaHO = Na,COs; + Hy). 
This mixture gives hydrogen on heating the vessel L. This vessel and the tube M were 
made of thick copper, and could withstand great pressures. They were, besides, her- 
metically connected together and closed up. Thus the hydrogen which was evolved had 
no outlet, accumulated in a limited space, and its pressure increased in proportion to 
the amount of it evolved. The magnitude of this pressure was recorded on a metallic 
manometer R attached to the end of the tube M. As the hydrogen in this tube was sub- 
mitted to a very low temperature und a powerful pressure, there were all the necessary con- 
ditions for its liquefaction. When the pressure in the tube H became steady—t.e., when 
the temperature had fallen to — 140°, and the manometer R indicated a pressure of 650 
atmospheres in the tube M—then this pressure did not rise with a further evolution of 
hydrogen in the vessel L. This served as an indication that the tension of the vapour of 
the hydrogen had attained a maximum corresponding with — 140°, and that consequently 
all the excess of the gas was condensed to a liquid. Pictet convinced himself of this 
by opening the cock N, when the liquid hydrogen rushed out from the orifice. But, on 
leaving a space where the pressure was equal to 650 atmospheres, and coming into contact 
with air under the ordinary pressure, the liquid or powerfully-compressed hydrogen 
expanded, began to boil, absorbed still more heat, and became still colder. In doing so 
a portion of the liquid hydrogen, according to Pictet, passed into a solid state, and did 
not fall in drops into a vessel placed under the outlet N, but as pieces of solid matter, 
which struck against the sides of the vessel like shot and immediately vaporised. 
Thus, although it was impossible to see and keep the liquefied hydrogen, still it was 
admitted that it passed not only into a liquid, but also into a solid, state, because Pictet 
in his experiments obtained other gases which had not previously been liquefied, 
especially oxygen and nitrogen, in a liquid and solid state. Pictet supposed that liquid 
and solid hydrogen have the properties of a metal, like iron. 

33 At the same time (1879) as Pictet was working on the liquefaction of gases in 
Switzerland, Cailletet, in Paris, was occupied on the same subject, and his results, 
although not so convincing as Pictet’s, still showed that the majority of gases, previously 
unliquefied, were capable of passing into a liquid state. Cailletet subjected gases to a 
pressure of several hundred atmospheres in thin glass tubes (fig. 25); he then cooled 
the compressed gas as far as possible by surrounding it with a freezing mixture; a 
cock was then rapidly opened for the outlet of mercury from the tube containing the gas, 
which consequently rapidly and vigorously expanded. This rapid expansion of the gas 
would produce great cold, just as the rapid compression of a gas evolves heat and causes 
arise in temperature. This cold was produced at the expense of the gas itself, for in 
rapidly expanding its particles were not able to absorb heat from the walls of the 
tube, and in cooling a portion of the expanding gas was transformed into liquid. This 
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fog, hydrogen in expanding 
a liquid state. But as - 
liquid, even for a short time, 
the employment of a tem 


forms a fog, thus indicating its passage into 
t it has been impossible to preserve this 
to determine its properties, notwithstanding 
pheceaca ‘ perature of — 200° and a pressure of 200 atmo- 
copii : a: oe by these means the gases of the atmosphere may be 
a a quid state for a long time. This is naturally dependent 

uct that the absolute boiling point of hydrogen lies lower than 


th 
at of all other known gases, which is related to the extreme lightness 
of hydrogen,34 ° 


was seen from th 


Thus Cailletet ais formation of cloud-like drops, like a fog, which rendered the gas opaque. 


roved the possibility of the liquefaction of gases, but he did not isolate 
the liquids. The method of Cailletet allows the passage of 
gases into liquids being observed with greater facility and 
simplicity than Pictet’s method, which requires a very 
complicated and expensive apparatus. 

The methods of Pictet and Cailletet were afterwards 
improved by Olszewski, Wroblewski, Dewar, and others. 
In order to obtain a still lower temperature they employed 
liquid ethylene or nitrogen instead of carbonic acid gas, 
whose evaporation at low pressures produces a much lower 
temperature (to —200°). They also improved on the 
methods of determining such low temperatures, but the 
methods were not essentially altered; they obtained nitro- 
gen and oxygen in a liquid, and nitrogen even in a solid, 
state, but no one has yet succeeded in seeing hydrogen in 
a liquid form. 

55 The investigations of C. Wroblewski in Cracow 
clearly proved that Pictet could not have obtained liquid 
hydrogen in the interior of his apparatus, and that if he 
did obtain it, it could only have been at the moment of its 
outrush due to the fall in temperature following its sud- 
den expansion. Pictet calculated that he obtained a tem-' 
perature of — 140°, but in reality it hardly fell below — 120°, 
judging from the latest data for the vaporisation of car- 
bonic anhydride under low pressure. The difference lies 
in the method of determining low temperatures. Judging 
from other properties of hydrogen (see Note 34), one would 
think that its absolute bolling point lies far below —120°, 
and even — 140° (according to the calculation of Sarrau, on 
the basis of its compressibility, at —174°). But even at — 200° 
(if the methods of determining such low temperatures be correct) hydrogen does not give 
a liquid even under a pressure of several hundred atmospheres. However, on expan- 
sion a fog is formed and a liquid state attained, but the liquid does not separate. 

34 After the conception of the absolute temperature of ebullition (fc, note 29) had 
been worked out (about 1870), and its connection with the deviations from Mariotte’s law 
had become evident, and especially after the liquefaction of permanent gases, general 
attention was turned to the development of the fundamental conceptions of the gaseous 
and liquid states of matter. Some investigators directed their energies to the further 
study of vapours (for instance, Ramsay and Young), gases (for instance, Amagat), and 
liquids (for instance, Zaencheffsky, Nadeschdin, and others), especially to liquids near tc 
and pc; others (for instance, Konovaloff and De Haen) endeavoured to discover the rela- 
tion between liquids under ordinary conditions (removed from tc and pc) and gases, 


Fic. 25.—Cailletet’s apyaratus 
for liquefying gases. 
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Although a substance which passes with great difficulty into a 
liquid state by the action of physico-mechanical forces, hydrogen loses 


while a third class of investigators (Van der Waals, Clausius, and others), starting from the 
already generally-accepted principles of the mechanical theory of heat and the kinetic 
theory of gases, and having made the self-evident proposition of the existence in gases 
of those forces which clearly act in liquids, deduced the connection between the properties 
of one and the other. It would be out of place in an elementary handbook like the 
present to enunciate the whole mass of conclusions arrived at by this method, but it is 
necessary to give an idea of the results of Van der Waals’ considerations, for they explain 
the gradual uninterrupted passage from a liquid into a gaseous state in the simplest 
form, and, although the deduction cannot be considered as complete and decisive (see 
note 25), nevertheless it penetrates so deeply into the essence of. the matter that its 
signification is not only reflected in a great number of physical investigations, but also in 
the province of chemistry, where instances of the passage of substances from a gaseous 
to a liquid state are so common, and where the very processes of dissociation, decomposi- 
tion, and combination must be identified with a change of physical state of the partici- 
pating substances. 

For a given quantity (weight, mass) of a definite substance, its state is expressed 
by three variables— volume v, pressure (elasticity, tension) p, and temperature ¢. 
Although the compressibility—[z.e., d(v)d(p)}—of liquids is small, still it is clearly ex- 
pressed, and varies not only with the nature of liquids but also with their pressure and 
temperature (at tc the compressibility of liquids is very considerable). Although gases, 
according to Mariotte’s law, with small variations of pressure, are uniformly compressed, 
nevertheless the dependence of their volume v on ¢ and p is very complex. The same 
applies to the coefficient of expansion [=d(v)d(t), or d(p)d(t)], which also varies with 
¢ and p, both for gases (see Note 26), and for liquids (at fc it is very considerable, and 
often exceeds that of gases, 0°00367). Hence the equation of state must include three 
yariables—v, p,and ¢. For a so-called perfect (ideal) gas, or for inconsiderable variation 
of density, the elementary expression pv=Ra(t+at), or pu—# (273+t) should be 
accepted, where # is a constant varying with the mass and nature of a gas, as expressing 
this dependence, because it includes in itself the laws of Gay-Lussac and Mariotte, for at 
a constant pressure the volume varies proportionally to 1+at,and when ¢ is constant 
the product of ¢v is constant. In its simplest form the equation may be expressed thus: 

pv=RT; 
where 7 denotes what is termed the absolute temperature, or the ordinary temperature 
+278—that is, T=¢ + 273. 

Starting from the supposition of the existence of an attraction or internal pressure 
(expressed by a) proportional to the square of the density (or inversely proportional to 
the square of the volume), and of the existence of a volume or length of path (expressed 
by 0%) of gaseous molecules, Van der Waals gives for gases the following more complex 
equation of state :— 

(p+ “,) (2-4) = 1 + 000867" ; 
v 
if at 0° under a pressure p = 1 (for instance, under the atmospheric pressure), the volume 
(for instance, a litre) of a gas or vapour be taken as 1, and therefore vand b be expressed 
by the same units as p and a. The deviations from both the laws of Mariotte and Gay- 
Lussac are expressed by the above equation. Thus, for hydrogen a must be taken as 
infinitely small, and b=0°0009, judging by the data for 1000 and 2500 metres pressure 
(Note 28). For other permanent gases, for which (Note 28) I showed (about 1870) from 
Regnault's and Natterer’s data, a decrement of pu, followed by an increment, which was 
confirmed (about 1880) by fresh determinations made by Amagat, this phenomena may 
be expressed in definite magnitudes of a and 6 (although Van der Waals’ formula is not 
applicable for minimum pressures) with sufficient accuracy for contemporary require- 
ments. It is evident that Van der Waals’ formula can also express the difference of the 
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its gaseous state (that is, its elasticity, or the physical energy of its 
molecules, or their rapid progressive movement) with comparative ease 


coefficients of expansion of gases with a change of pressure, and according to the 
methods of determination (Note 26). Besides this, Van der Waals’ formula shows that 


at temperatures above 273 ( 1) only one actual] volume (gaseous) is possible, 


whilst at lower temperatures, by varying the pressure, three different volumes—liquid, 
gaseous, and partly liquid partly saturated-vaporous—are possible. It is evident that 


the above temperature is the absolute boiling point—that is, (fc) = 278 (ae 1 ). It is 
i 


found under the condition that all three possible volumes (the three roots of Van der 
Waals’ cubic equation) are then similar and equal (vc=38b). The pressure in this case 


(pe) = These ratios between the constants a and b and the conditions of critical 


a 
270" 
state—i.e. (tc) and (pc)—give the possibility of determining the one magnitude from the 
other. Thus for ether (Note 29), (tc) = 193°, (tp)=40, from whence a=0°0307, b= 0°00533. 
Froin whence (vc)=0°016. That mass of ether which at a pressure of one atmosphere at 
0° occupies one volume—for instance, a litre—occupies, according to the above-mentioned 
condition, this critical volume. And as the density of the vapour of ether compared with 
hydrogen = 87, and a litre of hydrogen at 0° and under the atmospheric pressure weighs 
0'0896 grams, then a litre of ether vapour weighs 3°32 grams; therefore, in a critical 
state (at 193° and 40 atmospheres), 3°32 grams occupy 0°016 litres, or 16 c.c.; therefore 1 
gram occupies a volume of about 5 c.c., and the weight of 1 c.c. of ether will then be 0°21. 
According to the investigations of Ramsay and Young (1887), the critical volume of ether 
was approximately such at about the absolute boiling point, but the compressibility of 
the liquid is so great that the slightest change of pressure or temperature acts consider- 
ably on the volume. But the investigations of the above savants gave another indirect 
demonstration of the true composition of Van der Waals’ equation. They also found for 
ether that the isochords, or the lines of equal volumes, are generally straight lines if the 
temperatures and pressures vary. For instance, the volume of 10 c.c. for 1 gram of ether 
corresponds with pressures (expressed in metres of mercury) equal to 0°185¢—8'8 (for 
instance, at 180° and 21 metres pressure, at 280° and 84°5 metres pressure). The recti- 
linear form of the isochord (then v=a constant quantity) is a direct result of Van der 
Waals’ formula. 

When, in 1883, I demonstrated that the specific gravity of liquids decreases in propor- 
tion to the rise of temperature [S;=S,—Kt or S,;=S, (1—K¢)], or that the volumes 
increase in inverse proportion to the binomial 1— Ké, that is, Vr= Vo (1—Kt)—', where K 
is the modulus of expansion, which varies with the nature of the liquid (an exactitude of 
the same kind as that by which for gases the volumes increase proportionately to the 
binomial 1+a?), then, in general, not only does a connection arise betwecn gases and 
liquids with respect to a change of volume, but also it would appear possible, by availing 
oneself of Van der Waals’ formula, to judge, from the phenomena of the expansion of 
liquids, as to their transition into vapour, and to connect together all the principal pro- 
perties of liquids, which up to this time had not been considered to be in direct dependence. 
Thus Thorpe and Riicker found that 2(fc)+278=1 K, where K is the modulus of expan- 
sion in the above-mentioned formula. For example, the expansion of ether is expressed 
with sufficient accuracy from 0° to 100° by the equation S;=0°7386 (1—0°00154?), or Vz 
=1(1—0°001547), where 0°00154 is the modulus of expansion, and therefore (tc) = 188°, or 
by direct observation 193°. For silicon tetrachloride, SiCly, the modulus equals 0°00136, 
from whence (fc) = 231°, and by experiment 230°. On the other hand, D. P. Konovoloff, 
admitting that the external pressure p in liquids is insignificant when compared with the 
internal (a in Van der Waals’ formula), and that the work in the expansion of liquids is 
proportional to their temperature (as in gases), directly deduced, from Van der Waals’ 
formula, the above-:nentioned formula for the expansion of liquids, V;=1/ (1—K¢), and 
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under the influence of chemical attraction,’ which is not only shown 
from the fact that hydrogen and oxygen (two permanent gases) form 
liquid water, but also from many phenomena of the absorption of 
hydrogen. 

Hydrogen is vigorously condensed by certain solids ; for example, 
by charcoal and by spongy platinum. If apiece of freshly-ignited char- 
coal be introduced into a cylinder full of hydrogen standing in a 
mercury bath, then the charcoal absorbs as much as twice its volume 
of hydrogen Spongy platinum condenses still more hydrogen. But 
palladium, a grey metal which occurs with platinum, absorbs more 
hydrogen than any other metal. Graham showed that when heated to 
a red heat and cooled in an atmosphere of hydrogen, palladium retains 
as much as 600 volumes of hydrogen. When once absorbed it retains 
the hydrogen at the ordinary temperature, and only parts with it when 
heated to a red heat.2° This capacity of certain dense metals for the 
absorption of hydrogen explains the property of hydrogen of passing 
through metallic tubes.°* It is termed occlusion, and presents a 


also the magnitude of the latent heat of evaporation, cohesion, and compressibility under 
pressure. In this way Van der Waals’ formula embraces the gaseous, critical, and liquid 
states of substances, and shows the connection between them. On this account, although 
Van der Waals’ formula cannot be considered as perfectly general and accurate, yet it is 
not only very much more exact than pu=HT but is also more comprehensive, because 
it applies to both gases and liquids. Further research will naturally give further prox- 
imity to truth, and will show the connection between composition and the constants 
(a and 6); but a great scientific progress is seen in this form of the equation of 
state. 

Clausius (in 1880), taking into consideration the variability of a, in Van der Waals’ 
formula, with the temperature, gave the following equation of state :— 


(p + Pero) (v—b)=RT. 


Sarrau applied this formula to Amagat’s data for hydrogen, and found a=0:0551, 
c= —0°00048, b =0°00089, and therefore calculated its absolute boiling point as —174°, and 
(pce)= 99 atmospheres. But as similar calculations for oxygen (— 105°), nitrogen (— 124°), 
and marsh gas (— 76°) gave ¢c higher than it really is, therefore the absolute boiling point 
of hydrogen must lie below - 174°. 

35 This and a number of similar cases clearly show how great are the internal 
chemical forces compared with physical and mechanical forces. 

% The capacity of palladium to absorb hydrogen, and in so doing to increase in 
volume, may.be easily demonstrated by taking a sheet of palladium varnished on one 
side, and using it as a cathode. The hydrogen which is evolved by the action of the 
current is retained by the unvarnished surface, as a consequence of which the sheet curls 
up. By attaching a pointer (for instance, a quill) to the end of the sheet this bending 
effect is rendered strikingly evident, and on reversing the current (when oxygen will be 
evolved and combine with the absorbed hydrogen, forming water) it may be shown that 
on losing the hydrogen the palladium regains its original form. 

37 Deville discovered that iron and platinum become pervious to hydrogen at a red 
heat. He speaks of this in the following terms :—‘ The permeability of such homogeneous 
substances as platinum and iron is quite different from the passage of gases through 
such non-compact substances as clay and graphite. The permeability of metals depends 


. 
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similar phenomenon to solution ; it is based on the capacity of metals 
of forming unstable easily dissociating compounds*®* with hydrogen 
similar to those which salts form with water. 

At the ordinary temperature hydrogen very feebly and rarely enters 
into chemical reaction. The capacity of gaseous hydrogen for reaction 
becomes evident only under a change of circumstances —by compression, 
heating, or the action of light, or at the moment of its evolution. How- 
ever, under these circumstances it combines directly with only a very 
few of the elements. Hydrogen combines directly with oxygen, sulphur, 
carbon, potassium, and certain other elements, but it does not combine 
directly with either the majority of the metals or with nitrogen, phos- 
phorus, &c. Compounds of hydrogen with certain elements on which 
it does not act directly are, however, known ; they are not obtained by 
a direct method, but by reactions of decomposition, or of double decom- 
position, of other hydrogen compounds. The property of hydrogen of 
combining with oxygen at a red heat determines its combustibility. 
We have already seen that hydrogen easily takes fire, and that it then 


on their expansion, brought about by heat, and proves that metals and alloys have a 
certain porosity.” However, Graham proved that it is only hydrogen which is capable of 
passing through the above-named metals in this manner. Oxygen, nitrogen, ammonia, 
and many other gases, only permeate through in extremely minute quantities. Graham 
showed that at a red heat about 500 c.c. of hydrogen pass per minute through a surface 
of one square metre of platinum 1-1 mm. thick, but that with other gases the amount 
transmitted is hardly perceptible. Indiarubber has the same capacity for allowing the 
transference of hydrogen through its substance (see Chap. III.), but at the ordinary tem- 
perature one square metre, 0°014 mm. thick, transmits only 127 c.c. of bydrogen per 
minute. In the experiment on the decomposition of water by heat in porous tubes, the 
clay tube may be exchanged for a platinum one with advantage. Graham showed that 
by placing a platinum tube containing hydrogen under these conditions, and surrounding 
it by a tube containing air, the transference of the hydrogen may be observed by the 
decrease of pressure in the platinum tube. In one hour almost all the hydrogen (97 p.c.) 
had passed from the tube, without being replaced byair. [tis evident that the occlusion 
and passage of hydrogen through metals capable of occluding it are not only intimately 
connected together, but are dependent on the capacity of metals to forin compounds of 
various degrees of stability with hydrogen—like salts with water. 

58 Palladium, as it appeared on further investigation, gives a definite compound, 
Pd.H (see further) with hydrogen; but what was most instructive was the investigation 
of sodium hydride, NajH, which clearly showed that the origin and properties of such 
compounds are in entire accordance with the conceptions of dissociation. In the chapter 
devoted to sodium we shall therefore speak more fully of this substance. — 

Being a gas which is difficult to condense, hydrogen is little soluble in water and 
other liquids. At 0° a hundred volumes of water dissolve 1°9 volumes of hydrogen, and 
alcohol 6°9 volumes measured at 0° and 760 mm. Molten iron absorbs hydrogen, but in 
solidifying, it expels it. The solution of hydrogen by metals is to a certain degree 
based on its affinity for metals, and must be likened to the solution of metals in mercury 
and to the formation of alloys. In its chemical properties hydrogen, as we shall see 
later, has much of a metallic character. Pictet (see Note 31) even aftirms that liquid 
hydrogen has metallic properties. The metallic properties of hydrogen are also evinced 
in the fact that it is a good conductor of heat, which is not the case with other gases 


(Magnus). 
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burns with a pale—that is, non-luminous—flame.* Hydrogen does not 
combine with the oxygen of the atmosphere at the ordinary tempe- 
rature ; but this combination takes place at a red heat,*® and is accom- 
panied by the evolution of much heat. The product of this combination 
is water—that is, a compound of oxygen and hydrogen. This is the 
synthesis of water, and we have already noticed its analysis or decom- 
position into its component parts. The synthesis of water may be very 
easily observed if a cold glass bell jar be placed over a burning hydrogen 
flame, and, better still, if the hydrogen flame be lighted in the tube of 
a condenser. The water will condense in drops as it is formed on the 
walls of the condenser and trickle down.*! 

Light does not aid the combination of hydrogen and oxygen, so 
that a mixture cf these two gases does not change when exposed to the 
action of light ; but an electric spark acts just like a flame, and this is 
taken advantage of for inflaming a mixture of oxygen and hydrogen, or 
detonating gas, inside a vessel, as will be explained in the following 
chapters. As hydrogen (and oxygen also) is condensed by spongy 
platinum, by which a rise of temperature ensues, and as platinum acts 
by contact (p. 38), therefore hydrogen also combines with oxygen, 
under the influence of platinum, as Dobereiner showed. If spongy 
platinum be thrown into a mixture of hydrogen and oxygen, an explo- 
sion takes place. If a mixture of the gases be passed over spongy 
platinum, combination also ensues, and the platinum becomes red-hot. ‘? 


39 If it be desired to obtain a perfectly colourless hydrogen flame, it must issue from 
a platinum nozzle, as the glass end of a gas-conducting tube imparts a yellow tint to the 
flame, owing to the presence of sodium in the glass. 

49 Let us imagine that a stream of hydrogen passes along a tube, and let us mentally 
divide this stream into several parts, consecutively passing out from the orifice of the 
tube. The first part is lighted—that is, brought to a state of incandescence, in which 
state it combines with the oxygen of the atmosphere. <A considerable amount of heat is 
evolved in the combination. The heat evolved then, so to say, ignites the second part of 
hydrogen coming from the tube, and, therefore, when once ignited, the hydrogen con- 
tinues to burn, if there be a continual supply of it, and if the atmosphere in which it 
burns be unlimited and contains oxygen. 

41 The combustibility of hydrogen may be shown by the direct decomposition of water 
by sodium. If a pellet of sodium be thrown into a cup containing water, then it floats 
on the water and evolves hydrogen, which may be lighted. The presence of sodium imparts 
a yellow tint to the flame. If potassium be taken, the hydrogen bursts into flame of 
itself, because sufficient heat is evolved in the reaction for the ignition and inflammation 
of the hydrogen. The flame is rendered violet by the potassium. If sodium be thrown 
not on water, but on an acid, it will evolve more heat, and the hydrogen will then also 
burst into flame. These experiments must be carried on with caution, as sometimes 
towards the end a mass of sodium oxide (Note 8) is produced, and flies about; therefore 
it is best to cover the vessel in which the experiment is carried on. 

4? This property of spongy platinum is made use of in the so-called hydrogen cigar- 
light. It consists of a glass cylinder or beaker, inside which there is a small lead stand 
(which is not acted on by sulphuric acid), on which a piece of zinc is laid. This zine is 
covered by a bell, which is open at the bottom and furnished with a cock at the top. 
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Although gaseous hydrogen does not act directly‘? on many sub- 
stances, yet in a nascent state reaction often takes place. Thus, for 
instance, water on which sodium amalgam is acting contains hydrogen 
in a nascent state. The hydrogen is here evolved from a liquid, and at 
the first moment of its formation it must be in a condensed form.‘4 


Sulphuric acid is poured into the space between the bell and the sides of the outer glass 
cylinder, and will thus compress the gas in the bell. If the cock of the cylinder be 
opened the gas will escape by it, and will be replaced by the acid, which, coming into 
contact with the zinc, evolves hydrogen, and it will escape through the cock. If the 
cock be closed, then the hydrogen evolved will increase the pressure of the gas in the 
bell, and thus again force the acid into the space between the bell and the walls of the 
outer cylinder. Thus the action of the acid on the zine may be stopped or started at 
will by opening or shutting the cock, and consequently a stream of hydrogen may be 
always turned on. Now, if a piece of spongy platinum be placed in this stream, the 
hydrogen will take light, because the spongy platinum becomes hot in condensing the 
hydrogen and inflames it. The considerable rise in temperature of the platinum depends, 
among other things, on the fact that the hydrogen condensed in its pores comes into 
contact with previously absorbed an: condensed atmospheric oxygen, with which hydrogen 
combines with great facility in this form. In this manner the hydrogen cigar-light gives 
a stream of burning hydrogen when the cock is open. In order that it should work 
regularly it is necessary that the spongy platinum should be quite clean, and it is best 
enveloped in a thin sheet of platinum foil, which protects it from dust. In any case, 
after some time it will be necessary to clean the platinum, which may be easily done by 
boiling it in nitric acid, which does not dissolve the platinum, but clears it of all 
dirt. This imperfection has given rise to several other forms, in which an electric 
spark is made to pass before the orifice from which the hydrogen escapes. This is 
arranged in such a manner that the zine of a galvanic element is immersed when 
the cock is turned, or a small coil giving a spark is put into circuit on turning the 
hydrogen on. 

45 Under conditions the same as those in which hydrogen combines with oxygen it is 
also capable of combining with chlorine. A mixture of hydrogen and chlorine explodes 
on the passage of an electric spark through it, or on contact with an incandescent sub- 
stance, and also in the presence of spongy platinum ; but, besides this, the action of light 
alone is enough to bring about the combination of hydrogen and chlorine. If a mixture 
of equal volumes of hydrogen and chlorine be exposed to the action of sunlight, com- 
plete combination rapidly ensues, accompanied by a report. Hydrogen does not combine 
directly with carbon, neither at the ordinary temperature nor by the action of heat and 
pressure. But if an electric current be passed through carbon electrodes at a short 
distance from each other (as in the elecric light or voltaic arc), so as to form an electric 
arc in which the particles of carbon are carried from one pole to the other, then, in the 
intense heat to which the carbon is subjected in this case, it is capable of combining 
with hydrogen. A peculiar-smelling gas, called acetylene, C.,H,, is thus formed from 
carbon and hydrogen. 

44 There is another explanation for the facility of the reactions which proceed at the 
moment of separation. We shall afterwards learn that the molecule of hydrogen contains 
two atoms, H.,, but there are elements the molecules of which only contain one atom— 
for instance, mercury. Therefore, every reaction of gaseous hydrogen must be accom- 
panied by the dissolution of that bond which exists between the atoms forming a mole- 
cule. At the moment of evolution, however, it is supposed that free atoms exist, and 
for this reason, according to the hypothesis, act energetically. This hypothesis is not 
borne out by facts, and the conception of hydrogen being condensed at the moment of 
its evolution is more natural, and is in accordance with the fact (Note 12) that com- 
pressed hydrogen displaces palladium and silver (Brunner, Beketoff;—that is, acts as at 


the moment of its evolution. 
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In this condensed form it is capable of reacting on substances on which 
it does not act in a gaseous state. There is a very intimate and evident 
relation between the phenomena which take place in the action of 
spongy platinum and the phenomena of the action in a nascent state. 
The combination of hydrogen with aldehyde may be taken as an ex- 
ample. Aldehyde is a volatile liquid with an aromatic smell, boiling at 
21°, soluble in water, and absorbing oxygen from the atmosphere, and 
in this absorption forming acetic acid—the substance which is found in 
ordinary vinegar. If sodium amalgam be thrown into an aqueous 
solution of aldehyde, the greater part of the hydrogen evolved combines 
with the aldehyde, forming alcohol—a substance which is also soluble 
in water, which forms the principle of all spirituous liquors, boils at 78°, 
and which contains the same amount of oxygen and carbon as aldehyde, 
but more hydrogen. The composition of aldehyde is C,H,O, and of 
alcohol C,H,O. Reactions of substitution or displacement of metals 
by hydrogen at the moment of its evolution are particularly nume- 
rous.” 

Metals, as we shall afterwards see, are in many cases able to replace 
each other ; they also, and in some cases still more easily, replace and 
are replaced by hydrogen. We have already seen examples of this in 
the formation of hydrogen from water, sulphuric acid, &c. In all these 
cases the metals sodiun, iron, or zinc displace the hydrogen which occurs 
in these compounds. Hydrogen may be displaced from many of its 
compounds by metals by exactly the same method as it is displaced 


45 When, for instance, an acid and zinc are added to a salt of silver, the silver is 
reduced ; but this may be explained as a reaction of the zinc, and not of the hydrogen at 
the moment of its evolution. There are, however, examples to which this explanation 
is entirely inapplicable; thus, for instance, hydrogen, at the moment of its evolution, 
easily takes up oxygen from its compounds with nitrogen if they be in solution, and 
converts the nitrogen into its combination with hydrogen. Here the nitrogen and hydrogen, 
so to speak, meet at the moment of their evolution, and in this state combine together. 

It is evident from this that the elastic gaseous state of hydrogen fixes the limit of its 
energy: hinders it from entering into those combinations of which it is capable. In the 
nascent state we have hydrogen which is not in a gaseous state, and its action is then 
much more energetic. This is rendered very clear from the conception of chemical 
energy, because the process of passing into a gas requires a certain amount of heat, and 
consequently absorbs a certain amount of work. If gaseous hydrogen is produced, it 
shows that there are already conditions sufficient for the transmission of heat to the 
hydrogen evolved in order to convert it into a gas. It is evident at the moment of evo- 
lution that heat, which would be latent in the gaseous hydrogen, is transmitted to its 
molecules, and consequently they are in a state of potential, and can hence act on many 
substances. 

Let us here remark the circumstance, which will be clearly understood from what has 
been said above, that hydrogen condensed in the pores of certain metals, like palladium 
and platinum, acts as a reducing agent on many substances. It will afterwards be 
understood that substances containing much hydrogen, and easily parting with it, can 
also act vigorously in effecting a reduction. 
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from water; so, for example, hydrochloric acid, which is formed 
directly by the combination of hydrogen with chlorine, gives hydrogen 
by the action of a great many metals, just as sulphuric acid does. 
Potassium and sodium also displace hydrogen from its compounds with 
nitrogen ; it is only from its compounds with carbon that hydrogen is 
not displaced by metals. Hydrogen, in its turn, is able to replace 
metals ; this is accomplished most easily on heating, and with those 
metals which do not themselves displace hydrogen. If hydrogen be 
passed over the compounds of many metals with oxygen at a red heat, 
it takes up the oxygen from the metals and displaces them just 
as it is itself displaced by metals. If hydrogen be passed over the 
compound of oxygen with copper at a red heat, then metallic copper 
and water are obtained—CuO0+ H,=H.O+Cu. This kind of double 
decomposition is called reduction with respect to the metal, which is 
thus reduced to a metallic state from its combination with oxygen. 
But it must be recollected that all metals do not displace hydrogen 
from its compound with oxygen, and, conversely, hydrogen is not able 
to displace all metals from their compounds with oxygen ; thus it does 
not displace potassium, calcium, or aluminium from their compounds 
with oxygen. If the metals be arranged in the following series: 
K, Na, Ca, Al.... Fe, Zn, Hg.... Cu, Pb, Ag, Au, then 
the first are able to take up oxygen from water—that is, displace 
hydrogen—whilst the last do not act thus, but are, on the contrary, 
reduced by hydrogen—that is, have, as is said, a less affinity for 
oxygen than hydrogen, whilst potassium, sodium, calcium have more. 
This is also expressed by the amount of heat evolved in the act of 
combination with oxygen, and is shown by the fact that potassium and 
sodium and other similar metals evolve heat in decomposing water; but 
copper, silver, and the like do not do this, because in combining with 
oxygen they evolve less heat than hydrogen does, and therefore it hap- 
pens that when hydrogen reduces these metals heat is evolved. Thus, 
for example, if 16 grams of oxygen combine with copper, 38000 units of 
heat are evolved ; and when 16 grams of oxygen combine with hydrogen, 
forming water, 69000 units of heat are evolved ; whilst 23 grams of 
sodium, in combining with 16 grams of oxygen, evolve 100000 units of 
heat. This example clearly shows that chemical reactions which pro- 
ceed directly and unaided evolve heat. Sodium decomposes water and 
hydrogen reduces copper, because they are exothermal reactions, or 
those which evolve heat ; copper does not decompose water, because 
such a reaction would be accompanied by an absorption (or secretion) 
of heat, or belongs to the class of endothermal reactions, in which heat 
is absorbed ; and such reactions do not generally proceed directly, 
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although they may take place with the aid of energy (electrical, ther- 
mal, &c.) borrowed from some foreign source.!® 

The reduction of metals by hydrogen is taken advantage of for 
determining the exact composition of water by weiyht. Copper oxide is 
usually chosen for this purpose. It is heated to redness in hydrogen, 
and the quantity of water thus formed is cletermined, then the quantity 
of oxygen which occurs in it is found from the loss in weight of the 
copper oxide. This loss will depend on the fact that the oxygen has 
entered into the water. The copper oxide must be weighed immediately 
before and after the experiment. The difference shows the weight of 
the oxygen which entered into the composition of the water formed. 
In this manner only solids have to be weighed, which is a very great 
gain in the accuracy of the results obtained.4? Dulong and Berzelius 
(1819) were the first to determine the composition of water by this 
method, and they found that water contains 88°91 of oxygen and 11-09 
of hydrogen in 100 parts, or 8-008 parts of oxygen per one part of 
hydrogen. Dumas (1842) improved on this method,‘® and found that 


46 Several numerical data and reflections bearing on this matter are enumerated in 
Notes 7,9,and 11. It must be observed that the action of iron or zinc on water, or, con- 
versely, of hydrogen on the oxides of iron or zinc, forms a reversible reaction, which 
proceeds in one or the other direction, according to which is removed from the sphere of 
action ; the hydrogen or the water act according to which is present in a predominating 
mass. The influence of mass is clearly evinced in this case. But the reaction 
Cu0 + H,=Cu+H,0 is not reversible; the difference between the degrees of affinity is 
very great in this case, and, therefore, as far as is at present known, no hydrogen is 
evolved even in the presence of a large excess of water. It is to be further remarked, 
that under the conditions of the dissociation of water, copper is not oxidised by water, most 
probably because the oxide of copper itself is decomposable by heat. 

47 This determination may be carried on in an apparatus like that mentioned in Note 
13 of Chapter I. 

48 We will proceed to describe Dumas’ method and results. For this determination 
pure and dry copper oxide is necessary. Dumas took a sufficient quantity of copper 
oxide for the formation of 50 grams of water in each determination. As the oxide of 
copper was weighed before and after the experiment, and as the amount of oxygen con- 
tained in water was determined by the difference between these weights, it was essential 
that no other substance besides the oxygen forming the water should be evolved from 
the oxide of copper during its ignition in hydrogen. Jt was necessary, also, that the 
hydrogen should be perfectly pure, and free not only from traces of moisture, but from 
any other impurities which might dissolve in the water or combine with the copper and 
form some other compound with it. The bulb containing the oxide of copper (fig. 26), 
and which was heated to redness, should be quite free from air, as otherwise the oxygen 
in the air might, in combining with the hydrogen passing through the vessel, form water 
in addition to the oxygen of the oxide of copper. The water formed should be entirely 
absorbed in order to accurately determine the quantity of the resultant water. The 
hydrogen was evolved in the three-necked bottle. The sulphuric acid, for acting on the zine, 
is poured through funnels into the middle neck. The hydrogen evolved in the Woulfe's 
bottle passes through U tubes, in which it is purified, to the bulb, where it comes into 
contact with the copper oxide, forms water, and reduces the oxide to metallic copper; 
the water formed is condensed in the second bulb, and any passing off is absorbed in the 
second set of U tubes. This is the general arrangement of the apparatus. The bulb 
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water contains 12°575 parts of hydrogen per 100 parts oxygen, that is— 
7-990 parts of oxygen per 1 part of hydrogen, and therefore it is usually 


with the copper oxide is weighed before and after the experiment. The loss in weight, 
shows the quantity of oxygen which went into the composition of the water formed, 
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Fig. 26.—Apparatus employed by Dumas for determining the composition of water. 


the weight of the latter being 
shown by the gain in weight of 
the absorbing apparatus. Know- 
ing the amount of oxygen in the 
water formed, we also know the 
quantity of hydrogen contained 
in it, and consequently we deter- 
mine the composition of water by 
weight. Thisis the essence of the 
determination. We will now turn 
to particulars. In one neck of the 
three-necked bottle there is placed 
a tube immersed in mercury. This 
serves as a safety-valve to pre- 
vent the pressure inside the ap- 
paratus becoming too great from 
the rapid evolution of hydrogen. 
Did the pressure rise to any con- 
siderable extent, the current of 
gases and vapours would be very 
rapid, and, as a consequence, the 
hydrogen would not be perfectly 
purified, or the water be entirely 
absorbed in the tubes placed for 
this purpose. In the third neck 
of the Woulfe’s bottle there is a 
tube leading the hydrogen to the 
purifying apparatus, consisting 
of eight U tubes, destined for the 
purification and testing of the hy- 
drogen. The hydrogen, evolved 
by zinc and sulphuric acid, is 
purified by passing it first through 
a tube full of pieces of glass moist- 
ened with a solution of lead ni- 
trate, next through silver sul- 
phate; the lead nitrate retains 
sulphuretted hydrogen, and ar- 
seniuretted hydrogen is retained 
by the tube with silver sulphate. 
Caustic potash in the next U tube 
retains any acid which might 
come over. The two follow- 
ing tubes are filled with lumps of 
dry caustic potash in order to ab- 
sorb any carbonic anhydride and 
moisture which the hydrogen 
might contain. The next twotubes 
are, to completely dry the gas, 
filled with a powder of phosphoric 
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received that water contains eight parts by weight of oxygen per one part 
by weight of hydrogen. By whatever method water be obtained, it will 


anhydride, intermingled with lumps of pumice-stone. They are immersed in a freezing 
mixture. The small U tube contains hygroscopic substances, and is weighed before the 
experiment: this is in order to know whether the hydrogen passing through still retains 
any moisture. If it does not, then the weight of this tube will not vary during the 
whole experiment, but if the hydrogen evolved still retains moisture, the tube will in- 
crease in weight. The copper oxide is dropped into the bulb, which is, previous to the 
experiment, dried with the copper oxide during a long period of time. The air is 
then exhausted from it, in order to weigh the oxide of copper in a vacuum and to 
avoid making any correction for weighing in air. The bulb is made of infusible glass, 
that it may be able to withstand a lengthy (20 hours) exposure to a red heat without 
changingin form. The weighed bulb is only connected with the purifying apparatus after 
the hydrogen has already passed through for a long time, and after experiment has shown 
that the hydrogen passing from the purifying apparatus is pure and does not contain 
any air. When the bulb is connected with the purifying apparatus, its cock is opened 
and the hydrogen fills the bulb. The drawn-out end of the bulb is joined by an india- 
rubber tube with the second bulb, in which the water formed is condensed. When this 
connection is made, the thread binding up the india-rubber tube is untied, and then the 
hydrogen can pass freely through the apparatus. On passing from the condensing bulb 
the gas and vapour enter into an apparatus for absorbing the last traces of moisture. 
The first U tube contains pieces of ignited potash, the second and third tubes phosphoric 
anhydride or pumice-stone moistened with sulphuric acid. The last of the two is 
employed for determining whether all the moisture is absorbed, and is therefore weighed 
separately. The final tube only serves as a safety-tube for the whole apparatus, in order 
that the external moisture should not penetrate into it. The glass cylinder contains 
sulphuric acid, through which the excess of hydrogen passes; it enables the rate at 
which the hydrogen is evolved to be judged, and whether its amount should be decreased 
or increased. 

When the apparatus is set up it must be seen that all its parts are hermetically tight 
before commencing the experiment. When the previously weighed parts are joined up 
together and the whole apparatus put into communication, then the bulb containing the 
copper oxide is heated with a spirit lamp (reduction does not take place without the aid 
of heat), and the reduction of the copper oxide then takes place, and water is formed, 
which condenses in the absorbing apparatus. When nearly all the copper oxide is re- 
duced the lamp is removed and the apparatus allowed to cool, the current of hydrogen 
being kept up all the time. When cool, the drawn-out end of the bulb is fused up, and 
the hydrogen remaining in it is exhausted, in order that the copper may be again weighed in 
avacuum. The absorbing apparatus remains full of hydrogen, and would therefore present 
a less weight than if it were full of air, as it was before the experiment, and, therefore, 
having disconnected the copper oxide bulb, a current of dry air is passed through it until 
the gas passing from the giass cylinder is quite free from hydrogen. The condensing 
bulb and the two tubes next to it are then weighed, in order to determine the quantity of 
water formed. Dumas repeated this experiment many times. The average result was 
that water contains 1253°3 parts of hydrogen per 10000 parts of oxygen. Making a 
correction for the amount of air contained in the sulphuric acid employed for producing 
the hydrogen, Dumas obtained the average figure 1251°5, between the extremes 12472 
and 1256°2. This proves that per 1 part of hydrogen water contains 7°9904 parts of 
oxygen, with a possible error of not more than ;},, or 0°08, in the amount of oxygen per 
1 part of hydrogen. 

Erdmann and Marchand, in eight determinations, found that per 10000 parts of 
oxygen water contains an average of 1252 parts of hydrogen, with a difference of from 
1258°5 to 1248°7; hence per 1 part of hydrogen there would be 7°9952 of oxygen, with an — 
error of at least 0°05, because, taking the figure 1258'5, the amount of oxygen per 1 
part of hydrogen would be 7°944. 
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always present the same composition. Whether it be taken from nature 
and purified, or whether it be obtained from hydrogen by oxidation, or 
whether it be separated from any of its compounds, or obtained by some 
double decomposition—it will in every case contain one part of hydrogen 
and eight parts of oxygen. This is because water is a definite chemical 
compound. Detonating-gas, from which it may be formed, is a simple 
mixture of oxygen and hydrogen, although a mixture of the same 
composition as water. All the properties of both constituent gases are 
preserved in detonating-gas. Either one or the other gas may be 
added to it without destroying its homogeneity. The fundamental 
properties of oxygen and hydrogen are not found in water, and neither 
of the gases can be added to it. Butthey may be evolved from it. In 
the formation of water there is an evolution of heat ; for the decom- 
position of water heat is required. All this is expressed by the words, 
Water isa definite chemical compound of hydrogen with oxygen. Tak- 
ing the symbol of hydrogen, H, as expressing a unit quantity by weight 
of this substance, and by expressing 16 parts by weight of oxygen by O, 
we can express all the above statements by the chemical symbol of 
water, H,O. As only definite chemical compounds are denoted by 
formule, having denoted the formula of a compound substance, we 
express by it the entire series of conceptions which are connected with the 
representation of a definite compound, and, at the same time, the quan- 
titative composition of the substance by weight. Further, as we shall 
afterwards see, formule express the volume of the gases contained in a 
substance. Thus the formula of water shows that it contains two volumes 
of hydrogen and one volume of oxygen. Besides which, we shall learn 
that the formula expresses the density of the vapour of a compound, 
and on this, as we have seen, many properties of substances depend. 
This vapour density, as we shall learn, also determines the quantity of 
a substance entering into a reaction. Thus the letters H,O tell 
the chemist the entire history of the substance. This is an inter- 
national language, which endows chemistry with a simplicity, clear- 
ness, stability, and trustworthiness founded on the investigation of the 
laws of nature. 


Keiser (1888), in America, by employing palladium hydride, and by introducing 
various new precautions for obtaining accurate results, found the composition of water 
to be 15°95 parts of oxygen per 2 of hydrogen. 

Certain of the latest determinations of the composition of water are hardly less exact. 
than the analysis made by Dumas, and always give less than 8, and on the average 
7°98, of oxygen per 1 part of hydrogen. At present, therefore, the atomic weight of 
oxygen is taken as 15°96. However, this figure is not to be entirely depended on, and 
for ordinary accuracy it may be considered that O=16. 
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CHAPTER III 
OXYGEN AND THE CHIEF ASPECTS OF ITS SALINE COMBINATIONS. 


On the earth’s surface there is no other element which is so widely dis- 
tributed as oxygen in its various compounds.! It makes up eight-ninths 
of the weight of water, which occupies the greater part of the earth’s 
surface. Nearly all earthy substances and rocks consist of compounds 
of oxygen with metals and other elements. Thus, the greater part of 
sand is formed of silica, SiO,, which is a compound of oxygen with silicon, 
and contains 53 p.c of oxygen ; clay contains water, alumina (formed of 
aluminium and oxygen), and silica. It may be considered that earthy 
substances and rocks contain up to one-third of their weight of oxygen ; 
animal and vegetable substances are also very rich in oxygen. With- 
out counting the water present in them, plants contain up to 40, and 
animals up to 20 p.c. by weight of oxygen. Thus, oxygen compounds 
predominate on the earth’s surface, and form about one-half of the 
whole of the solid and liquid matters of the earth’s crust. Besides 
this, a portion yet remains free, and is contained in admixture with 
nitrogen in the atmosphere, forming about one-fourth of its mass, or 
one-fifth of its volume. 

Being so widely distributed in nature, oxygen plays a very im- 
portant part in it, for a number of the phenomena which take place 
before us are mainly dependent on it. Animals breathe air in order 
to obtain only orygen from it, the oxygen entering into their 
respiratory organs (the lungs of human beings and animals, the gills of 
fishes, and the troche of insects) ; they, so to say, drink in air in order 
to absorb the oxygen. The oxygen of the air (or dissolved in water) 
passes through the membranes of the respiratory organs into the blood, 
is retained in it by the blood corpuscles, is transmitted by their 
means to all parts of the body, aids their transformations, bringing 


1 As regards the interior of the earth, it probably contains far less oxygen compounds 
than the surface, judging by the accumulated evidences of the earth’s origin, of mete- 
orites, of the earth’s density, &c., as set forth in the fourth chapter of my work on the 
‘Naphtha Industry,’ 1877, in speaking of the origin of naphtha. 
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about chemical processes in them, and chiefly extracting carbon from 
them in the form of carbonic anhydride, the greater part of which 
passes into the blood, is dissolved by it, and is thrown off by the lungs 
during the absorption of the oxygen. Thus, in the process of respiration 
carbonic anhydride (and water) is given off, and the oxygen of the air 
absorbed, by which means the blood is changed from a dark-red 
venous to a bright-red arterial blood. The cessation of this process causes 
death, because then all those chemical processes, and the consequent 
heat and work which the oxygen introduced into the system brought 
about, ceases. For this reason suffocation and death ensue in a vacuum, 
or in a gas which does not contain free oxygen (which does not support 
combustion). If an animal be placed in an atmosphere of free oxygen, 
then at first its movements are very active and a general invigoration is 
remarked, but a reaction soon sets in, and perhaps death may ensue. 
The oxygen of the air, when it enters the lungs, is diluted with four 
volumes of nitrogen, which is not absorbed into the system, and there- 
fore the blood absorbs but a small quantity of oxygen from the air, 
whilst in an atmosphere of pure oxygen a large quantity of oxygen 
would be absorbed, which would produce a very rapid change of all parts 
of the organism, and destroy it. From what has been said, it will be 
understood that oxygen may be employed in respiration, at least for a 
limited time, when the respiratory organs suffer under certain forms of 
suffocation and impediment to breathing.? 

The combustion of organic substances—that is, substances which 
make up the composition of plants and animals—proceeds in the 
same manner as the combustion of many inorganic substances, such as 
sulphur, phosphorus, iron, &c., from the combination of these sub- 
stances with oxygen, as was described in the Introduction. The de- 
composition, rotting, and similar transformations of substances, which 


? It is evident that the partial pressure (see Chap. IT.) acts in respiration. The researches 
of Paul Bert showed this with particular clearness. Under a pressure of one-fifth of an at- 
mosphere consisting of oxygen only, animals and human beings remain under the ordinary 
conditions of the partial pressure of oxygen, but organisms cannot support air rarefied to one- 
fifth, for then the partial pressure of the oxygen falls to one-twenty-fifth of an atmosphere. 
Even under a pressure of one-third of an atmosphere the regular life of human beings is im- 
possible, by reason of the impossibility of respiration (of the decrease of solubility of oxygen 
in the blood), owing to the small partial pressure of the oxygen, and not from the mechani- 
cal effect of the decrease of pressure. Paul Bert illustrated all this by many experiments, 
some of which he conducted on himself. This explains, among other things, the discom- 
fort felt in the ascent of high mountains or in balloons when the height reached exceeds 
eight kilometres, and at pressures below 250 mm. (Chap. II. note 23). It is evident that 
an artificial atmosphere has to be employed in the ascent to great heights, just as in sub- 
marine work. The cure by compressed and rarefied air which is practised in certain ill- 
nesses is based partly on the mechanical action of the change of pressure, and partly on 
the alteration in the partial pressure of the respired oxygen. 
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proceed around us, are also very often dependent on the action of the 
oxygen of the air, and also reduce it froma free to a combined state. 
The majority of the compounds of oxygen are, like water, very stable, 
and do not give up their oxygen under the ordinary conditions of nature. 
As these processes are taking place everywhere, therefore the amount 
of free oxygen in the atmosphere should decrease, and this decrease 
should proceed somewhat rapidly. This is, in fact, observed where 
combustion or respiration proceeds in a closed space. Animalssuffocate in 
a closed space because in consuming the oxygen the air remains unfit for 
respiration. In the same manner combustion, in time, ceases in a closed 
space, which may be proved by a very simple experiment. An ignited 
substance—for instance a piece of burning sulphur—has only to be placed 
in a glass flask, which is then closed with a stout cork to prevent the 
access of the external air ; combustion will proceed for a certain time, 
so long as the flask contains any free oxygen, but it will cease, although 
there still remain unburnt sulphur, when all the oxygen of the enclosed 
air has combined with the sulphur. From what has been said, it is 
evident that regularity of combustion or respiration requires a con- 
stant renewal of air—that is, that the burning substance or respiring 
animal should have access to a fresh supply of oxygen. This is attained 
in human habitations by having many windows, outlets, and ventilators, 
and by the current of air produced by fires and stoves. As regards the 
air over the entire earth’s surface, its amount of oxygen hardly decreases, 
because in nature there is a process going on which renews the supply 
of free oxygen. Plants, or rather their leaves, during daytime*—that is, 
- under the influence of light—evolve free oxygen. Thus the loss of 
oxygen which occurs in consequence of the respiration of animals and of 
combustion is made good by plants. If a leaf be placed in a bell jar con- 
taining water, and carbonic anhydride (because this gas is absorbed and 
oxygen evolved from it by plants) be passed into the bell, and the whole 
apparatus be placed in sunlight, then oxygen will accumulate in the 
bell jar. This experiment was first made by Priestley at the end of the 
last century. Thus the life of plants on the earth not only serves for 
the formation of food for animals, but also for keeping up a constant 
percentage of oxygen in theatmosphere. In the long period of the life of 
the earth that equilibrium has been attained between the processes ab- 


3 At night, without the action of light, without the absorption of that energy which 
is required for the decomposition of carbonic anhydride into free oxygen and carbon, 
which is retained by the plants, they breathe like animals, absorbing oxygen and evolving 
carbonic anhydride. This process also goes on side by side with the reverse process in 
daytime, but then it is far feebler than that which gives oxygen. This observation is a 
necessary consequence of an aggregate of data referring to the physiological processes of 
plants. 
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sorbing and envolving oxygen, by which a definite quantity of free 
oxygen is preserved in the entire mass of the atmosphere.* 

Free oxygen may be obtained by one or another method from all 
the substances in which it occurs. Thus, for instance, the oxygen of 
many substances may be transferred into water, from which, as we 
have already seen, oxygen may be obtained.» We will first consider 
the methods of extracting oxygen from air as being a substance every- 
where distributed. The separation of oxygen from it is, however, 
hampered by many difficulties. 

From air, which contains a mixture of oxygen and nitrogen, the 
nitrogen alone cannot be removed, because it has no inclination to 
combine directly or readily with any substance ; and although it does 
combine with certain substances (boron, titanium), these substances com- 
bine simultaneously with the oxygen of the atmosphere.° However, 


4 The earth’s surface is equal to about 510 million square kilometres, and the mass of 
the air (at a pressure of 760 mm.) on each kilometre of surface is about 104 thousand millions 
of kilograms, or about 10} million tons; therefore the whole weight of the atmosphere 
is about 5100 million million (=51 x 10!4) tons. Consequently there are about 2x 10!5 
tons of free oxygen in the earth’s atmosphere. The innumerable series of processes 
which absorb a portion of this oxygen are compensated for by the plant processes. Count- 
ing that 100 million tons of vegetable matter, containing 40 p.c. of carbon, formed from 
carbonic acid, are produced (and the same process proceeds in water) per year on the 100 
million square kilometres of dry land (ten tons of roots, leaves, stems, &c. per hectare, or 
ti of a square kilometre), we find that the plant life of the dry land gives about 100,000 
tons of oxygen, which is an insignificant fraction of the entire mass of the oxygen of 
the air. 


5 The extraction of oxygen from water may evidently be accomplished by two pro- 
cesses: either by the decomposition of water into its constituent parts by the action of a 
galvanic current (Chap. II.), or by means of the removal of the hydrogen from water. 
But, as we have seen and already know, hydrogen enters into direct combination with very 
few substances, and then only under special circumstances; whilst oxygen, as we 
shall soon learn, combines with nearly all substances. Only gaseous chlorine (and 
especially, fluorine) is capable of decomposing water, taking up the hydrogen from it, 
without combining with the oxygen. Chlorine is soluble in water, and if an aqueous 
solution of chlorine, so-called chlorine water, be poured into a flask, and this flask be 
inverted in a basin containing the same chlorine water, then we shall have an apparatus 
by means of which oxygen may be extracted from water. At the ordinary temperature, 
and in the dark, chlorine does not act on water, or only acts very feebly; but under 
the action of direct sunlight chlorine decomposes water, with the evolution of oxygen. 
The chlorine then combines with the hydrogen, and gives hydrochloric a¢id, which dis- 
solves in the water, and therefore free oxygen only will be separated from the liquid» 
and it will only contain a small quantity of chlorine in admixture, which can be easily 
removed by passing the gas through a solution of caustic potash, which retains the 
chlorine. 

8 A difference in the physical properties of both gases cannot be here taken advantage 
of, because they are very similar in this respect. Thus the density of oxygen is 16, and 
of nitrogen 14 times greater than the density of hydrogen, and therefore porous vessels 
cannot be here employed—the difference between the times of their passage through a 
porous surface would be too insignificant. 

Graham, however, succeeded in enriching air in oxygen by passing it through india- 
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oxygen may be separated from air by causing it to combine with sub- 
stances which may be easily decomposed by the action of heat, and, in 


rubber. This may be done in the following way :—A common india-rubber cushion, E 
(Fig. 27), is taken, and its orifice hermetically connected with an air-pump, or, better 
still, a mercury aspirator (the Sprengel pump is designated by the letters a, c, B). When 
the aspirator (Chap. II. note 16) 
pumps out the air, which will be 
seen by the mercury running 
out in an almost uninterrupted 
stream, and from its stand- 
ing at near the barometric 
height, then it may be clearly re- 
marked that gas passes through 
the india-rubber. This is also 
seen from the fact that bubbles 
of gas continually pass along with 
the mercury. A small pressure 
of air may be constantly kept 
up in the cushion by pouring 
mercury into the funnel a, and 
screwing up the cock c, so that 
the stream flowing from it be 
small, and then a portion of the 
air passing through the india- 
rubber will be carried along 
with the mercury. This air may 
be collected in the cylinder R. 
Its composition proves to be 
about 42 volumes of oxygen with 
57 volumes of nitrogen, and one 
volume of carbonic anhydride, 
whilst ordinary air contains 
only 21 volumes of oxygen in 
100 volumes. A square metre of 
india-rubber surface (of the usual 
thickness) passes about 45 c.c. of 
such air per hour. This experi- 
ment clearly shows that india- 
rubber is permeable to gases. 
This may, by the way, be ob- 
served in common toy balloons 
filled with coal-gas. They fall 
after a day or two, not be- 
cause there are holes in them, 
but because air penetrates into, pig, 97. Graham's apparatus for the decomposition of air 
and the gas from, their interior, by pumping it through India-rubber, 

through the surface of the india- 

rubber of which they are made. The rate of the passage of gases through india- 
rubber does not, as Mitchell and Graham showed, depend on their densities, and con- 
sequently its permeability is not determined by orifices. It more resembles dialysis 
—that is, the penetration of liquids through colloid surfaces. Equal volumes of gases 
penetrate through india-rubber in periods of time which are related to each other as 
follows :—carbonic anhydride, 100; hydrogen, 247 ; oxygen, 532; marsh gas, 633 ; carbonic 
oxide, 1220; nitrogen, 1358. Hence nitrogen penetrates more slowly than oxygen, and 
carbonic anhydride more quickly than other gases. 2°556 volumes of oxygen and 
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so doing, give up the oxygen absorbed—that is, by making use of re- 
versible reactions. Thus, for instance, the oxygen of the atmosphere 
may be made to oxidise sulphurous anhydride, SO, (by passing directly 
over ignited spongy platinum), and to form sulphuric anhydride, or 
sulphur trioxide, SO, ; and this substance (which is a solid and volatile, 
and therefore easily separated from the nitrogen and sulphurous 
anhydride), by heating again, gives oxygen and sulphurous anhydride. 
Caustic suda or lime extracts (absorbs) the sulphurous anhydride from 
this mixture, whilst the oxygen is not absorbed, and thus it is isolated 
from the air. Ona large scale in works, as we shall afterwards see, 
sulphurous anhydride is transformed into hydrate of sulphuric trioxide, 
or sulphuric acid, H,SO, ; if this is made to fall in drops on red-hot 
flagstones, water, sulphurous anhydride, and oxygen are obtained. 
The oxygen is easily isolated from this mixture by passing the gases 
over lime. The extraction of oxygen from oxide of mercury 
(Priestley, Lavoisier), which is obtained from mercury and the oxygen 
of the atmosphere, is also a reversible reaction by which oxygen may be 
obtained from the atmosphere. So also, by passing dry air through a 
red-hot tube containing barium oxide, it is made to combine with the 
oxygen of the air. By this reaction the so-called barium peroxide, 
BaO,, is formed from the barium oxide BaO, and at a higher tempe- 
rature the former evolves the absorbed oxygen, and leaves the barium 
oxide originally taken.’ 


13°585 volumes of carbonic anhydride penetrate in the same time as one volume of 
nitrogen. By multiplying these ratios by the amounts of these gases in air, we obtain 
figures which are in almost the same proportion as the volumes of the gases penetrating 
from air through india-rubber. If the process of dialysis be repeated on the air which 
has already passed through india-rubber, then a mixture containing 65 p.c. by volume 
of oxygen is obtained. It may be thought that the cause of this phenomenon is the ab- 
sorption or occlusion (see Chap. II) of gases by india-rubber and the evolution of the gas 
dissolved in a vacuum ; and, indeed, india-rubber does absorb gases, especially carbonic 
anhydride, just as metals, especially on an increase of temperature, absorb gases, as was 
mentioned inthe last chapter. Graham called the above method of the decomposition 
of air atmolysts. ; 

7 The preparation of oxygen by this method, which is due to Bunsen, is conducted in 
a porcelain tube, which is placed in a stove heated by charcoal, so that its ends project 
beyond the stove. Barium oxide (which may be obtained by igniting barium nitrate, 
previously dried) is placed in the tube, one end of which is connected with a pair of 
bellows, or a gas-holder, for keeping up a current of air through it. The air is previously 
passed through a solution of caustic potash, to remove all traces of carbonic anhydride, 
and it is very carefully dried (for the hydrate BaH.O, does not give the peroxide). Ata 
dark-red heat (500-600°) the oxide of barium absorbs oxygen from the air, so that the gas 
leaving the tube consists almost entirely of nitrogen. When the absorption ceases, the air 
will pass through the tube unchanged, which may be recognised from the fact that it sup- 
portscombustion. The barium oxide is converted into peroxide under these circumstances, 
and eleven parts of barium oxide absorb about one partof oxygen by weight. When the 
ubsorption ceases, one end of the tube is closed, a cork with a gas-conducting tube is fixed 
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Oxygen is evolved with particular ease by a whole series of un- 
stable oxygen compounds, of which we will proceed to take a general 
survey, remarking that many of these reactions, although not all, belong 
to the number of reversible reactions ;* so that in order to ob- 
tain many of these substances (for instance, potassium chlorate) rich 
in oxygen, recourse must be had to indirect methods (see Intro- 
duction), with which we shall become acquainted in the course of this 
book. : 

1. The compounds of oxygen with certain metals, and especially 
with the so-called noble metals—that is, mercury, silver, gold, and 
platinum—having been once obtained, retain their oxygen at the ordi- 
nary temperature, but part with it at a red heat. The compounds are 
solids, generally amorphous and infusible, and are easily decomposed by 
heat into the metal and oxygen. We have seen an example of this in 
speaking of the decomposition of mercury oxide. Priestley, in 1774, 
obtained pure oxygen for the first time by heating mercury oxide by 
means of a burning-glass, and clearly showed its difference from air. 
He showed its characteristic property of supporting combustion ‘ with 
remarkable vigour,’ and named it dephlogisticated air. 


into the other end, and the heat of the stove is increased to a bright-red heat (800°). At 
this temperature the barium peroxide gives up all that oxygen which it acquired at a dark- 
red heat—+.e., about one part by weight of oxygen is evolved from twelve parts of barium 
peroxide. After the evolution of the oxygen there remains the barium oxide which was 
originally taken, so that air may be again passed over it, and thus the preparation of oxygen 
from one and the same quantity of barium oxide may be repeated many times. Oxygen 
has been procured one hundred times from one mass of oxide by this method; all the neces- 
sary precautions being takén, as regards the temperature of the mass and the removal of 
moisture and carbonic acid from the air. Unless these precautions be taken, the mass 
of oxide soon spoils. | 

As oxygen inay become of considerable technical use, from its capacity for giving 
high temperatures and intense light in the combustion of substances, its preparation 
directly from air by practical methods forms a problem whose solution many investi- 
gators continue to work at up to the present day. The most practical method is that of 
Tessié du Motoy. It is based on the fact that a mass of equal weights of manganese 
peroxide and caustic soda at an incipient red heat (about 850°) absorbs oxygen from air, 
with the separation of water, according to the equation MnO,+2NaHO + O=Na,Mn0O, 
+H,0. If superheated steam, at a temperature of about 450°, be then passed through 
the mixture, the manganese peroxide and caustic soda orginally taken are regenerated, and 
the oxygen held by them is evolved, according to the reverse equation Na,MnO, 
+H,O=MnO0O,+2NaHO+O. This mode of preparing oxygen may be repeated for an 
infinite number of times. The oxygen in combining separates out water, and steam, 
acting on the resultant substance, evolves oxygen. Hence all that is required for the 
preparation of oxygen by this method is fuel and the alternate cutting off the supply of 
sir and steam. 

8 Even the decomposition of manganese peroxide is reversible, and it may be re- 
obtained from that suboxide (or its salts), which is formed in the evolution of oxygen 
(Chap. XI. note 6). The compounds of chromic acid containing the trioxide CrO; in 
evolving oxygen give chromium oxide, Cr,O;, but they re-form the salt of chromic acid 
when heated at a red heat in air with an alkali. : 
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2. The substances called peroxides? evolve oxygen at a greater or 
less heat (and also by the action of many acids). They usually contain 
metals combined with a large quantity of oxygen. Peroxides are the 
highest oxides of certain metals ; those metals which form them gene- 
rally give several compounds with oxygen. Those of the lowest degrees 
of oxidation, containing the least amount of oxygen, are generally sub- 
stances which are capable of easily reacting on acids—for instance, 
with sulphuric acid. Such low oxides are called bases. Peroxides 
contain more oxygen than the bases formed by the same metals. For 
example, lead oxide contains 7°] parts of oxygen in 100 parts, and is 
basic, but lead peroxide contains 13°3 parts of oxygen in 100 parts. 
Manganese peroxide is a similar substance, which 1s a solid of a dark 
colour, and occurs in nature. It is employed in the manufactures 
under the name of black oxide of manganese (in German, ‘ Braunstein,’ 
the pyrolusite of the mineralogist). Peroxides are able to evolve 
oxygen at a more or lesselevated temperature. They do not then part 
with all their oxygen, but with only a portion of it, and are converted 
into a lower oxide or base. Thus, for example, lead peroxide, on heat- 
ing, gives oxygen and lead oxide. The decomposition of this peroxide 
proceeds somewhat easily on heating, even in a glass vessel, but manga- 
nese peroxide only evolves oxygen at a strong red heat, and therefore 
oxygen can only be obtained from it in iron, or other metallic, or clay 
vessels. This used to be the method for obtaining oxygen. Manganese 
peroxide only parts with one-third of its oxygen (according to the 
equation 3MnO,=Mn,0,+0,), whilst two-thirds remain in the solid 
substance which forms the residue from the heating. Metallic peroxides 
are also capable of evolving oxygen on heating with sulphuric acid. . 
They then evolve so much oxygen as is in excess of that necessary for 
the formation of the base, the latter reacting on the sulphuric acid 
forming a compound (salt) with it. Thus barium peroxide, when 
heated with sulphuric acid, forms oxygen and barium oxide, which gives 
a@ compound with sulphuric acid which is termed barium sulphate 
(BaO, + H,SO,=BaSO,+H,O0+0). This reaction usually proceeds 
with greater ease than the decomposition of peroxides by heat 
alone. For the purposes of experiment powdered manganese peroxide is 
usually taken and mixed with strong sulphuric acid in a flask, and the 
apparatus set up as shown in Fig. 28. The gas which is evolved is 


® We shall afterwards see that it is only substances like barium peroxide (which 
give hydrogen peroxide) which should be counted as true peroxides, and that MnO., PbOs, 
&c., should be distinguished from them (they do not give hydrogen peroxide with acids, 
but give chlorine with hydrochloric acid), and therefore it is best to call them 
dioxides. 
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passed through a Woulfe’s bottle containing a solution of caustic potash, 
to purify it from carbonic anhydride and chlorine, which accompany the 
evolution of oxygen from commercial manganese peroxide, and the gas is 
not collected until a thin smouldering taper placed in front of the escape 
orifice bursts into flame, which shows that the gas coming off is oxygen. 
By this method of decomposition of the manganese peroxide by sul- 


Fig. 28.—Preparation of oxygen from manganese peroxide and sulphuric acid. The gas evolved 
is passed through a Woulfe’s bottle containing caustic potash. 


phuric acid there is evolved, not, as in heating, one-third, but one-half 
of the oxygen contained in the peroxide (MnO,+H,SO,=MnSO, + 
H,0+0)—that is, from 50 grams of peroxide about 7} grams, or 
about 54 litres, of oxygen,'® whilst by heating only about 3} litres are 
obtained. The chemists of Lavoisier’s time generally obtained oxygen 
by heating manganese peroxide. Now there are more convenient 
methods known. 

3. A third source to which recourse may be had for obtaining 
oxygen is represented in acids and salts containing much oxygen, and 
which are capable, by parting with a portion or all of their oxygen, 
of being converted into other compounds (lower products of oxida- 
tion) which are more difficultly decomposed. These acids and salts 
(like peroxides) evolve oxygen either on heating alone, or when 
heated with some other substance. Sulphuric acid may be taken 
as an example of an acid which is decomposed by the action of heat 
alone,'! for it breaks up at a red heat into water, sulphurous anhydride, 

10 Scheele, in 1785, discovered the method of obtaining oxygen by treating manganese 
peroxide with sulphuric acid. 

11 All acids rich in oxygen, and especially those whose elements form lower oxides, 
evolve oxygen either directly at the ordinary temperature (for instance, ferric acid), or on 


heating (for instance, nitric, manganic, chromic, chloric, and others), or if basic lower 
oxides are formed from them, by heating with sulphuric acid. Thus the salts 
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and oxygen, as was mentioned before. Priestley, in 1772, and Scheele, 
somewhat later, obtained oxygen by heating nitre toa red heat. The 
best examples of the formation of oxygen by the heating of salts is given 
in potassium chlorate, or Berthollet's salt, so called after the French 
chemist who discovered it. Potassium chlorate is a salt composed of 
the elements potassium, chlorine, and oxygen, KCIO;. It occurs as 
transparent colourless plates, is soluble in water, especially in hot 
water, and resembles common table salt in some of its physical properties; 
it melts on heating, and in melting begins to decompose, evolving oxygen 
gas. This decomposition ends in all the oxygen being evolved from 
the potassium chlorate, potassium chloride being left as a residue, accord- 
ing to the equation KCIO;=KCl1+03.'2 This decomposition proceeds 
at a temperature which allows of its being conducted in a vessel 
made of glass. However, in decomposing, the molten potassium 
chlorate swells up and boils, and gradually solidifies, so the evolution of 
the oxygen is not regular, and the glass vessel may crack. In order 
to overcome this inconvenience, the potassium chlorate is crushed 
and mixed with a powder of a substance which is incapable of com- 
bining with the oxygen evolved, and which is a good conductor of heat. 
Usually it is mixed with manganese peroxide.'’ The decomposition of 
the potassium chlorate is then considerably facilitated, and proceeds at 
a lower temperature (because the entire mass is then better heated, 
both externally and internally), without swelling up, and is therefore 
more convenient than the decomposition of the salt alone. This 
method for the preparation of oxygen is very convenient ; it is generally 
employed when a small quantity of oxygen is required. Further, potas- 
sium chlorate is easily obtained pure, and it evolves much oxygen. 100 
grains of the salt give as much as 39 grains, or 30 litres, of oxygen. 
This method is so simple and easy,'4 that a course of practical chemistry 


of chromic acid (for instance, potassium dichromate, K..Cr.,0-;) give oxygen with 
sulphuric acid ; first potassium sulphate, K.SO,, is formed, and then the chromic acid set 
free gives a sulphuric acid salt of the lower oxide, Cr,QOs. 

12 This reaction is not reversible, and is exothermal—that is, it does not absorb heat, 
but, on the contrary, evolves 9718 calories per molecular weight KC1O;, equal to 122 
parts of salt (according to the determination of Thomsen, who burnt hydrogen in a 
calorimeter either alone or with a definite quantity of potassium chlorate mixed with 
oxide of iron). It does not proceed at once, but first forms perchlorate, KCIO, (see 
Chlorine and Potassium). It is to be remarked that potassium chloride melts at 738°, 
potassium chlorate at 372°, and potassium perchlorate at 610°. 

15 The peroxide does not evolve oxygen in thiscase. It may be replaced by many oxide 
—for instance, by oxide of iron. It is necessary to take the precaution that no combustible 
substances (such as bits of paper, splinters, sulphur, &c.) fall into the mixture, as they 
might cause an explosion. 

14 The decomposition of a mixture of melted and well-crushed potassium chlorate 
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is often commenced by the preparation of oxygen by this method, and 
of hydrogen by the aid of zinc and sulphuric acid, all the more as 
these gases enable many interesting and striking experiments to be 


made. '® 

A solution of bleaching powder, which contains calcium hypo- 
chlorite, CaCl,O., evolves oxygen when gently heated with the ad- 
dition of a small quantity of certain oxides—for instance, cobalt 
oxide, which in this case acts by contact (see Introduction), Of 
itself, a solution of bleaching powder does not evolve oxygen when 
heated, but it oxidises the cobalt oxide to a higher degree of oxidation ; 
this higher oxide of cobalt in contact with the bleaching powder, decom- 
poses into oxygen and lower oxidation products, and the resultant lower 
oxide of cobalt with bleaching powder again gives the higher oxide, 
which again gives up its oxygen, and so on.'® The calcium hypo- 
chlorite is here decomposed according to the equation CaCl,O,= 
CaCl,+0O,. In this manner a small quantity of cobalt oxide!’ is 
sufficient for the decomposition of an indefinitely large quantity 
of bleaching powder. . 


with powdered manganese peroxide proceeds at so low a temperature (the salt does not 
melt) that it may be effected in an ordinary glass flask. As the reaction is exothermal, the 
decomposition of potassium chlorate with the formation of oxygen may probably be 
accomplished, under certain conditions (for example under contact action), at very low 
temperatures. Substances mixed with the potassium chlorate probably act partially in 
this manner. 

15 Many other salts evolve oxygen by heat, like potassium chlorate, but they only 
part with it either at a very strong heat (for instance, common nitre) or else are un- 
suited for use on account of their cost (for instance, potassium manganate), or evolve 
impure oxygen at a high temperature (for instance, zinc sulphate at a red heat gives 
x mixture of sulphurous anhydride and oxygen), and are not therefore used in prac- 
tice. 

‘© Such is, at present, the only possible method of explaining the phenomenon 
of contact action. In many cases, as here, it is supported by observations based on facts. 
Thus, for instance, it is known, as regards oxygen, that often two substances rich in 
oxygen retain it so long as they are separate, but directly they come into contact 
free oxygen is evolved from both of them. Thus, an aqueous solution of hydrogen 
peroxide (containing twice as much oxygen as water) acts in this manner on silver oxide 
(containing silver and oxygen). This reaction takes place at the ordinary temperature, 
and the oxygen is evolved from both compounds. To this class of phenomena may be 
also referred the fact that a mixture of barium peroxide and potassium manganate with 
water and sulphuric acid evolves oxygen at the ordinary temperature. It would seem 
that the essence of phenomena of this kind is entirely and purely a property of 
contact; the distribution of the atoms is changed by contact, and if the equilibrium be 
unstable it is destroyed. This is especially clear for substances which change exother- 
mally—that is, for those reactions which are accompanied by an evolution of heat. The 
decomposition CaCl,0O,=CuCl, +O, belongs to this class (like the decomposition of 
potassium chlorate). 

17 Generally a solution of bleaching powder is alkaline (contains free lime), and, there- 
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Lhe properties of oxygen.'8—It is a permanent gas—that is, it can- 
not be liquefied by pressure at the ordinary temperature, and further, 
is only liquefied with difficulty (although more easily than hydrogen) at 
temperatures below—120°, because this is its absolute boiling point. 
As its critical pressure !9 is about 50 atmospheres, it can be easily 

e liquefied under pressures greater than 50 atmospheres at temperatures 
below—120°. Pictet obtained liquid oxygen at — 140°, by employing a 
pressure above 100 atmospheres. According to Dewar, the density of 
oxygen in a critical state is 0-65 (water=1), but it, like all other sub. 
stances in this state,?° varies considerably in density with a change of 
pressure and temperature, and therefore many investigators who made 
their observations under high pressures give a greater density, as much 
as 1-1. Oxygen, like all gases, is transparent, and like the majority of 
gases, colourless. It has no smell or taste, which is evident from the 
fact of its being a component of air. The weight of one cubic centi- 
metre in grams at 0° and 760 mm. pressure is 0-0014298 grams, anda 
litre weighs 1:4298 grams ; it is therefore slightly denser than air. 


Its density in respect to air=1-:1056, and in respect to hydrogen=16 
(more exactly 15-96),?! 


fore, a solution of cobalt chloride is added directly to it, by which means the oxide of 
cobalt required for the reaction is formed. 

18 It must be remarked that in all the above-cited reactions, the formation of oxygen 
may be prevented by the admixture of substances capable of combining with it—for 
example, charcoal, many carbon (organic) compounds, sulphur, phosphorus, and various 
lower oxidation products, &c. These substances absorb the oxygen evolved, combine 
with it, and a compound containing oxygen, but not free oxygen, is formed. Thus, if a 
mixture of potassium chlorate and charcoal be heated, no oxygen is obtained, but 
an explosion takes place from the rapid formation of gases resulting from the com-. 
bination of the oxygen of the potassium chlorate with the charcoal. 

The oxygen obtained by any of the above-described methods is rarely pure. It 
generally contains aqueous vapour, from which it may be freed by passing it over calcium 
chloride, which retains the water. Besides this, the oxygen nearly always contains 
traces of carbonic anhydride, and very often small traces of chlorine. The oxygen may 
be freed from these impurities by passing it through a solution of caustic potash. 
This is done in Woulfe’s bottles, as was described in the last chapter. If the potassium 
chlorate be dry and pure, it gives almost pure oxygen. However. if the oxygen be 
designed for respiration in cases of sickness, it should be washed by passing it through a 
solution of caustic alkali and through water. The best way to obtain pure oxygen 
directly, is to take potassium perchlorate (KC1O,), which can be well purified and then 
evolves pure oxygen on heating. 

19 Concerning the absolute boiling point, critical pressure, and on the critical state in 
general, see Chap II. Notes 29 and 34. 

70 Judging from what has been said in Note 84 of the iast chapter, and also from the 
results of direct observation, it is evident that all substances in a critical state have a 
large coefficient of expansion, and that they are very compressible. 

71 As water consists of 1 volume of oxygen and 2 volumes of hydrogen, and contains 
16 parts by weight of oxygen per 2 parts by weight of hydrogen, it therefore already 
follows from this, that oxygen is 16 times denser than hydrogen. Conversely, the com- 
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In its chemical properties oxygen is remarkable from the fact that 
it very easily —and, in a chemical sense, vigorously—reacts on a number 
of substances, forming oxygen compounds. However, only a few 
substances and mixtures of substances (for example, phosphorus, copper 
with amimonia, decomposing organic matter, aldehyde, pyrogallol with 
an alkali, &c.) combine directly with oxygen at the ordinary 
temperature, whilst many substances easily combine with oxygen at a 
red heat, and often this combination presents a rapid chemical reaction 
accompanied by the evolution of a large quantity of heat. Every 
reaction which takes place rapidly, if it be accompanied by so great an 
evolution of heat as to produce incandescence, is termed combustion. 
Thus combustion ensues when many metals are plunged into chlorine, 
or oxide of sodium or bariyn into carbonic anhydride, or when a spark 
falls on gunpowder. A great many substances are combustible in 
oxygen, and, owing to its presence, in air also. In order to start 
combustion it is generally necessary?? that the combustible substance 
should be brought to a state of incandescence. When once started— 
t.e.. when once the incandescent portion of the substance begins to 
combine with oxygen—then combustion will proceed uninterruptedly 
until either all the combustible substance or al] the oxygen is consumed. 
The continuation of the process does not require the aid of fresh 
external heat, because sufficient heat?’ is evolved to raise the tempera- 
ture of the remaining parts of the combustible substance to the required 


position of water by weight may be deduced from the densities of hydrogen and oxygen, 
and the volumetric composition of water. This kind of mutual and opposite correction 
is a method which strengthens the practical data of the exact sciences, whose 
conclusions require, above all things, the greatest possible exactitude and variety of 
corrections. 

It must be observed that the specific heat of oxygen at constant pressure is 0°2175, 
consequently it is to the specific heat of hydrogen (3°409) as 1 is to 15°6. Hence, the 
specific heats are inversely proportional to the weights of equal volumes. This signifies 
that equal volumes of both gases have (nearly) equal specific heats—that is, they require 
an equal quantity of heat for raising their temperature by 1°. We shall afterwards con- 
sider the specific heat of different substances more fully, and we will not, therefore, linger 
over it at present. 

Oxygen, like the majority of difficulty-liquefiable gases, is but slightly soluble 
in water and other liquids. At the ordinary temperature, 100 volumes of water dissolve 
about 3 volumes of oxygen, or more exactly, at 0° 4:1 vols., at 10° 3°38, and at 20° 3-0 
(measuring the volumes at the same temperature as the water). From this it is evident 
that water standing in air must absorb—i.e., dissolve—oxygen. This oxygen serves for 
the respiration of fishes. Fishes cannot exist in boiled water, because it does not contain 
the oxygen necessary for their respiration (sce Chap. I.). 

7? Certain substances (with which we shall afterwards become acquainted), however, 
inflame of themselves in air; for example, impure phosphuretted hydrogen, silicon, 
hydride, zinc ethy], and pyrophorus (very finely divided iron, &c.). 

% If so little beat is evolved that the adjacent parts are not heated to the tempern- 


ture of combustion, then combustion will cease. 
u 2 
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degree. Examples of this are familiar to all from every-day experience. 
Combustion proceeds in oxygen with greater rapidity, and is accom- 
panied by a more powerful incandescence, than in ordinary air. This 
may be demonstrated by a number of very convincing experiments. If 
a piece of charcoal, attached to a wire and previously brought to red- 
heat, be plunged into a flask full of oxygen, it rapidly burns at a white 
heat—z.e., it combines with the oxygen, forming a gaseous product of 
combustion called carbonic anhydride, or carbonic acid gas. This is the 
same gas that is evolved in the act of respiration, for charcoal is one of 
the substances which is obtained by the decomposition of all organic 
substances which contain it, and-in the process of respiration part of the 
constituents of the body, so to speak, slowly 
burn. If a piece of burning sulphur be laid on 
a small cup attached to a wire and be placed 
in a flask full of oxygen, then the sulphur, 
which burns in air with a very feeble flame, 
burns in the oxygen with a violet flame, 
which, although pale, is much larger than 
in air. If the sulphur be exchanged for a 
piece of phosphorus,‘ then, unless the phos- 
phorus be heated, it combines very slowly 
with the oxygen ; but, if heated, although 
Eee nese burning! sub. “on only one spot, it burns with a very bril- 
in oxygen. """ liant white flame, which is unbearable to 
the sight. In order to heat the phosphorus 

inside the flask, the most simple way is to bring a red-hot wire into con- 
tact with it. Before the charcoal can burn, it must be brought to a state 
of incandescence. Sulphur also will not burn under 100°, whilst phos- 
phorus inflames at 40°. Phosphorus which has been already lighted in air 
cannot so well be introduced into the flask, because it burns very rapidly 
and with a large flame in air. If asmall lump of metallic sodium be put 
in a small cup made of lime,?* melted, and inflamed,** then it burns very 
feebly in air. But if burning sodium be immersed in oxygen, the 


4 The phosphorus must be dry; it is usually kept in water, as it oxidises in air. It 
should be cut under water, as otherwise the freshly-cut surface oxidises. It must be dried 
carefully and quickly by wrapping it in blotting-paper. If damp, it spluttersin burning. 
A small piece should be taken, as otherwise the iron spoon will melt. In this and the 
other experiments on combustion, water should be poured over the bottom of the vessel 
containing the oxygen, to prevent it from cracking. The cork closing the vessel should not 
fit tightly, otherwise it may fly off with the spoon and burning substance, owing to the 
expansion due to the heat of the combustion. 

25 An iron cup will melt with sodium in oxygen. 

76 In order to rapidly heat the lime crucible with the sodium, they are heated in the 
flame of a blow-pipe described in Chap. VIII. 
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combustion is invigorated and is accompanied by a brighter yellow 
flame. Metallic magnesium, which burns brightly in air, continues to 
burn with still greater vigour in oxygen, forming a white powder, 
which is a compound of magnesium with oxygen (magnesium oxide ; 
magnesia). A strip of tron or steel does not 

burn in air, but an iron wire or steel spring 

may be easily burnt in oxygen. A much 

larger piece of iron might naturally be burnt Pb aX 
if it only were convenient to heat it to the é te ; 
required degree.?”. The combustion of steel Chie 
or iron in oxygen is not accompanied by a fil 
flame, but sparks of oxide fly in all directions 
frem the burning portions of the iron." 

In order to demonstrate by experiment 
the combustion of hydrogen in oxygen, a gas- 
conducting tube, bent so as to form a con- 

P ‘ ‘ ’ Fi. 30.—Mode of burning a steel 
venient jet, is led from the vessel evolving spring in oxygen. 
hydrogen. The hydrogen is first set light 
to in air, and then the gas-conducting tube is let down into a flask 
containing oxygen. The combustion in oxygen will be similar to 
that in air ; the flame remains pale, notwithstanding the fact that its 
temperature rises considerably. It is instructive to remark that oxygen 
may burn in hydrogen, just as hydrogen in oxygen. In order 
to show the combustion of oxygen in hydrogen, a tube bent vertically 
upwards and ending in a fine orifice is attached to the stop-cock of a 
gas holder full of oxygen. Two wires, placed at such a distance from 


77 In order to burn a watch spring, a piece of tinder (or paper soaked in a solution of 
nitre, and dried) is attached to one end. The tinder is lighted, and the spring is then 
plunged into the oxygen. The burning tinder heats the end of the spring, the heated 
part burns, and in so doing heats the further portions of the spring, which thus entirely 
burns if enough oxygen is present. 

78 The sparks of rust are produced by reason of the volume of the oxide of iron being 
nearly twice that of the volume of the iron, and as the heat evolved is not sufficient to en- 
tirely melt the oxide or the iron, the particles must be torn off and fly about. Similar 
sparks are formed in the combustion of iron, in other cases also. We saw the combustion 
of iron filings in the Introduction. In the welding of iron small iron splinters fly off :n all 
directions and burn in the air, as is seen from the fact that whilst flying through the air 
they remain red hot, and also because, on cooling, they are seen to be no longer iron, but 
a compound of it with oxygen. The same thing takes place when the hammer of a gun 
strikes against the flint. Small scales of steel are heated by the friction, and glow and 
burn in the air. The combustion of iron is still better seen by taking it as a very fine 
powder, such as is obtained by the decomposition of certain of its compounds —for 
instance, by heating Prussian blue, or by the reduction of its compounds with oxygen by 
hydrogen ; when this fine powder is strewn in air, it burns by itself, even without being 
previously heated (it forms a pyrophorus). This obviously depends on the fact that the 
powder of iron presents a larger surface of contact with air than an equal weight in a 
compact form. . 
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each other as to allow the passage of a constant series of sparks from a 
Ruhmkorff’s coil, are fixed in front of the orifice of the tube. This 1s 
in order to ignite the- oxygen, which may also be done by attach- 
ing tinder round the orifice, and burning it. When the wires are 
arranged about the orifice of the tube, and a series of sparks passes 
between them, then an inverted (because of the lightness of the hydro- 
gen) jar full of hydrogen is placed over the gas-conducting tube. 
When the jar covers the orifice of the gas-conducting tube (and not 
before, as otherwise an explosion might take place) the cock of the gaso- 
meter is opened, and the oxygen flows into the hydrogen and is set light 
to by the sparks. The flame obtained is similar to that formed by the 
combustion of hydrogen in oxygen.”® From this it is evident that the 
flame is the locality where the oxygen combines with the hydrogen, 
therefore a flame of burning oxygen can be obtained as well as a flame 
of burning hydrogen. 

If, instead of hydrogen, any other combustible gas be taken—for 
example, ordinary coal gas—then the phenomenon of combustion will 
be exactly the same, only a bright flame will be obtained, and the 
products of combustion will be different. However, as lighting gas 
contains a considerable amount of free and combined hydrogen, it will 
also form a considerable quantity of water in its combustion. 

If hydrogen be mixed with oxygen in the proportion in which they 
form water—z.e., if two volumes of hydrogen be taken for each 
volume of oxygen—then the mixture will be the same as that obtained 
by the decomposition of water by a galvanic current—detonating 
gas. 7 
We have already mentioned in the last chapter that the combination . 
of these gases, or their explosion, may be brought about by the action of 


79 The experiment may be conducted without the wires, if the hydrogen be lighted in 
the orifice of a cylinder, and at the same time the cylinder be brought over the end of a 
gas-conducting tube connected with a gas holder containing oxygen. Thomsen’s method 
may be adopted for a lecture experiment. Two glass tubes, with platinum ends, are 
passed through orifices, about 1-14 centimetres apart, in a cork. One tube is connected 
with a gas-holder containing oxygen, and the other with a gas-holder full of hydrogen. 
- Having turned on the gases, the hydrogen is lighted, and a common lamp glass, tapering 
towards the top, is placed over the cork. The hydrogen continues to burn inside the 
lamp glass, at the expense of the oxygen. If the current of oxygen be then little by little 
decreased, a point is reached when, owing to the insufficient supply of oxygen, the flame 
of the hydrogen increases in size, disappears for several moments, and then reappears at. 
the tube supplying the oxygen. If the flow of oxygen be again increased, the flame re- 
appears at the hydrogen tube. Thus the flame may be made to appear at one or the 
other tube at will, only the increase or decrease of the current of gas must be by 
degrees and not suddenly. Further, air may be taken instead of oxygen, and ordinary 
coal-gas instead of hydrogen, and it will then be shown how air burns in an, atmosphere 
of coal-gas, and it can easily be proved that the lamp glass is full of a gas combustible 
in air, because it may be lighted at the top. 
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an electric spark, because the spark heats the space through which it 
passes, and acts consequently in a manner similar to ignition by means 
of contact with an incandescent cr burning substance. In fact, instead 
of a spark a fine wire simply 
may be taken, and an elec- 
tric current passed through 
it to bring it to a state of 
incandescence ; in this case 
there will be no sparks, but 
the gases will inflame if the 
wire be fine enough to be- 
come red hot by the passage 
of the current. Cavendish 
made this experiment on the 
ignition of detonating gas, 
at the end of the last cen- 
tury, in the apparatus shown 
in fig. 31. Imgnition by the 
aid of the electric spark is 
convenient, for the reason 
that it may then be brought 
about in a closed vessel, 
and hence chemists still em- Pee 
ploy this method when it is Fw. 31... Cavendish's apparatus for exploding detonating 
, ; : . gas. The bell jar standing in the bath is filled with 
required to ignite a mixture —a mixture of two volumes of hydrogen and one volume of 
; oxywen, and the thick wlass vessel a is then screwel 
of oxygen with a combus- into it. The air is first pumped out of this vessel, so 
F 5 that when the stop-cock c is openel, it becomes filled 
tible gas in a closed vessel. with detonating gas. The stop cock is then reclose:l, 
For this purpose they now, a Leven jar. After the explosion has taker place the 
especially since Bunsen’s sa aR is again opened, and the water rises into the 
time,*° employ an ewdiometer. 
It consists of a thick glass tube graduated along its length in milli- 
metres (for indicating the height of the mercury column), and 
calibrated for a definite volume (weight of mercury). Two plati- 
num wires are fused into the upper closed end of the tube, as 
shown in fig. 32. They must be hermetically sealed into the tube, 


so that there be no aperture left between them and the glass.?! 


50 Now, a great many other different forms of apparatus, sometimes designed for 
special purposes, are employed in the laboratory for the investigation of gases. Detailed 
descriptions of the methods of gas unalysis, and of the appuratus employed, must be 
looked for in works on analytical and applied chemistry. 

5! In order to test this, the eudiometer is filled with mercury, and its open end 
inverted into mercury. If there be the smallest orifice at the wires, the external air will 
enter into the cylinder and the mercury will fall, although not rapidly if the orifice 
be very fine. 
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By the aid of the eudiometer we may not only determine the volu- 
metric composition of water,*? and the quantitative contents of oxygen 


» 


32 The eudiometer is used for determining the composition of combustible 
gases. A detailed account of gas analysis would be out of place in this work 
(see Note 30), but, as an example, we will give a short description of the deter- 
mination of the composition of water by the eudiometer. 

Pure and dry oxygen is first introduced into the eudiometer. When the 
eudiometer and the gas in it acquire the temperature of the surrounding 
atmosphere—which is recognised by the fact of the meniscus of the mercury 
not altering its position during a long period of time—then the heights at 
which the mercury stands in the eudiometer and in the bath are observed. 
The difference (in millimetres) gives the height of the column of mercury in 
the eudiometer. It must be reduced to the height at which the mercury 
would stand at 0°? and deducted from the atmospheric pressure, in order to 
find the pressure under which the oxygen is measured (see Chap. I. Note 29). 
The height of the mercury also shows the volume of the oxygen. The tem- 
perature of the surrounding atmosphere and the height of the barometric 
column must also be observed, in order to know the temperature of the oxy- 
gen and the atmospheric pressure. When the volume of the oxygen has been 
measured, pure and dry hydrogen is introduced into the endiometer, and the 
volume of the gases in the eudiometer again measured. They are then ex- 
ploded. This is done by a Leyden jar, whose outer coating is connected by 
a chain with one wire, so that a spark passes when the other wire, fused into 
the eudiometer, is touched by the terminal of the jar. Or else an electrophorus 
is used, or, better still, a Ruhmkorff’s coil, which has the advantage of work- 
ing equally well in damp or dry air, whilst a Leyden jar or electrical machine 
does not act in damp weather. Further, it is necessary to close the lower 
orifice of the eudiometer before the explosion (for this purpose the eudio- 
meter, which is fixed in a stand, is firmly pressed down from above on to a piece 
of india-rubber placed at the bottom of the bath), as otherwise the mercury 
and gas would be thrown from the apparatus by the explosion. It must 
also be remarked that to ensure complete combustion the proportion between 
the volumes of oxygen and hydrogen must not exceed twelve volumes of 
hydrogen to one volume of oxygen, or fifteen volumes of oxygen to one’ 
volume of hydrogen, because no explosion will take place if one of the gases 
be in great excess. It is best to take a mixture of one volume of hydrogen 
with several volumes of oxygen. Thecombustion will then becomplete. It is 

Fra. 32.— evident that water is formed, and that the volume (or tension) is diminished, 
Euliometer. go that on opening the end of the eudiometer the mercury will rise in it. 
But the tension of the aqueous vapour is now added to the tension of the 
gas remaining after the explosion. This must be taken into account (Chap. I. Note 1). 
If there remain but little gas, the water which is formed will be sufficient for its satura- 
tion with aqueous vapour. This may be learnt from the fact that drops of water are 
visible on the sides of the eudiometer after the mercury has risen in it. If there be none, 
a certain quantity of water must be introduced into the eudiometer. Then the number 
of millimetres expressing the pressure of the vapour corresponding with the tempera- 
ture of the experiment must be subtracted from the atmospheric pressure at which the 
remaining gas is measured, otherwise the result will be inaccurate. 

This is essentially the method of the determination of the composition of water which 
was made for the first time by Gay-Lussac’ and Humboldt with sufficient accuracy. 
Their determinations led them to the conclusion that water consists of two volumes of 
hydrogen and one volume of oxygen. Every time they took a greater quantity of oxygen, 
the gas remaining after the explosion was oxygen.. When they took an excess of hydro- 
gen, the remaining gar was hydrogen ; and when the oxygen and hydrogen were taken in 
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in air,33 but also make a number of experiments explaining the 
phenomenon of combustion. 

Thus, for example, it may be demonstrated, by the aid of the 
eudiometer, that for the ignition of detonating gas a definite temperature 
is required. If the temperature be below that required, combination 
will not take place, but if at any spot within the tube it rises to the 
temperature of inflammation, then combination will ensue at that spot, 
and evolve enough heat for the ignition of the adjacent portions of the 
detonating mixture. If to 1 volume of detonating gas there be added 
10 volumes of oxygen, or 4 volumes of hydrogen, or 3 volumes of 
carbonic anhydride, then we shall not obtain an explosion by passing 
a spark through the diluted mixture. This depends on the fact that 
the temperature falls with the dilution of the detonating gas by another 
gas, because the heat evolved by the combination of the small quantity 
of hydrogen and oxygen brought to incandescence by the spark is not 
only transmitted to the water proceeding from the combination, but 
also to the foreign substance mixed with the detonating gas.*4 The 
necessity of a definite temperature for the ignition of detonating gas is 
also seen from the fact that pure detonating gas explodes in the presence 
of a red-hot iron wire, or of charcoal so feebly incandescent as to be 
hardly distinguishable by day light, but with a lower degree of in- 
candescence there is not any explosion. It may also be brought about 
by rapid compression, when, as is known, heat is evolved.*> Experi- 
ments made in the eudiometer showed that the ignition of detonating 
gas takes place at a temperature between 450° and 500°.%6 


exactly the above proportion neither one nor the other remained. The composition of 
water was thus definitely confirmed. 

33 Concerning this application of the eudiometer, see the chapter on nitrogen. 

34 -Thus 4 volume of carbonic oxide, an equal volume of marsh gas, two volumes of 
hydrogen chloride or of ammonia, and six volumes of nitrogen or tweive volumes of air 
added to one volume of detonating gas, prevent its explosion. 

+ If the compression be brought about slowly, so that the heat evolved succeeds in 
passing to the surrounding space, then the combination of the oxygen and hydrogen does 
not take place, even when the mixture is compressed by 150 times; for the gases are not 
heated. If paper soaked with a solution of platinum (in aqua regia) and sal ammoniac 
be burnt, then the ash obtained contains very finely-divided platinum, and in this form 
it is best fitted for setting light to hydrogen and detonating gas. Platinum wire requires 
to be heated, but platinum in so finely divided a state as it occurs in this ash inflames 
hydrogen, even at —207. Many other metals, such as palladium, iridium, and gold, act 
with a slight rise of temperature, like platinum ; charcoal, like the majority of finely 
divided substances, inflames detonating gas at 350°, but mercury, at its boiling point, 
does not inflame detonating gas. All data of this kind show that the explosion of 
detonating gas presents one of the many cases of contact phenomena. 

33 From the very beginning of the diffusion of the idea of dissociation, it might have 
been imagined that reversible reactions of combination (the formation of H, and O 
belongs to this number) start at tf same temperature as that at which dissociation 
begins. And so it is in many cases, but not always, as may be seen from the facts (1) that 
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The combination of hydrogen with oxygen is accompanied by the 
evolution of a very considerable amount of heat ; according to 
the determinations of Favre and Silbermann,’ 1 part by weight of 
hydrogen in forming water evolves 34462 units of heat. Many of the 
most recent determinations are very near this figure, so that it may be 
taken that in the formation of 18 parts of water (H,O) there are 
evolved 69 major calories, or 69000 units of heat.38 If the specific heat 


at 450-560’, when detonating gas explodes, the density of aqueous vapour not only 
does not vary (and it hardly varies at higher temperatures, probably because the amount 
of the products of dissociation is small), but there are not, as far as is yet known, any 
traces of dissociation ; (2) that under the influence of contact the temperature at which 
combination takes place falls even to the ordinary temperature, when water and similar 
compounds naturally are not dissociated and, judging from the data communicated by 
D. P. Konovaloff (Introduction, Note 39) and others, it is impossible to escape the phe- 
nomena of contact; all vessels, whether of metal or glass, show the same influence as 
spongy platinum although to a much less degree. The phenomena of contact, judging 
from the mass of the data referring to it, must be especially sensitive in reactions which 
are powerfully exothermal, and the explosion of detonating gas is of this kind. 

37 The amount of heat evolved in the combustion of a known weight (for instance, 1 
gram) of o given substance is determined by the rise in temperature of water, to which 
the whole of the heat evolved in the combustion is transmitted. A calorimeter, for 
example, that shown in fig. 88, is employed for this purpose. It consists of a thin (in 
order that it may absorb less heat), polished (that it should transmit a minimum of heat) 
metallic vessel, surrounded by down (c), or some other bad conductor of heat, and an outer 
metallic vessel. This is necessary in order that the least possible amount of heat should 
be lost from the vessels; nevertheless, there is always a certain loss, whose magnitude 
is determined by preliminary experiment (by taking 
warm water, and determining its fallin temperature 
after a definite period of time) as a correction for the 
results of observations. The water to which the heat 
of the burning substance is transmitted is poured 
into the vessel. The stirrer g allows of all the layers 
of water being brought to an equal temperature, and 
the thermometer serves for the determination of the 
temperature of the water. The heat evolved passes, 
naturally, not to the water only, but to all the parts of 
the apparatus. The quantity of water corresponding 
with the whole amount of those objects (the vessels, 
tubes, &c.) to which the heat is transmitted is pre- 
viously determined, and in this manner another most 
important correction is made in the calorimetric deter- 
minations. The combustion itself is carried on in the 
vessel a. The ignited substance is introduced through 
the tube at the top, which closes tightly. In fig. 33 
the apparatus 18 arranged for the combustion of a gas, 
introduced by a tube. The oxygen required for the 
Ze combustion is led into a by the tube e, and the pro- 
Fig. 33.— Favre and Silbormatin’ scalo- ducts of combustion either remain in the vessel a (if 

anal peat eee liquid ors solid), » OF escape by the tube f into an appara- 

tus in which their quantity and properties can easily 
be determined. Thus the heat evolved in combustion passes to the walls of the vessel a, 
and to the gases which are furmed in it, and these transmit it to the water of the 
calorimeter. 

38 This quantity of heat corresponds with the formation of liquid water at the ordinary 
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of aqueous vapour (0°48) remained constant from the ordinary tempera- 
ture to that at which the combustion of detonating gas takes place (but 


temperature from detonating gas at the same temperature. If the water be as vapour 
the heat evolved =58 major calories; if as ice=70°4 major calories, A portion of this 
heat is due to the fact that 1 vol. of hydrogen and 4 vol. of oxygen give 1 vol. of aqueous 
vapour—that is to say, contraction ensues—and this evolves heat. This quantity of heat 
may be calculated, but it cannot be said how much is expended in the tearing apart of 
the atoms of oxygen from each other, and therefore, strictly speaking, we do not know 
the quantity of heat which is evolved in the combination of hydrogen with oxygen ; 
although the number of units of heat evolved in the combustion of detonating gas is 
accurately known. 

The construction of the calorimeter and even the method of determination vary 
considerably in different cases. The greatest number of calorimetric determinations were 
made by Berthelot and Thomsen. They are given in their works Essaz de mécanique 
chimique fondée sur la thermochimie, by M. Berthelot, 1879 (2 vols.), and thermo- 
chemische Untersuchungen, by J. Thomsen, 1886 (4 vols.). The student must refer to 
works on theoretical and physical chemistry for a description of the elements and methods 
of thermochemistry, into the details of which it is impossible to enter in this work, all 
the more so because, as has been shown of late, both the theoretical side of this subject 
and its practical methods are still in an elementary state of development, and must be 
subjected to improvement in many aspects before thermochemical study can be of that 
enormous utility to chemical mechanics which was expected from it at the time of the 
appearance of the first researches in its province. One of the originators of thermo- 
chemistry was a member of the St. Petersburg Academy of Sciences, Hess. Since 1870 
a mass of researches have appeared in this province of chemistry, especially in France 
and Germany, after the leading works of the French Academician, Berthelot, and the 
Copenhagen professor, Thomsen. Among Russians, Beketoff, Luginin, Cheltzoff, Chroust- 
choff, and others are known by their thermo-chemical researches. The present epoch of 
thermochemistry, in the absence of a steadfast foundation (and the principle of maximum 
work cannot be counted as such), must be considered rather as a collective one, wherein 
the material of facts is amassed, and the first consequences arising from them are noticed. 
In my opinion three essential circumstances prevent the possibility of extracting any 
exact consequences, of importance to chemical mechanics, from the amassed and already 
immense store of thermochemical datu: (1) The majority of the determinations are con- 
ducted in weak aqueous solutions, and, the heat of solution being known, are referred to 
the substances in solution ; yet there is much (Chap. I.) which forces one to consider that 
in solution water does not play the simple part of ao diluting medium, but of itself 
acts independently in a chemical sense on the substance dissolved. (2) The other chief 
portion of thermochemical determinations is conducted by the ignition of substances 
at high temperatures, and as yet we do not know the specific heat of many substances 
at these temperatures. (3) Physical and mechanical changes (decrease of volume, diffu- 
sion, and others) inevitably proceed side by side with chemical changes, and for the pre- 
sent it is impossible, in a number of cases, to distinguish the thermal effect of the one 
and the other kind of change. It is evident that the one kind of change (chemical) is essen- 
tially inseparable and incomprehensible without the other (mechanical and physical); and 
therefore it seems to me that thermochemical data will only acquire their true meaning 
when the connection between the phenomena of both kinds (on the one hand chemical 
and atomic, and on the other hand mechanical and molecular or between entire masses) 
is explained more clearly and fully than is the case at present. As there is no 
doubt that the simple mechanical contact, or the action of heat alone, on substances some- 
times causes an evident and always a latent (incipient) chemical change—that is, a 
different distribution or movement of the atoms in the molecules—it follows that purely 
chemical phenomena are inseparable from physical and mechanical phenomena. This is 
because the atomic relations forming the essence of the chemical relations of a substance 
are not observable, and at present are incomprehensible, without the molecular relations 
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mnt probably it increases), were the combustion concentrated at one 
prune (but tt occurs as a flame), were there no loss from radiation and 
heat conduction, and, chiefly, did dissociation not take place—that is, did 
vole state of equilibrium between the hydrogen, oxygen, and water come 
about then st would be possible to calculate the temperature of the flame 
of detomutiny yas. It would then be 10000°.4° In reality it is very 
mruch lower, but it is nevertheless higher than the temperature attained 
i furnaces and flames, and reaches up to 2000°. The explosion of 
detonating gas is explained by this high temperature, because the 
weous Vapour formed must occupy a volume at least 5 times greater 
than that occupied by the detonating gas at the ordinary temperature. 
Detonating gas emits a sound, not only as a consequence of the 
commotion which occurs from the rapid expansion of the heated vapour, 
but also because it is immediately followed by a cooling effect, the 
conversion of the vapour into water, and a rapid contraction.*! 


forming the essence of the physical relations, and even without the relations of the entire 
SHRENCE of molecules evincing themselves in purely mechanical relations, inasmuch as 
an individual atom is something unreal and fantastic. A mechanical change may be 
Nuagined without a physical change, and a physical without a chemical change (although 
wuch a representation would be artificial), but it is impossible to imagine a chemical 
change without a physical and mechanical one, for without them we should not perceive 
it, and through them we attain it. There was a time when the province of physics 
embraced the whole of chemistry and mechanics. In the present day they have been de- 
veloped independently and been isolated from each other, but in the future a fresh conjunc- 
tion is imminent, and is heralded by the laws of the conservation of matter and of energy. 
5° The flame, or locality where the combustion of gases and vapours is accomplished, 
ix & complex phenomenon, ‘an entire factory,’ as Faraday says, and therefore we will 
consider flame in some detail in one of the following notes. 

40 Tf 34500 units of heat are evolved in the combustion of 1 part of hydrogen, and 
this heat is transmitted to the resulting 9 parts by weight of aqueous vapour, then we 
find that, taking the specific heat of the latter as 0°475, each unit of heat raises the 
temperature of 1 part by weight of aqueous vapour 2°1° and 9 parts by weight (2°1+9) 
0°28°; hence the 34500 units of heat raise its temperature 7935°. If detonating gas is 
converted into water in a closed space, then the aqueous vapour formed cannot expand, 
and therefore, in calculating the temperature of combustion, the specific heat at a con- 
stant volume must be taken into consideration; it is 0°36 for aqueous vapour. This 
figure gives a still higher temperature for the flame. In reality it is much lower, but the 
results given by different observers are very contradictory (from 1700° to 2400°), the 
discrepancies depending on the fact that flames of different sizes are cooled by radiation 
toa different degree, but mainly on the fact that the methods and apparatus (pyro- 
meters) for the determination of high temperatures, although they enable relative 
changes of temperature to be judged, are of little use for determining their absolute 
magnitude. By taking the temperature of the flame of detonating gas as 2000°, I give, 
I think, the average of the most trustworthy determinations. 

“\ It is evident that not only hydrogen, but every other combustible gas, will give an 
explosive mixture with oxygen. For this reason coal-gas mixed with air explodes 
when the mixture is ignited. The pressure obtained in the explosions serves as the 
motive power of gas engines. In this case advantage is taken, not only of the pressure 
produced by the explosion, but also of that contraction which takes place after the 
explosion. On this is based the construction of several motors, of which Lenoir's was 
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Mixtures of hydrogen and of various other gases with oxygen 
are taken advantage of for obtaining high temperatures. By the 
aid of such high temperatures metals like platinum may be melted 
on a large scale, which cannot be 
done in furnaces heated with char- 
coal and fed by a current of air. The 
burner, shown in fig. 34, is constructed 
for the application of detonating gas 
to the purpose. It consists of two 
brass tubes, one fixed inside the other, 
as shown in thedrawing. The internal 
central tube C C conducts oxygen, and 
the outside, enveloping, tube E’ E’ con- 
ducts hydrogen. Previous to their 
egress the gases do not mix together, 
so that there can be no explosion inside 
the apparatus. When this burner is 
in use C is connected with a gasholder 
containing oxygen, and E with a gas 
holder containing hydrogen (or some- 
times coal-gas). The flow of the Ft. cama burner for detonating gas, 

described in text. 

gases can he easily regulated by 

the stop-cocks O H. The flame is shortest and evolves the greatest 
heat when the gases burning are in the proportion of 1 volume of 
oxygen to 2 volumes of hydrogen. The degree of heat may he easily 
judged from the fact that a thin platinum wire placed in the flame 
easily melts. By placing the burner in the orifice of a hollow piece 
of lime, a crucible A B is obtained in which platinum may be easily 
melted, even in large quantities if the current of oxygen and 
hydrogen be sufficiently great (Deville). The flame of detonating gas 
may also be used for illuminating purposes. It is by itself very pale, 
but owing to its high temperature it may serve for rendering infusible 
objects incandescent, and at the very high temperature produced by the 
detonating gas the incandescent substance gives a most intense light. 
For this purpose lime, magnesia, or oxide of zirconium are used, as they 
are not fusible at the very high temperature evolved by the detonating 
gas. <A small cylinder of lime placed in the flame of detonating gas, 
if regulated to the required point, gives avery brilliant white 


formerly, and Otto's is now, the best known. The explosion is usually produced by coal- 
gas and air, but of.late the vapours of combustible liquids (kerosene, benzene) are 
also being employed in place of gus (Chap. IX.). In Lenoir’s engine a mixture of coal. 
gas and air is ignited by means of sparks from a Ruhmkorff’s coil, but in the most recent 
machines the gases are ignited by the direct action of a gus jet. 
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light, which was at one time proposed for illuminating lighthouses. 
At present in the majority of cases electric light, owing to its constancy 
and other advantages, has replaced it for this purpose. The light 
produced by lime in detonating gas is called the Drummond light or 
limelight. 

The above cases form examples of the combustion of elements in 
oxygen, but exactly similar phenomena are observed in the combustion 
of compounds. So, for instance, the solid, colourless, shiny substance, 
naphthalene, C,)H,, burns in air with a smoky flame, whilst in oxygen 
it continues to burn with a very brilliant flame. Alcohol, oil, and 
other substances burn brilliantly in oxygen on conducting the oxygen 
by a tube to the flame of lamps burning these substances. A high 
temperature is thus evolved, which is sometimes taken advantage of 
in chemical practice. 

In order to understand why combustion in oxygen proceeds more 
rapidly, and is accompanied by a more intense heat effect, than com- 
bustion in air, it must be recollected that air 1s oxygen diluted with 
nitrogen, which does not support combustion, and therefore fewer par- 
ticles of oxygen flow to the surface of a substance burning in air than 
when burning in pure oxygen. The chief reason of the intensity of com- 
bustion in oxygen is the high temperature acquired by the substance 
burning in it. Let us consider as an example the combustion of sulphur 
in air and in oxygen. If 1 gram of sulphur burns in air or oxygen it 
evolves in eithercase 2250 units of heat—1i.e., evolves sufficient heat for 
heating 2250 grams of water 1° C. This heat is first of all transmitted 
to the sulphurous anhydride, SO,, formed by the combination of sulphur 
with oxygen. In its combustion 1 gram of sulphur forms 2 grams 
of sulphurous anhydride—z.e., the sulphur combines with 1 gram of 
oxygen. In order that 1 gram of sulphur should have access to 1 gram 
of oxygen in air, it is necessary that 3-4 grams of nitrogen should 
simultaneously reach the sulphur, because air contains seventy-seven 
parts of nitrogen (by weight) per twenty-three parts of oxygen. Thus 
in the combustion of 1 gram of sulphur, the 2250 units of heat are 
transmitted to 2 grams of sulphurous oxide and to at least 3-4 grams of 
nitrogen. As 0°155 units of heat are required to raise 1 gram of 
sulphurous anhydride 1° C., therefore 2 grams require 0°31 units. So 
also 3:4 grams of nitrogen require 3°4 x 0:244 or 0°83 units of heat, 
and therefore in order to raise both gases 1° C. 0°31 + 0°83 or 1:14 
units of heat are required, but as the combustion of the sulphur 
evolves 2,250 units of heat, therefore the gases might be heated (if 


2250 or 1974° C. That 


their specific heats remained constant) to aid 
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is, the maximum possible temperature of the flame of the sulphur 
burning in air will be 1974° C. In the combustion of the sulphur 
in oxygen the heat evolved (2250 units) can only pass to the 2 grams 
of sulphurous anhydride, and therefore the highest possible tempera- 


ture of the flame of the sulphur in oxygen will be ee - or 7258°. 


In the same manner it may be calculated that the temperature of char- 
coal burning in air cannot exceed 2700°, while in oxygen it may attain 
10100° C. For this reason the temperature in oxygen will always be 
higher than in air, although (judging from what has been said re- 
specting detonating gas) neither one nor the other temperature will 
nearly approach the theoretical quantities. 

Among the phenomena accompanying the combustion of certain 
substances, the phenomenon of flame attracts attention. Sulphur, 
phosphorus, sodium, magnesium, naphthalene, &c., burn like hydro- 
gen with a flame, whilst in the combustion of other substances no 
flame is observed, ‘as, for instance, in the combustion of iron and 
of charcoal. The appearance of flame depends on the capacity of the 
combustible substance to yield gases or vapours at the temperature of 
combustion. At the temperature of combustion, sulphur, phosphorus, 
sodium, and naphthalene pass into vapour, whilst wood, alcohol, oil, &c., 
are decomposed into gaseous and vaporous substances. The com- 
bustion of gases and vapours forms flames, and therefore a flame is 
composed of the hot and incandescent gases and vapours produced by com- 
bustion. It may be easily proved that the flames of such nun-volatile 
substances as wood contain volatile and combustible substances formed 
from them, by placing a tube in the flame and drawing air from 
it with an aspirator. Besides the products of combustion, com- 
bustible gases and liquids, previously in the flame as vapours, collect in 
the aspirator. For this experiment to succeed—z.e., in order to really 
extract combustible gases and vapours from the flame—it is necessary 
that the suction tube should be placed inside the flame. The com- 
bustible gases and vapours can only remain unburnt inside the flame, 
for at the surface of the flame they come into contact with the oxygen 
of the air and burn.‘? Flames are of different degrees of 


42 Faraday proved this by a very convincing experiment on a candle flame. If one 
arm of a bent glass tube be placed in a candle flame above the wick in the dark portion 
of the flame, then the products of the partial combustion of the stearin will pass up the 
tube, condense in the other arm, and collect in a flask placed under it (fig. 85) as heavy 
white fumes which burn when lighted. If the tube be raised into the upper lumi- 
nous portion of the flame, then a dense black smoke which will not inflame accumulates 
in the flask. Lastly, if the tube be let down until it tonches the wick, then little 
but stearic acid condenses in the flask. 
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brilliancy, according to whether solid incandescent particles occur in 
the combustible gas or vapour, or not. Incandescent gases and 
vapours emit but little light by themselves, and therefore give a paler 
flame.‘3 If a flame does not 
contain solid particles it is 
transparent, pale, and emits 
but little light.44 The flames 
of burning alcohol, sulphur, 
and hydrogen are of this kind. 
A pale flame may be rendered 
luminous by placing fine par- 
ticles of solid matter in it. 
Thus, if a very fine platinum 
wire be placed in the pale 
flame of burning alcohol— or, 
better still, of hydrogen—then 
the flame emits a bright light. 
This is still hetter seen by sift- 
ing the powder of an incom- 
bustible substance, such as 
fine sand, into the flame, or 
by placing a bunch of asbestos 


Fic. 35. -Faraday’s experiment for investigating the adsin i ‘ 1h: 
different parts of @ canile flame: threads init. Every brilliant 


flame always contains some 
kind of solid particles, or at least some very dense vapour. The flame 
of sodium burning in oxygen has a brilliant yellow colour, from the 
presence of particles of solid sodium oxide. The flame of magnesium 
is brilliant from the fact that in burning it forms solid magnesia, which 
becomes white hot, and similarly the brilliancy of the Drummond light 
is due to the heat of the flame raising the solid non-volatile lime toa 
state of incandescence. The flames of a candle, wood, and similar sub- 
stances are brilliant, because they contain particles of charcoal or soot. 
It is not the flame itself which is luminous, but the incandescent soot 
it contains. These particles of charcoal which occur in flames may be 
easily observed by introducing a cold object, like a knife, into the 


4S All transparent substances which transmit light with great ense (that is, which 
absorb but little light) are but little luminous when heated; so also substances which 
absorb but few heat rays, when heated transmit few rays of heat. 

4! There is, however, no doubt but that very heavy dense vapours or gases under 
pressure (according to the experiments of Frankland) are luminous when heated, be- 
cause, as they become denser they approach a liquid or solid state. Thus detonating 
gas when exp/oded under pressure is brightly luminous. 
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flame.” The particles of charcoal burn at the outer surface of the 
flame if the supply of air be sufficient, but if the supply of air-—that is, 
of oxygen—be insufficient for their combustion the flame smokes, because 
these unconsumed particles of charcoal are carried off by the current 
of air.‘@ 


%% If hydrogen gas be passed through a volatile liquid hydrocarbon—for instance, 
through benzene (the benzene may be poured directly into the vessel in which hydrogen is 
generated)—then its vapour burns with the hydrogen and gives a very bright flame, 
because the resultant particles of carbon (soot) are powerfully ignited. Benzene, or 
platinum gauze, introduced into a hydrogen flame may be employed for illuminating 
purposes. 

46 In flames the separate parts may ba distinguished with more or less distinctness. 
That portion of the flame whither the combustible vapours or gases flow, is not 
luminous because its temperature is still too low for the process of combustion to take 
place init. This is the space which in a candle surrounds the wick, or in a gas jet 
is immediately above the orifice from which the gas escapes. In a candle the ccm- 
bustible vapours and gases which are formed by the action of 
heat on the melted tallow or stearin, rise in the wick, and 
are heated by the high temperature of the flame. By the 
action of the heat, the solid or liquid substance is here, as 
in other ‘cases, decomposed, forming products of dry dis- 
tillation. These products occur in the central portion of the 
flame of a candle. The air travels to the fame from the 
outside, and is not able to intermix with the vapours and 
gases in all parts of the flame; consequently, in the outer 
portion of the flame the amount of oxygen flowing to it 
will be greater than in the interior portions of the flames. 
But, owing to diffusion, the oxygen, naturally together with 
nitrogen, flowing to the combustible substance penetrates 
inside the flame, when the combustion takes place in 
ordinary air. The combustible vapours and gases combine 
with this oxygen, evolve a considerable amount of heat, and 
bring about that state of red heat which is so necessary 
both for keeping up the combustion and also for the uses 
to which the flame is applied. Passing from the colder 
envelope of air to the interior of the flame, to the source of 
the combustible vapours (for instance, the wick), we evidently 
first traverse layers of high temperature, and then 
layers of lower and lower temperature, in which the com- 
bustion is less complete, owing to the limited supply of 
oxygen. 

Thus, yet unburnt products of the decomposition of 
organic substances occur in the interior of the flame. But dane che Gain tae De ovis 
there is always free hydrogen in the interior of the flame,even the vapours and products of 
when oxygen is introduced there, or when a mixture of ‘composition; in the bright 

zone A the combustion has com- 
hydrogen and oxygen burns, because the temperature menced, and particles of carbon 
evolved in the combustion of hydrogen or the carbon of 8re emitted; and in the pale 
organic matter is so high that the products of combustion neta. Cee gue 
are themselves partially decomposed—that is, dissociated — . 
at this temperature. Hence, in a flame a portion of the hydrogen and of the oxygen 
which might combine with the combustible substances must always occur in a free 
state. Ifa hydrocarbon burns, and we imagine that a portion of the hydrogen occurs in 
a .free state, then a portion of the carbon must also occur in the same form in 
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The combination of various substances with oxygen may not present 
any signs of combustion—that is, the temperature may rise but 


the flame, because, other conditions being unchanged, carbon burns after hydrogen, and 
this is observed in reality in the combustion of various hydrocarbons. Charcoal, or 
the soot of a common flame, proceeds from the dissociation of organic substances con- 
tained in the flame. The majority of hydrocarbons, especially those containing much 
carbon—for instance, naphthalene—burn even in oxygen, with separation of soot. The 
hydrogen burns, but the carbon remains unburnt, or, at least, partly so. It is this free 
carbon which causes the brilliancy of the flame. That the interior of the flame contains 
a mixture which is still capable of combustion may be proved by the following experi- 
ment: A portion of the gases may be withdrawn by an aspirator from the central portion 
of the flame of carbonic oxide, which is combustible in air. For this purpose Deville 
passed water through a metallic tube having a fine lateral orifice, which is placed in the 
flame. As the water passes along the tube the gases of the flame enter it, they are 
interrupted by cylinders of water passing along the tube, and are carried off with it into 
an apparatus for their investigation. It appears that all portions of the flame obtained 
by the combustion of a mixture of carbonic oxide and oxygen contain a portion of this 
mixture still unburnt. The researches of Deville and Bunsen showed that in the 
explosion of a mixture of hydrogen and of carbonic oxide with oxygen in a closed 
space, complete combustion sometimes does not take place immediately. If two 
volumes of hydrogen and one volume of oxygen be enclosed in a closed space, then on 
explosion the pressure does not attain that magnitude which it would were there 
immediate and complete combustion. It may be calculated that in this case the 
pressure should attain twenty-six atmospheres. In reality, it has been shown by 
direct experiment that in the explosion of hydrogen and oxygen the pressure does 
not exceed nine and a-half atmospheres. 

This may be explained by the fact that, in the explosion, the whole of the oxygen 
does not all at once combine with the combustible substance. The amount of a gas 
burnt may even be determined from the pressure produced in its combustion, knowing 
the heat evolved in its combustion and the specific heat of all the resultant and partici- 
pating substances, and hence the temperature of combustion, and therefore also the 
pressure which may be evolved as a consequence of that rise of temperature which pro- 
ceeds from the evolution of heat. It appears that in this case only one-third of the gases 
burns, the remaining two-thirds are not able to combine at the temperature evolved in 
the explosion. Hence, in complete combustion, they at first remain in an uncombined 
state, and their mutual combination only takes place after they have cooled. Hence the 
admixture of the products of combustion with anexplosive mixture prevents the combus- 
tion of the remaining mass, which is capable of burning. The admixture of carbonic 
anhydride prevents carbonic oxide from burning. The presence of any other foreign gas 
interferes in the same manner. This shows that every portion of a flame must contain 
combustible, burning, and already burnt substances—1.e., oxygen, carbon, carbonic oxide, 
hydrogen, hydrocarbons, carbonic anhydride, and water. Consequently, it ts impossible 
to attain instantaneous complete combustion, and this is one of the reasons of the 
phenomenon of flame. A certain space is required, in which the temperature would be un- 
equal in different parts. In this space different quantities of the component parts are 
successively subjected to combustion, or are cooled under the influence of adjacent 
objects, and combustion only ends where the flame ends. If the combustion could be 
concentrated at one spot, then the temperature would be incomparably higher than it is 
under the actual circumstances. Hence it is not to be wondered at that smoke and soot 
appear in the combustion of a substance with flame. They must occur in the flame, 
because from what has been said above complete combustion cannot take place instan- 
taneously, but only at a certain fall in temperature. 

The preceding considerations and investigations presuppose that the specific heats of 
the products of combustion are known, and are equal to the specific heats at the ordinary 
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inconsiderably. This may either proceed from the fact that the 
reaction of the substance (for example, tin, mercury, lead at a high 
temperature, or a mixture of pyrogallol with caustic potash at the 
ordinary temperature) evolves but little heat, or that the heat 
evolved is transmitted to good conductors of heat, like metals, or that 
the combination with oxygen takes place so slowly that the heat 
evolved succeeds in passing to the surrounding objects. Combustion 
is only a particular, intense, and evident case of combination with 
oxygen. Respiration is also an act of combination with oxygen ; 
it also serves, like combustion, for the development of heat by 
those chemical processes which are its consequences (the trans- 
formation of oxygen into carbonic anhydride). Lavoisier enun- 
ciated this in the clear expression, ‘ respiration is slow combus- 
tion.’ 

Reactions of slow combination of substances with oxygen are 
termed oxidations. Combination of this kind (and also combustion) 
often results in the formation of acid substances, and hence the 
name oxygen (Sauerstof'). Combustion is only rapid oxidation. 
Phosphorus, iron, and wine may be taken as examples of substances 
which slowly oxidise in air at the ordinary temperature. If such a 
substance be left in contact with a definite volume of air or oxygen, it 
little by little absorbs the oxygen, as may be seen by the decrease in 
volume of the gas. This slow oxidation is, as a rule, rarely accom- 
panied by a sensible evolution of heat ; but an evolution of heat really 
occurs, only it is not apparent to our senses, owing to the inconsider- 
able rise of temperature which takes place; this is owing to the 
slow rate of the reaction and to the transmission of the heat formed as 
radiant heat, &c. Thus, in the oxidation of wine and its transformation 
into vinegar by the usual method of its preparation, the heat evolved 
cannot be observed because it extends over whole weeks, but in the 
so-called rapid process of the manufacture of vinegar, when a large 
quantity of wine is comparatively rapidly oxidised, the evolution of 
heat is quite apparent. 

Such slow processes of oxidation are always taking place in nature 
by the action of the atmosphere. Dead organisms and the substances 
obtained from them—such as bodies of animals, wood, wool, grass, &c.— 


temperature. If they vary (as Berthelot and Vieille affirm), the portion of a substance 
which remains unburnt on explosion cannot be calculated from the pressure, and there- 
fore the quantitative side of the subject should be considered as doubtful. But the quali- 
tative side of the subject cannot be subject to doubt, because the dissociation of the 
products of combustion at high temperatures is proved clearly by the most varied 
experiments. 

N 2 
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are especially subject to this action. They roé and putrefy—that is, 
their solid matter is transformed into gases, under the influence of 
moisture, and atmospheric oxygen, and often under the influence of 
other organisms, such as moulds, worms, micro-organisins (bacteria), and 
suchlike. These are processes of slow combustion, of slow combination 
with oxygen. Everyone knows that manure rots and evolves heat, 
that stacks of damp hay, damp flour, straw, &c., become heated and 
are changed in the process.‘ In all these transformations there are 
formed the same chief products of combustion as are contained in 
smoke; the carbon gives carbonic anhydride, and the hydrogen 
water. Hence these processes require oxygen just like combustion. 
This is the reason why the entire prevention of access of air hinders 
these transformations,‘* and an increased supply of air accelerates them. 
The mechanical treatment of arable lands by the plough, harrow, and 
other similar means has not only the object of facilitating the spread 
of roots in the ground, and of making the soil more permeable to water, 
but it also serves to facilitate the access of the air to the component 
parts of the soil ; as a consequence of which the organic remains of 
soil rot—so to speak, breathe air and evolve carbonic anhydride. 
One acre of good garden land in summer evolves more than six tons 
of carbonic anhydride. 

It is not only vegetable and animal substances which are subject to 
slow oxidation in the presence of water. The very metals are rusted 
under these conditions. Copper very easily absorbs oxygen in the 
presence of acids. Many metallic sulphides (for example, pyrites) are 
very easily oxidised with access of air and moisture. Thus processes 
of slow oxidation proceed throughout nature. 

There are many elements which do not, under any circumstances, 
combine directly with gaseous oxygen ; nevertheless their compounds 
with oxygen may be obtained. Platinum, gold, iridium, chlorine, 
and iodine are examples of such elements. In this case recourse is 
had to a so-called indirect method—z.e., the given substance is 


47 Cotton waste (it is used in factories for cleaning machines from lubricating oil) 
soaked in oil and lying in heaps is self-combustible, being oxidised by the air. 

48 When it is desired to preserve a supply of vegetable and animal food, the access of 
the oxygen of the atmosphere (and also of the germs of organisms borne in the air) 
is often prevented. For this reason articles of food are often kept in hermetically closed 
vessels, from which the air is withdrawn; vegetables are dried and soldered up while hot 
in tin boxes; sardines are immersed in oil, &c. The removal of water from substances is 
also sometimes resorted to with the same object (the drying of hay, corn, fruits), as also 
is saturation with substances which absorb oxygen (such as sulphurous anhydride), or 
which hinder the growth of organisms forming the first cause of putrefaction, as in 
processes of smoking, embalming, and in the keeping of fishes and other animal speci- 
mens in spirit, &c. 
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combined with another element, and by a method of double decom- 
position this element is replaced by oxygen, or a substance is taken 
which easily evolves oxygen, and is brought into contact with the given 
substance. The oxygen then acts at the moment of its evolution. If 
the conditions are such that the substance to be oxidised is liberated 
at the same moment, then oxidation proceeds with greater ease. 
(The explanation of this phenomenon was given in the last chapter.) 
It must be remarked that substances which do not directly combine 
with oxygen, but form compounds with it by an indirect method, often 
readily lose the oxygen which was absorbed by them by double decomposi- 
tion or at the moment of its evolution. Such, for example, are the com- 
pounds of oxygen with chlorine, nitrogen, and platinum, which evolve 
oxygen on heating. They, like other substances which easily evolve 
oxygen on heating, may serve as a means for obtaining oxygen, or for 
oxidation. They, in the presence of substances which are capable of 
combining with oxygen, are decomposed, give up their oxygen to them, 
and may thus be themselves employed for indirect oxidation. In this 
respect oxidising agents, or those compounds of oxygen which are em- 
ployed in chemical and technical practice for transferring oxygen to 
other substances, are especially remarkable. The most important 
among these is nitric acid or aqua fortts—a substance rich in oxygen, 
and capable of evolving it when heated, and which easily oxidises a great 
number of substances. Thus nearly all metals and organic substances 
containing carbon and hydrogen are more or less oxidised when heated 
with nitric acid. If strong nitric acid be taken, and a piece of burning 
charcoal be immersed in the acid, it continues to burn, the combustion 
proceeding in this case at the expense of the oxygen contained in 
the liquid nitric acid. Chromic acid acts like nitric acid ; alcohol 
burns when mixed with it. Although the action is not so marked, 
even water may oxidise with its oxygen. Sodium is not oxidised in 
perfectly dry oxygen at the ordinary temperature, but it burns very 
easily in water and aqueous vapour. Charcoal can burn in carbonic 
anhydride—a product of combustion—forming carbonic oxide. Mag- 
nesium burns in the same gas, separating carbon from it. Generally, 
combined oxygen can pass from one compound to another. 

The products of combustion or oxidation-—and in general the definite 
compounds of oxygen—are termed oxides. Some oxides are not capable 
of combining with other oxides—or combine with only a few, and then 
form unstable compounds with the evolution of very little heat ; 
others, on the contrary, enter into combination with very many other 
oxides, and in general have remarkable chemical energy. The oxides 
incapable of combining with others, or only showing this quality in a 
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small degree, are termed indifferent oxides. Such are the peroxides, of 
which mention has before been made. 

The class of oxides cupable of entering into mutual combination 
we will term saline oxides. They fall into two chief groups—at least, 
as regards the most extreme members. The members of one group do not 
combine with each other, but combine with the members of the other 
group. As representative of one group may be taken the oxides of 
the metals, magnesium, sodium, calcium, &c. Representatives of the 
other group are the oxides formed by the non-metals, sulphur, phos- 
phorus, carbon. If we take, for instance, the oxide of calcium or 
lime, and bring it into contact with oxides of the second group, there 
ensues very ready combination. Thus, for instance, if we mix calcium 
oxide with oxide of phosphorus, they combine with great facility, with 
the evolution of much heat. If we pass the vapour of sulphuric an~ 
hydride, obtained by the combination of sulphurous oxide with oxygen, 
over pieces of lime heated to redness, then the sulphuric anhydride is 
absorbed: by the lime, with the formation of a substance called 
calcium sulphate. The oxides of the first kind, which contain 
metals, are termed basic oxides or bases. Lime is a familiar example 
of this class. The oxides of the second group, which are capable of 
combining with the bases, are termed anhydrides of the acids or acid 
oxides. Sulphuric anhydride, SO,, may be taken as a type of the 
group. It is formed by the combination of sulphur with oxygen ; by 
the addition of a fresh quantity of oxygen to the above-mentioned 
sulphurous anhydride, SO,, by passing it and oxygen over incandescent 
spongy platinum. Carbonic anhydride (often termed ‘carbonic acid,’ 
CO,), phosphoric anhydride, sulphurous anhydride, are all acid oxides, 
for they can combine with such oxides as lime or calcium oxide, 
magnesia or magnesium oxide, MgO, soda or sodium oxide, Na,Q, 
Ke. 

If a given element form one basic oxide, it is termed the oaide ; for 
example, calcium oxide, magnesium oxide, potassium oxide. Some 
indifferent oxides are also called ‘oxides’ if they have not the properties 
of peroxides, and at the same time do not show the properties of acid 
anhydrides—for instance, carbonic oxide, of which mention has already 
been made. If an element forms two basic oxides (or two indifferent 
oxides not having the characteristics of a peroxide) then that of the 
lower degree of oxidation is called a suboxide—that is, suboxides contain 
less oxygen than oxides. Thus, when copper is heated to redness in a 
furnace it increases in weight and absorbs oxygen, until for 63 parts 
of copper there is absorbed not more than 8 parts of oxygen by weight, 
forming a red mass, which is suboxide of copper ; but if the roasting 
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be prolonged, and the draught of air be increased, 63 parts of copper 
absorb 16 parts of oxygen, and form black oxide of copper. Some- 
times to distinguish between the degrees of oxidation a change of 
suffix is made in the oxidised element —ic oxide naming the higher 
degree of oxidation, and —ous oxide the lower degree. Thus ferrous 
oxide and ferric oxide are the same as suboxide of iron and oxide of 
iron. This nomenclature is convenient in some cases, but cannot 
always be employed. If an element forms one anhydride only, then it 
is named by an adjective formed from the name of the element made to 
end in —ic and the word anhydride. When an element forms two 
anhydrides, then the suffixes —ows and —ic are used to distinguish 
them : —ous signifying less oxygen than —ic ; for example, sulphurous 
and sulphuric anhydrides.49 When several oxides are formed froin the 
same element, the prefixes mon, di, tri, tetra are used, thus: chlorine 
monoxide, chlorine dioxide, chlorine trioxide, and chlorine tetroxide 
or chloric anhydride. | 
Chemical transformations of the oxides themselves are rarely 
accomplished, and in the few cases where they are subject to such 
changes a particularly important part is played by their combinations 
with water. The majority of, if not ull, basic and acid oxides combine 
with water, either by a direct or an indirect method forming hydrates 
—that is, such compounds as split up into water and an oxide of the 
same kind only. We already know that many substances are cap- 
able of combining with water. Oxides possess this property in the 
highest degree. We have already seen examples of this (Chap. I.) 
in the combination of lime, and of sulphuric and phosphoric anhydrides, 
with water. Hence the results of such combination are basic and acid 
hydrates. Acid hydrates are called acids, because they have an acid 


‘9 It must be remarked that certain elements form oxides of all three kinds—.e., 
indifferent, basic, and acid; for example, manganese forms manganous oxide, mangamic 
oxide, peroxide of manganese, red oxide of manganese, and manganic anhydride, although 
some of them are not known in a free state but only incombination. It is, then, always to be 
remarked that the basic oxide contains less oxygen than the peroxides, and the peroxides 
less than the acid anhydride. Thus they must be placed in the following general normal 
order with respect to the amount of oxygen entering into their composition—(1) basic 
oxides, suboxides, and oxides; (2) peroxides; (3) acid anhydrides. The majority of 
elements, however, do not give all three kinds of oxides, some giving only one degree 
of oxidation. It must further be remarked that there are oxides formed by the combina- 
tion of acid anhydrides with basic oxides, or, in general, of oxides with oxides. For 
every oxide having a higher and a lower degree of oxidation, it might be said that the in- 
termediate oxide was formed by the combination of the higher with the lower oxide. But this 
is not true in all cases—for instance, when the oxide under consideration forms a whole 
series of independent compounds—for oxides which are really formed by the combination 
of two other oxides do not give such independent compounds, but in many cases 
decompose into the higher and lower oxides, 
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taste when dissolved in water (or saliva, for then only can they act on 
the palate). Vinegar, for example, has an acid taste because it contains 
acetic acid dissolved in water. Sulphuricacid, of which we have made 
mention many times, because it is the acid of the greatest importance 
both in practical chemistry and for its technical applications, is really 
a hydrate formed by the combination of sulphuric anhydride with 
water. Besides their acid taste, dissolved acids or acid hydrates have 
the property of changing to red the blue colour of certain vegetable 
dyes. Of these dyes /i¢mus is particularly remarkable and much used. 
It is the blue substance extracted from certain lichens, and is used for 
dyeing tissues blue; it gives a blue infusion with water. This 
infusion, on the addition of an acid, changes from blue to red. 

Basic oxides, in combining with water, form hydrates, of which, 
however, very few are soluble in water. Those which are soluble in 
water have an alkaline taste like that of soap or of water in which ashes 
have been boiled, and are called alkalis. Further, alkalis have the 


Blotting or unsized paper, soaked in a solution of litmus, is usually employed for 
detecting the presence of acids. This paper is cut into strips, and is called test paper ; 
when dipped into acid it immediately turns red. This is a most sensitive reaction, and 
may be employed for testing for the least traces of acids. If 10000 parts by weight of water 
be mixed with 1 part of sulphuric acid, the coloration is distinctly perceptible, and it is 
quite distinguishable on the addition of ten times more water. Certain precautions 
must, however, be taken in the preparation of such very sensitive litmus paper. Litmus 
is sold in lumps. Take, say, 100 grams of it; pound it, and add it to cold pure water in 
a flask. Shake and decant the water. Repeat this three times. This is done to wash 
away easily-soluble impurities, especially alkalis. Transfer the washed litmus to a 
flask, and pour in 600 grams of water, heat, and allow the hot infusion to remain for 
some hours ina warm place. Then filter, and divide the filtrate into two parts. Adda 
few drops of nitric acid to one portion, so that a faint red tinge is obtained, and then 
mix the two portions. Add spirit to the mixture, and keep it thus in a stoppered bottle 
(it soon spoils if left open to the air). This infusion may be emploved directly ; it reddens 
in the presence of acids, and turns blue in the presence of alkalis. If evaporated, a 
solid mass is obtained which is soluble in water, and may be kept unchanged for any 
length of time. The test paper may be prepared as follows :—Take a strong infusion of 
litmus, and soak blotting-paper with it; dry it, and cut it into strips, and use it as test- 
paper for acids. For the detection of alkalis, the paper must be soaked in a solution 
of litmus just reddened by a few drops of acid; if too much acid be taken. the paper will 
not be sensitive. Such acids as sulphuric acid colour litmus, and especially its infusion, 
a brick-red colour, whilst more feeble acids, such as carbonic, give a faint red-wine tinge. 
Test-paper of a vellow colour is also employed; it is dved by an infusion of turmeric roots 
in spirit. In alkalis it turns brown, but regains its original hue in acids. Many blue 
and other vegetable colouring matters may be used for the detection of acids and alkalis; 
for example, infusions of cochineal, violets, log-wood. &c. Certain artificially-prepared 
substances and dyes may also be employed. Thus rosolic acid, C.,H,,05, and 
phenolphthalein, C...H,,0,5, are colourless in an acid, and red in an alkaline, solution. 
Cyanine is alco colourless in the presence of acids, and gives a blue coloration with 
alkalis. These are very sensitive tests. Their behaviour in respect to various acids, 
alkalis and salts sometimes gives the means of distinguishing substances from each 
other. 
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property of restoring the blue colour to litmus which has been reddened 
by the action of acids. The hydrates of the oxides of sodium and 
potassium, NaHO and KHO, are examples of basic hydrates easily 
soluble in water. They are true alkalis, and are termed caustic, because 
they act very powerfully on the skin of animals and plants. Thus 
NaHO is called ‘caustic ’ soda. 

Thus, the saline oxides are capable of combining together and with 
water. Water itself is an oxide, and not an indifferent one, for it can, 
as we have seen, combine with basic and acid oxides ; it is a represen- 
tative of a whole series of saline oxides, intermediate oxides, capable of 
combining with both basic and acid oxides. There are many such 
oxides, which, like water, combine with basic and acid anhydrides—for 
instance, the oxides of aluminium and tin, éc. From this it inay be 
concluded that all oxides might be placed, in respect to their capacity 
for combining with one anvother, in one uninterrupted series, at one 
extremity of which would stand those oxides which do not combine 
with the bases—that is, the alkalis—while at the other end would be 
the acid oxides, and in the interval those oxides which combine with 
one another and with both the acid and basic oxides. The further 
apart are the members of this series the more stable are the compounds 
they form together, the more energetically do they act on each other, 
the greater the quantity of heat evolved in their reaction, and the 
clearer is their saline chemical character. 

We said above that basic and acid oxides combine together, but 
rarely react on each other ; this depends on the fact that the majority 
of them are solids or gases—that is, they occur in the state least prone 
to chemical reaction. The gaseo-elastic state is with difficulty destroyed, 
because it necessitates overcoming the elasticity proper to the gaseous 
particles. The solid state is characterised by the immobility of its 
particles ; whilst chemical action requires contact, and hence a dis- 
placement and mobility. If solid oxides be heated, and especially if 
they be melted, then reaction proceeds with great ease. But sucha 
change of state rarely occurs in nature orin practice. In a few furnace 
processes only is this the case. For example, in the manufacture of 
glass, the oxides contained in it combine together in a molten state. 
But when oxides combine with water, and especially when they form 
hydrates soluble in water, then the mobility of their particles increases 
to a considerable extent, and their reaction is greatly facilitated. Re- 
action then takes place at the ordinary temperature—easily and rapidly ; 
so that this kind of reaction belongs to the class of those which take 
place with unusual facility, and are, therefore, very often taken advan- 
tage of in practice, and also have been and are going on in nature at 
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every step. We will now consider the reactions of oxides in the state 
of hydrates, not losing sight of the fact that water is itself an oxide 
with detinite properties, and has, therefore, no little influence on the 
course of those changes in which it takes part. 

If we take a definite quantity of an acid, and add an infusion of 
litmus to it, it turns red ; the addition of an alkaline solution does not 
at once alter the red colour of the litmus, but on adding more and 
more of the alkaline solution a point is reached when the red colour 
changes to violet, and then the further addition of a fresh quantity of 
the alkaline solution changes the colour to blue. This change of the 
colour of the litmus is a consequence of the formation of a new com- 
pound. This reaction is termed the saturation or neutralisation of 
the acid by the base, or vice verad. The solution in which the acid 
properties of the acid are saturated by the alkaline properties of the 
base is termed a neutral solution. Such a solution, although derived 
from the mixture of a base with an acid, does not, however, exhibit 
either the acid or basic reaction on litmus, yet it preserves many other 
signs of the acid and alkali. It is observed that in such a definite 
admixture of an acid with an alkali, besides the change in the colour 
of litmus, there is a heating effect—1.e., an evolution of heat—which is 
alone sufficient to prove that there was chemical action. And, indeed, 
if the resultant violet solution be evaporated, there separates out, not 
the acid nor the alkali originally taken, but a substance which has 
neither acid nor alkaline properties, but is usually solid and crystal- 
line, having a saline appearance ; this is a salt in the chemical sense of 
the word. Hence it is derived from the reaction of an acid on 
an alkali, and through a definite relation between the acid and 
alkali. The water here taken for solution plays no other part than 
merely facilitating the progress of the reaction. This is seen from the 
fact that the anhydrides of the acids are able to combine with basic 
oxides, and give the same salts as do the acids with the alkalis or 
hydrates. Hence, a salt isa compound of detinite quantities of an 
acid with an alkali. In the latter reaction, water is separated out if 
the substance formed be the same as is produced by the combination of 
anhydrous oxides together.*! Examples of the formation of salts from 
acids and bases are easily observed, and are very often applied in 


$1 That water really is separated in the reaction of acid on alkaline hydrates, may be 
shown by taking some other intermediate hydrate—for inttance, alumina—instead of 
water. Thus, if a solution of alumina in sulphuric acid be taken, it will have, like the 
acid, an acid reaction, and will therefore colour litmus red. If, on the other hand, a 
solution of alumina in an alkali—for instance, potash—be taken, it will huve an alkaline 
reaction, and will turn red litmus blue. On adding the alkaline to the acid solution 
until neither an alkaline nor an acid reaction is produced, a salt is formed, consisting of 
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practice. If we take, for instance, insoluble magnesium oxide, it is 
easily dissolved in sulphuric acid, and on evaporation gives a saline 
substance, bitter, like all the salts of magnesium, and familiar to 
all under the name of Epsom salts, used as a purgative. If a solu- 
tion of caustic soda—which is obtained, as we saw, by the action of 
water on sodium oxide—be poured into a flask in which charcoal has 
been burnt ; orif carbonic anhydride, which is produced under so many 
circumstances, be passed through a solution of caustic soda, then sodium 
carbonate or soda, Na,CO,, is obtained, of which we have spoken several 
times, and which is prepared on a large scale and often used in manu- 
factures. This reaction is expressed by the equation, 2NaHO+CO,= 
Na,CO,;+H,O. Thus, the various bases and acids form an innumer- 
able number of different salts.5? Salts constitute an example of definite 
chemical compounds which, both in the history and practice of science, 


sulphuric anhydride and potassium oxide. In this, as in the reaction of hydrates, an 
intermediate oxide is separated out—namely, alumina. Its separation will be very 
evident in this case, as alumina is insoluble in water, whilst its compounds with the 
acid and alkali, like the compound of an alkali with an acid—t.e.,a salt—are soluble 
in water, and therefore on mixing the solutions of alumina in an acid and an alkali, it is 
precipitated as a gelatinous hydrate. 

53 The mutual interaction of hydrates, and their capacity of forming salts, may be 
taken advantage of for determining the character of such hydrates as are insoluble in 
water. Let us imagine that a given hydrate, whose chemical character is unknown, is 
insoluble in water. It is therefore impossible to test its reaction on litmus. It is then 
mixed with water, and an acid—for instance, sulphuric acid—is added to the mixture. If 
the hydrate taken be basic, reaction will take place, either directly or by the aid of 
heat, with the formation of a salt. In certain cases, the resultant salt is soluble in 
water, and this will at once show that combination has taken place between the 
insoluble basic hydrate and the acid, with the formation of a soluble saline substance. In 
those cases where the resultant salt is insoluble, still the water loses its acid reaction, 
and therefore it may be ascertained, by the addition of an acid, whether a given 
hydrate has a basic character, like the hydrates of oxide of copper, lead, &c. If 
the acid does not act on the given insoluble hydrate (at any temperature), then 
it has not a basic character, and it should be tested as to whether it has an acid 
character. This is done by taking an alkali, instead of the acid, and by observing 
whether the unknown hydrate then dissolves, or whether the alkaline reaction dis- 
appears. Thus it may be proved that hydrate of silica is acid, because it dissolves in 
alkalis and not in acids. If it be a case of an insoluble intermediate hydrate, then it 
will be observed to react on both the acid and alkali. Hydrate of alumina is an 
instance in question, which is soluble both in caustic potash and in sulphuric acid. 
But it must be remarked that intermediate oxides, in an anhydrous state, often 
evince great resistance to the formation of saline compounds. Thus alumina or 
aluminium oxide, in the anhydrous form in which it is met with in nature, and which 
forms a crystalline substance, is insoluble in this form both in solutions of alkalis and 
of acids. In order to convert it into a soluble form, it must be ground into a fine 
powder and fused together with certain acid compounds, which are unchanged by 
heat, such as acid potassium sulphate. 

The degree of affintty or chemical energy proper to oxides and their hydrates is very 
dissimilar; some extreme members of the series have it to a great extent. When acting 
on each other they evolve a large quantity of heat, and when acting on intermediate 
hydrates they also evolve heat to a considerable degree, as we saw in the combi- 


188 PRINCIPLES OF CHEMISTRY 


are most often cited as confirming the conception of detinite chemical 
compounds. Indeed, all the indications of a definite chemical combina- 
tion are clearly seen in the formation and properties of salts. Thus, 
salts are produced with a definite proportion of oxides, heat is evolved 
in their formation,** and the character of the oxides and many of their 
physical properties are hidden in salts. Thus, when gaseous carbonic 
anhydride combines with a base to form a solid salt, the elasticity of 
the gas quite disappears in its passage into the salt.54 

Judging from the above, a salt is a compound of basic and 


nation of lime and sulphuric anhydride with water. When extreme oxides combine they 
form stable salts, which are difficultly decomposed, and often show characteristic proper- 
ties. The compounds of the intermediate oxides with each other, or even with basic and 
acid oxides, present a very different case. However much alumina we may dissolve 
in sulphuric acid, we cannot saturate the acid properties of the sulphuric acid, the 
resulting solution will always have an acid reaction. So also, whatever quantity of 
alumina is dissolved in an alkali, the resulting solution will always present an alkaline 
reaction. 

55 In order to give an idea of the quantity of heat evolved in the formation of salts, 
IT append a table of data for very dilute aqueous solutions of acids and alkalis, accord- 
ing to the determinations of Berthelot and Thomsen. The figures are given in major 
calories—that is, in thousands of units of heat. Hence, 49 grams of sulphuric acid, 
H..SO,, taken in a dilute aqueous solution, when mixed with such an amount of a weak 
solution of caustic soda, NaHO, that a neutral salt is formed (when all the hydrogen of 
the acid is replaced by the sodium), evolves 15800 units of heat. A star signifies the 
formation of an insoluble salt. 


49 parts of 63 partsof | 49 parts of 63 parts of 
H,SO, HNO, H,SO, HNO, 
NaHO : . 158 13°7 MgO . : . 156 18°8 
KHO. ‘ . 15°7 13°8 FeO . j ~ 123°5 10°7 (?) 
NH; . , . 145 12°5 ZnO . z . 1217 9°8 
CaO . : . 156 13°9 Fe.0O; . OF 5°9 
BaO . ; . 18°4* 13°9 


These figures cannot be considered as the heat of neutralisation, because the water 
here plays an important part. Thus, for instance, sulphuric acid and caustic soda in 
dissolving in water, evolve very much heat, and the resultant sodium sulphate very little; 
consequently, the heat evolved in an anhydrous state will be different from that ina 
hydrated state. Those acids which are not energetic in combining with the same quan- 
tity of alkalis as is required for the formation of normal salts of sulphuric or nitric 
acids always, however, give less heat. For example, with caustic soda: carbonic acid 
gives 10°2, hydrocyanic 2°9, hydrogen sulphide 3°9. And as feeble bases (for example, 
Fe.,O;) also evolve less heat than those which are more powerful, so a certain general 
correlation between thermochemical data and the conception of the measure of affinity 
shows itself here, as in other cases (see Chap. II., Note 7), which does not, however, give 
any reason for judging of the measure of the affinity which binds the elements of salts 
by the heat of the formation of salts in dilute solutions. This is rendered especially 
clear from the fact that water is able to decompose many salts, and is separated in their 
formation. 

°¢ Carbonic anhydride evolves heat in dissolving in water. The solution easily dis- 
sociates and evolves carbonic anhydride, according to the law of Henry and Dalton (see 
Chap. L, p. 78). In dissolving in caustic soda, it either gives a normal salt, Na,COs, 
which does not evolve carbonic anhydride, or an acid salt, NaHCOs;, which, in disso- 
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acid oxides, or the result of the action of hydrates of these classes 
on each other. with separation of water. But salts may be obtained 
by other methods. Let us not forget that basic oxides are formed 
by metals, and acid oxides often by non-metals. But metals and 
non-metals are capable of combining together, and a salt is frequently 
formed by the oxidation of such a compound. For example, iron very 
easily combines with sulphur, forming iron sulphide (as we saw in the 
Introduction) ; this in air, and especially moist air, absorbs oxygen, 
with the formation of the same salt as may be obtained by the combina- 
tion of the oxides of iron and sulphur, or of the hydrates of these 
oxides. Hence, it cannot be said cr supposed that a salt contains 
the principles of the oxides, or that a salt must necessarily contain two 
kinds of oxides in itself. The same conclusion may be arrived at by 
investigating the different other methods of the formation of salts— 
thus, for instance, many salts enter into double decomposition with the 
metals, in which case the acting metal replaces that which originally 
occurred in the salt. As we saw in the Introduction, iron, when placed 
in a solution of copper sulphate, separates out the copper, and forms 
an iron salt. Thus, the derivation of salts from oxides, is only 
one of the methods of their preparation, there being many others, 
and, therefore, it cannot be affirmed that a salt is simply the compound 
of two oxides. We saw, for instance, that in sulphuric acid it was 
possible to replace the hydrogen by zinc, and that by this means zinc 
sulphate was formed ; so likewise the hydrogen in many other acids 
may be replaced by zinc, iron, potassium, sodium, and a whole series of 
similar metals, corresponding salts being obtained. The hydrogen in 
the water of the acid, in this case, is exchanged for a metal, and a salt 
is obtained from the hydrate. In this sense of a salt it may be said, 
that a salt 1s an acid in which hydrogen is replaced by a metal. Such 
- a definition will be much niore exact than that previously given, for it 
refers directly to elements and not to their compounds with oxygen. 
It shows that a salt and an acid are essentially compounds of the same 
series, with the difference that the latter contains hydrogen and the 
former a metal. Such a definition is still more exact than the first 
definition of salts in respect to its referring likewise to those acids 
which do not contain oxygen, and, as we shall afterwards learn, there 
is a series of such acids. Such elements as chlorine and bromine form 


ciating, evolves carbonic anhydride. The same gas, when dissolved in solutions of salts, 
acts in one or theother manner (see Chap. II., Note 38). Here it is seen what a successive 
series of relations exists between compounds of a different order, between sub- 
stances of different degrees of stability. Were solutions distinctly separated from 
chemical compounds, we should not be able to see those natural transitions which exist 
in reality. 
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compounds with hydrogen, in which the hydrogen may be replaced by 
a metal forming substances which, in their reactions and external 
characters, resemble the salts formed from oxides. Table salt, NaCl, 
is an example of this. It may be obtained by the replacement of hydro- 
gen in hydrochloric acid, HCl, by the metal sodium, just as sulphate 
of sodium, Na,SO,, may be obtained by the replacement of hydrogen 
in sulphuric acid, H,SO,, by sodium. The exterior appearance of the 
resulting products, their neutral reaction, and even their saline taste, 
show their mutual resemblance ; as the acid reaction, the property of 
saturating bases, the capacity of exchanging their hydrogen for some 
metal, and the acid taste, show the common properties belonging to 
hydrochloric and sulphuric acids. 

To the fundamental properties of salts yet another must be added— 
namely, that they are more or less decomposed by the action of a galvanic 
current. The results of this decomposition are very different, accord- 
ing to whether the salt be taken in a fused or dissolved state. But 
the decomposition may be so represented, that the metal appears at the 
electro-negative pole (like hydrogen in the decomposition of water, or 
its mixture with sulphuric acid), and the remaining parts of the salt 
appear at the electro-positive pole (where the oxygen of water appears). 
If, for instance, an electric current acts on an aqueous solution of sodium 
sulphate, then the sodium appears at the negative pole, and oxygen 
and the anhydride of sulphuric acid at the positive pole. But in the 
solution itself the result is different, for sodium, as we know, decom- 
poses water with evolution of hydrogen, forming caustic soda ; conse- 
quently hydrogen will be evolved, and caustic soda appear at the 
negative pole: while at the positive pole the sulphuric anhydride 
immediately combines with water and forms sulphuric acid, and there- 
fore oxygen will be evolved and sulphuric acid formed round this 
pole.*> In other cases, when the metal separated is not able to decom- . 
pose water, it will be deposited in a free state. Thus, for example, in 
the decomposition of copper sulphate, copper separates out at the 
cathode, and oxygen and sulphuric acid appear at the anode, and 
if a copper plate be attached to the positive pole, then the oxygen 
evolved will oxidise the copper, and the oxide of copper will dissolve in 
the sulphuric acid which is formed around this pole ; hence the copper 
will be dissolved at the positive, and deposited at the negative, pole— 


55 This kind of decomposition may be easily observed by pouring a solution of sodium 
sulphate in a U-shaped tube and inserting electrodes in both branches. If the solution 
be coloured with an infusion of litmus, it will easily be seen that it turns blue round the 
electro-negative pole, owing to the formation of sodium hydroxide, and red at the 
electro-positive pole, from the formation of sulphuric acid. 
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that is, a transfer of copper from the positive to the negative pole 
ensues. The galvanoplastic art (electrotyping) is based on this 
principle.*® Therefore the most radical and general properties of salts 
(including also such salts as table salt, which contains no oxygen) may 
be expressed by representing the salt as composed of a metal M and a 
haloid X—that is, by expressing the salt by MX. In common table 
salt the metal is sodium, and the haloid an elementary body, chlorine. 
In sodium sulphate, Na,SO,, sodium is again the metal, but the 
complex group, SO,, is the haloid. In sulphate of copper, CuSO,, the 
metal is copper, and the haloid the same as in the preceding salt. 
Such a representation of salts expresses with great simplicity the 
capacity of every salt to enter into saline dowble decompositions with 
other salts ; consisting in the mutual replacement of the metals in the 
salts. This exchange of their metals forms the fundamental property 
of salts. If there be two salts with different metals and haloids, and 
they be in solution or fusion, or any other manner, brought into con- 
tact, then the metals of these salts will always partially or wholly 
exchange places. If we designate one salt by MX, and the other by 
NY, then we either partially or wholly obtain from them new salts, 
MY and NX. Thus we saw in the Introduction, that on mixing 
solutions of table salt, NaCl, and silver nitrate, AgNO 3, a white 
insoluble precipitate of silver chloride, AgCl, is formed, and a new salt, 
sodium nitrate, NaNO,, is obtained in solution. If the metals of salts 
exchange places in reactions of double decomposition, it is clear that 
metals themselves, taken in a separate state, are able to act on salts, as 
zinc evolves hydrogen from acids, and as iron separates copper from 
copper sulphate. When, to what extent, and which metals displace each 
other, and how the metals are distributed between the haloids, all this we 
will discuss later on, guided by those reflections and deductions which 
Berthollet introduced into the science at the beginning of this cen- 
tury. 

According to the above observations, an acid is nothing more than 
a salt of hydrogen. Water itself may be looked on as a salt in which 


56 In other cases the decomposition of salts by the electric current may be accom- 
panied by much more complex results. Thus, when the metal of the salt is capable of a 
higher degree of oxidation, such a higher oxide may be formed at the positive pole by 
the oxygen which is evolved there. This takes place, for instance, in the decomposition 
of salts of silver and manganese by the galvanic current, peroxides of these metals being 
formed. If the metal separated at the negative pole acts on a salt occurring in the 
solution, then it may do so at this pole, and in this manner the phenomena of the action 
of a current on a salt are in many cases rendered remarkably complicated. But all the 
phenomena as yet known may be expressed by the above law—that the current decom- 
poses salts into metals, which appear at the negative pole, and into the remaining com- 
ponent parts, which appear at the positive pole. 
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the hydrogen is combined with either oxygen or the aqueous radicle, 
OH ; water will then be HOH, and alkalies or basic hydrates, MOH. 
The group OH, or the aqueous radicle, otherwise called hydroxyl, may 
be looked on as a haloid like the chlorine in table salt, not only because 
the element Cl] and the group OH very often change places, and com- 
bine with one and the same element, but also because free chlorine is 
very similar in many respects and reactions to peroxide of hydrogen, 
which is the same in composition as the aqueous radicle, as we shall after- 
wards see. Alkalis and basic hydrates are also salts consisting of a 
metal and hydroxyl—for instance, caustic soda, NaOH ; this is therefore 
termed sodium hydroxide. According to this view, acid salts are those 
in which a portion only of the hydrogen is replaced by a metal, and a 
portion of the hydrogen of the acid remains. Thus sulphuric (H,SO,) 
acid with sodium not only gives the norma] salt Na,SO,, but also an 
acid salt, NaHSO,. <A basic salt is one in which the metal is com- 
bined not only with the haloids of acids, but also with the aqueous radicle 
of basic hydrates—for example, bismuth gives not only a normal salt. 
of nitric acid, Bi(NO,)3, but also basic salts like Bi(OH),.(NO;). As 
basic and acid salts corresponding with the oxygen acids contain 
hydrogen and oxygen, they are therefore able to part with these as 
water and to give anhydro-salts, which it is evident will be equal to 
compounds of normal salts with anhydrides of the acids or with bases. 
Thus tke above-mentioned acid sodium sulphate corresponds with 
the anhydro-salt, Na,8,0,, equal to 2NaHSQ,, less H,O. The loss 
of water is here, and frequently in other cases, brought about by 
heat alone, and therefore such salts are frequently termed pyro-salts— 
for instance, the preceding is sodium pyrosulphate (Na,S,O-), or it may 
be regarded as the normal salt Na,SO, + sulphuric anhydride, SO;. 
Double salts are those which contain either two metals, K Al(SO,),, or 
two haloids.*” 

57 The above-enunciated generalisation of the conception of salts as compounds of 
the metals (simple, or compound like ammonium, NH,), with the haloids (simple, like 
chlorine, or compound, like cyanogen, CN, or the radicle of sulphuric acid, 8O,), capable 
of entering into double saline decomposition, which is in accordance with the general 
data respecting salts, was only formed little by little after a succession of most varied 
propositions as to the chemical structure of salts. 

Salts belong to the class of substances which have long been known in practice, and 
therefore were studied in many respects from very far back. At first, however, no dis- 
tinction was made between the conceptions of salts, acids, and bases. Glauber prepared 
many «artificial salts during the latter half of the seventeenth century. Up to that time 
the majority of salts were obtained from natural sources, and that salt which we have 
already mentioned several times—namely, sodium sulphate—was named Glauber’s salt 
after this chemist. Rouelle distinguished normal, acid, and basic salts, and showed their 


action on vegetable dyes, still he confounded many salts with acids (by the way, we ought 
now to call every acid salt un acid, because it contains hydrogen, which may be replaced 
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Inasmuch as oxygen compounds predominate in nature, it should 
be expected, from what has been said above, that the occurrence of 
salts, rather than of acids or bases, would be most frequent in nature, 
for the latter on meeting, especially under the medium of the all-per- 


by metals—that is, it is the hydrogen of an acid). Baumé disputed Rouelle’s opinion 
concerning the subdivision of salts, contending that normal salts only are true salts, and 
that basic salts are simple mixtares of normal salts with bases and acid salts with acids, 
considering that washing alone could remove the base or acid from them. Rouelle, in the 
middle of the last century, however, rendered a great service to the study of salts and 
the diffusion of knowledge respecting this class of compounds in his attractive lectures. 
He, like the majority of the chemists of that period, did not employ the balance in his 
researches, but satisfied himself with purely qualitative data. The first quantitative 
researches on salts were carried on by Wenzel about this time. He was the director of 
the Freiburg mines, in Saxony. Wenzel studied the double decomposition of salts, and 
he observed that in the double decomposition of neutral salts a neutral salt was always 
obtained. He proved, bya method of weighing, that this is due to the fact that the satura- 
tion of a given quantity of a base requires such relative quantities of different acids as are 
capable of saturating every other base. Having taken two neutral salts—for example, 
sodium sulphate and calcium nitrate—let us mix their solutions together. Double 
decomposition takes place, because the almost insoluble calcium sulphate is formed. 
However much we might add of each of the salts, the neutral reaction will still be pre- 
served, consequently the neutral character of the salts is not destroyed by the inter- 
change of metals; that is to say, that quantity of sulphuric acid which saturated the 
sodium is sufficient for the saturation of the calcium, and that amount of nitric acid 
which saturated the calcium is enough to saturate the sodium contained in combination 
with sulphuric acid in sodium sulphate. Wenzel was even convinced that matter does 
not disappear in nature, and on this principle he corrects, in his Doctrine of Affinity, 
the results of his experiments when he remarked that he obtained less than he had origi- 
nally taken. Although Wenzel deduced the law of the double decomposition of salts 
quite correctly, he did not determine those quantities in which acids and bases act on 
each other. This was done quite at the end of the last century by Richter. He deter- 
mined the quantities by weight of the bases which saturate acids and of the acids which 
saturate bases, and he obtained comparatively correct results, although his conclusions 
were not correct, for he states that the quantity of a base saturating a given acid varies 
in arithmetical progression, and the quantity of an acid saturating a given base in geo- 
metrical progression. Richter studied the deposition of metals from their salts by other 
metals, and observed that the neutral reaction of the solution is not destroyed by this 
exchange. He also determined the quantities by weight of the metals replacing one 
another in salts. He showed that copper displaces silver from its salts, and that zinc 
displaces copper and a whole series of other metals. Those quantities of metals which 
were capable of replacing one another were termed equivalents. 

Richter’s teaching found no followers, because, although he fully believed in the dis- 
coveries of Lavoisier, yet he still held to the phlogistic reasonings which rendered his 
expositions very obscure. The works of the Swedish savant Berzelius freed the facts 
discovered by Wenzel and Richter from the obscurity of former conceptions, and led to 
their being explained in accordance with Lavoisier’s views, and in the sense of the law 
of multiple proportions which had already been discovered by Dalton. On applying to 
salts those conclusions which Berzelius arrived at by a whole series of researches of re- 
markable accuracy, we are obliged to acknowledge the following law of equivalents— 
one part by weight of hydrogen in an acid 18 replaced by the corresponding equivalent 
weight of any metal; and, therefore, when metals replace each other their weights are in 
the same ratio as their equivalents. Thus, for instance, one part by weight of hydrogen 
is replaced by 28 parts of sodium, 39 parts of potassium, 12 parts of magnesium, 20 parts 
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vading water, form salts. And, indeed, salts are found everywhere 
in nature. In animals and plants they occur, although in but small 


of calcium, 28 parts of iron, 108 parts of silver, 83 parts of zinc, &c.; and therefore, if zinc 
replaces silver, then 33 parts of zinc will take the place of 108 parts of silver, or 33 parts 
of zinc will be substituted by 28 parts of sodium, «c. 

The doctrine of equivalents would be precise and simple did every metal only give 
one oxide or one salt. It is rendered complicated from the fact that many metals form 
several oxides, and consequently offer different equivalents in their different degrees of 
oxidation. For example, there are oxides containing iron in which its equivalent is 
28—this is in the salts formed by the suboxide; and there is another series of salts 
in which the equivalent of iron equals 18—which contain less iron, and conse- 
quently more oxygen, and correspond with a higher degree of oxidation—ferric 
oxide. It is true that the former salts are easily formed by the direct action of 
metallic iron on acids, and the latter only by a further oxidation of the compound 
formed already; but this is not always so. In the case of copper, mercury, and 
tin, under different circumstances, there are formed salts which correspond with 
different degrees of oxidation of these metals, and many metals have two equivalents 
in their different salts—that is, in sults corresponding with the different degrees of 
oxidation. Thus it is impossible to endow every metal with one definite equivalent 
weight. Therefore the conception of equivalents, while playing an important part 
froin an historical point of view, appears, with a fuller study of chemistry, to be but an 
incidental conception, subordinate to a higher one, with which we shall afterwards 
become acquainted. 

The fate of the theoretical views of chemistry was for a long time bound up with 
the history of salts. The clearest representation of this subject dates back to 
Lavoisier, and was very severely developed by Berzelius. This representation is called 
the binary theory. All compounds, and especially salts, are represented as consisting 
of two parts. Salts are represented as a compound of vn basic oxide (a base) and an 
acid (that is, an anhydride of an acid, then termed an acid), whilst hydrates are repre- 
sented xs compounds of anhydrous oxides with water. They employed such an expres- 
sion not only to denote the most usual method of formation of these substances (which 
would be quite true), but also to express that internal distribution of the elements by 
which they proposed to explain all the properties of these substances. They supposed 
copper sulphate to contain two most intimate component parts—copper oxide and 
sulphuric anhydride. This isan hypothesis. It arose from the so-called electro-chemical 
hypothesis, which supposed the two component parts to be held in mutual union, 
because one component (the anhydride of the acid) has electro-negative properties, and 
the other (the base in salts) electro-positive. Both parts are attracted together, like 
substances having opposite electrical charges. But as the decomposition of salts in a 
state of fusion by an electric current always gives a metal, therefore the representation 
of the constitution and decomposition of salts, called the hydrogen theory of acids, is 
more probable than that considering salts as made up of a base and an anhydride of 
an acid. But the hydrogen theory of acids is also a binary hypothesis, and does not 
even contradict the electro-chemical hypothesis, but is rather a modification of it. 
The binary theory dates from Rouelle and Lavoisier, the electro-chemical representation 
was developed with great power by Berzelius, and the hydrogen theory of acids is due 
to Davy and Liebig. 

These hypothetical representations simplified and generalised the study of a com- 
plicated subject, and gave support to arguments, but when salts were in question it 
was equally convenient to follow one or the other of these hypotheses. But these 
theories were brought to bear on all other substances, on all compound substances. 
Those holding the binary and electro-chemical hypotheses searched for two anti-polar 
component parts, and endeavoured to express the process of chemical reactions by electro- 
chemical and similar differences. If zinc replaces hydrogen, they concluded that it is 
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amount, because, as forming the last stage of chemical reaction, they 
are capable of only a few chemical transformations, the energy of the 
elements being evolved (passing into heat) both in the formation of 
oxides and in their mutual combinations ; hence in salts there re- 
mains but little energy. Organisms are bodies in which a series of 
uninterrupted, varied, and active chemical transformations proceed, 
whilst salts, which only enter into double decompositions between 
each other, are incapable of such changes. But organisms always 
contain salts. Thus, for instance, bones contain calcium phosphate, 
the juice of grapes, potassium tartrate (cream of tartar), certain 
lichens, calcium oxalate, and the shells of mollusca, calcium car- 
bonate, &c. As regards water and soil, portions of the earth in 
which the chemical processes are less active, they are full of salts. 
Thus the waters of the oceans, and all others (Chap. I.), abound in 
salts, and in the soil, in the rocks of the earth’s crust, in the up- 
heaved lavas, and in the falling meteorites the salts of silicic acid, and 


more electro-positive than hydrogen, whilst they forgot that hydrogen may, under different 
circumstances, displace zinc—for instance, at a red heat. Chlorine and oxygen were con- 
sidered as being of opposite polarity to hydrogen because they easily combine with it, whilst 
one and the other are capable of replacing hydrogen, and, what is very characteristic, in 
the replacement of hydrogen by chlorine in carbon compounds, not only does the 
chemical character often remain unaltered, but even the external form remains un- 
changed, as Laurent and Dumas demonstrated. These considerations undermine the 
binary theory, and especially the electro-chemical system. An explanation of known 
reactions then began to be sought for not in the difference of the polarity of the 
different substances, but in the joint influences of all the elements on the properties of 
the compound formed. This is tlie reverse of the preceding hypotheses. 

This reversal was not, however, limited to the destruction of the tottering founda- 
tions of the preceding theory; it projected a new doctrine, and laid the foundation for 
the whole contemporary direction of our science. This doctrine may be termed the 
unitary theory—that is, it is such as strictly acknowledges the joint influences of the ele- 
ments in a compound substance, denies the existence of separate and contrary components 
in them, regards copper sulphate, for instance, as a strictly definite compound of copper, 
sulphur, and oxygen ; then secks for compounds which are analogous in their properties, 
and, placing them side by side, endeavours to express the influence of each element on 
the united properties of its compound. In the majority of cases it arrives at systems of 
consideration similar to those which are obtained by the above-mentioned hypotheses 
but in certain special cases the conclusions of the unitary theory are in entire opposition 
to the binary theory and its consequences. Cases of this kind are most often met with 
in the consideration of compounds of a more complex nature than salts, especially 
organic compounds containing hydrogen. But it is not in this revolution from an 
artificial to a natural system, important as it is, that the chief service and strength of 
the unitary doctrine lies. By a simple review of the vast store of data regarding the 
reactions of typical substances, it succeeded from its first appearance in establishing a 
new and important law, it introduced a new conception into science--namely, the 
conception of molecules, with which we shall soon become acquainted. The deduction 
of the law and of the conception of molecules has been verified by facts in a number of 
cases, and was the cause of the majority of chemists of our times deserting the binary 
theory and accepting the unitary theory, which forms the basis of the present work. 
Laurent and Gerhardt must be looked on as the propagators of this doctrine. 


o 2 


196 PRINCIPLES OF CHEMISTRY 


especially its double salt of potassium and aluminium, predominate. 
Saline substances also make up the composition of those limestones 
which often form mountain chains and whole thicknesses of the earth’s 
strata, these consisting of calcium carbonate, CaCQ3. 

Thus we have seen oxygen in a free state and in various compounds 
of different degrees of stability, from the unstable salts, like Berthollet’s 
salt and nitre, to the most stable silicon compounds, such as exist in 
granite. We saw an entirely similar gradation of stability in the com- 
pounds of water and of hydrogen. In all its aspects oxygen, as an 
element, as a substance, remains the same in itself in the most varied 
chemical states, just as a substance may appear in different physical 
(aggregate) states. But our notion of the immense variety of the 
chemical states in which oxygen can occur would not be completely 
understood if we did not make ourselves acquainted with it in the 
form in which it occurs in ozone and peroxide of hydrogen. In these 
it is most active, its energy seems to have increased. Then the fresh 
aspects of chemical correlations, and the variety of the forms in which 
matter can appear, stand out clearly. We will therefore consider these 
two substances somewhat in detail. 
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CHAPTER IV 


OZONE AND HYDROGEN PEROXIDE. DALTON’S LAW 


Van-Maroum, during the last century, observed that oxygen in a glass 
tube, when subjected to the action of a series of electric sparks, acquired 
a peculiar smell and the property of combining with mercury at the 
ordinary temperature. This was afterwards confirmed by a number of 
fresh experiments. Even in.the simple revolution of an electrical 
machine, when electricity diffuses into the air or passes through it, the 
peculiar and characteristic smell proper to ozone, proceeding from 
the action of the electricity on the oxygen of the atmosphere, is 
recognised. In 1840 Prof. Schénbein, of Basle, turned his attention 
to this odoriferous substance, and showed that it is also formed, 
with the oxygen evolved at the positive pole, in the decomposition of 
water by the action of a galvanic current ; in the oxidation of phos- 
phorus in damp air, and also in the oxidation of a number of 
substances, in consequence of which it is found in the atmosphere, 
although it is distinguished for its instability and capacity for oxidis- 
ing other substances. The characteristic smell of this substance (which 
is always mixed with unaltered oxygen) gave it its name, from the Greek 
ofw, ‘to emit an odour.’ Schénbein pointed out the characteristic pro- 
perties of ozone, and especially its power of oxidising many substances, 
even silver, acting like oxygen, but with this difference—that there are 
a number of substances on which oxygen does not act at the ordinary 
temperature, whilst ozone does so very energetically. It will be 
enough to point out, for instance, that it oxidises silver, mercury, 
charcoal, and iron with great energy at the ordinary temperature. It 
might be thought that ozone was some new substance, simple or com- 
pound, as it was at first supposed to be; but careful observations 
made in this direction have long led to the conclusion that ozone is 
noth ing but oxygen altered in its properties. This is most strikingly 
proved by the complete transformation of oxygen containing ozone into 
ordinary oxygen when it is passed through a tube heated to 250°. 
Further, at a low temperature pure oxygen gives ozone when electric 
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sparks are passed through it (Marignac and De la Rive). Hence it is 
proved, by a method for its preparation from oxygen and by a method of 
its transformation into oxygen (synthesis and analysis), that ozone is that 
same oxygen with which we are already acquainted, only endowed with 
particular properties and in a particular state. However, by whatever 
method it be obtained, the amount of it contained in the oxygen is 
inconsiderable, generally only a few fractions of a per cent., rarely 
2 per cent., and only under very propitious circumstances as much as 
20 per cent. The reason of this must be looked for first in the fact 
that ozone in its formation from oxygen absorbs heat. If any substance 
be burnt in a calorimeter at the expense of ozonised oxygen, then more 
heat is evolved than when itis burnt in ordinarv oxygen, and Berthelot 
showed that this difference is very large—namely, 29600 heat units 
correspond with every forty-eight parts by weight of ozone. This 
signifies that the transformation of forty-eight parts of oxygen into 
ozone 18s accompanied by the absorption of this quantity of heat, and 
that the reverse process evolves this quantity of heat. Therefore the 
passage of ozone into oxygen should take place easily (as an exother- 
mal reaction), like combustion ; and this is proved by the fact that at 
250° ozone entirely disappears, forming oxygen. Any rise of tempera- 
ture may thus bring about the breaking up of ozone, and as a rise of 
temperature takes place in the action of an electrical discharge, 
therefore there are in an electric discharge the conditions both for the 
preparation of ozone and for its destruction. Hence it is clear that 
the transformation of oxygen into ozone, us a reversible reactwon, 
has a limit when a state of equilibrium is arrived at between the 
products of the two opposite reactions, that the phenomena of this 
transformation accord with the phenomena of dissociation, and that a 
fall of temperature should aid the formation of a large quantity of 
ozone.! Further, it is evident, from what has been said, that the best 
way of preparing ozone is not by electric sparks,? which raise the 

1 This conclusion, deduced by me as far back as 1878 (Moniteur Sctentifique) by 
conceiving the molecules of ozone (see later) as more complex than those of oxygen, and 
ozone as containing a greater quantity of heat than oxygen, has been proved experi- 
mentally by the researches of Mailfert (1880), which showed that the passage of a silent 
discharge through a litre of oxygen at 0° may form up to 14 milligrams of ozone, and at 
— 30° up to 60 milligrams ; but best of all in the determinations of Chappuis and Haute- 
feuille (1880), who found that at a temperatire of — 25° a silent discharge converted 20 p.c. 
of oxygen into ozone, whilst at 20° it was impossible to obtain more than 12 p.c., and at 100° 
less than 2 p.c. of ozone was obtained. 

2 A series of electric sparks may be obtained either by an ordinary electrical machine, 
the electrophorous machines of Holtz and Teploff, &c., Leyden jars, Ruhmkorff coils, or 
similar means, when the opposite electricities are able to accumulate at the terminals 


of conductors, and a discharge of sufficient electrical intensity passes through the non- 
conductors air or oxygen. 
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temperature, but by the employment of a continual discharge or 
flow of electricity—that is, to transform the oxygen by the action 
of a silent discharges For this reason all ozonwers (which are of 
most varied construction), or forms of apparatus for the preparation of 
ozone from oxygen (or air) by the action of electricity, now usually 
consist of conductors (sheets of metal—for instance, tinfoil—or a solution 
of sulphuric acid with chromic acid, &c.) separated by thin glass 
surfaces placed at short distances from each other, and between which 


Fig. 37.—Siemens’ apparatus for preparing ozone by means of a silent discharge. 


the oxygen or air to be ozonised is introduced and subjected to the 
action of a silent discharge.‘ Thus in Siemens’ apparatus (fig. 37) the 


5 A silent discharge is such a combination of opposite statical (potential) electricities 
as takes place (generally between large surfaces) regularly, without sparks, slowly, and 
quietly (us in the dispersion of electricity). The discharge is only luminous in the dark ; 
there is no observable rise of temperature, and therefore a larger amount of ozone is 
formed. But, nevertheless, on continuing the passage of a silent discharge through 
ozone it is destroyed. For the action to be observable a large surface is necessary, and 
consequently a powerful source of electrical potential. For this reason the silent dis- 
charge is best produced by a Ruhmkorff coil, as the most handy means of obtaming a 
considerable potential of statical electricity with the employment of the comparatively 
feeble current of a galvanic battery. . 

4 V. Babo's apparatus was one of the first constructed for ozonising oxygen by means 
of a silent discharge (and it is still one of the best). It is composed of a number (twenty 
and more) of long, thin capillary glass tubes closed at one end. A platinum wire, ex- 
tending along their whole length. is introduced into the other end of each tube, and this 
end is then fused up round the wire, the end of which protrudes outside the tube. 
The protruding ends of the wires are arranged alternately in two sides in such a manner 
that on one side there are ten closed ends and ten wires. A bunch of such tubes (forty 
should make a bunch of not more than 1 c.m,. diameter) is placed in a glass tube, and 
the ends of the wires are connected into two conductors, and are fused to the ends of the 
surrounding tube. The discharge of a Ruhmkorff coil is passed through these ends of 
the wires, and the dry air or oxyyen to be ozonised is passed through the tube. If 
oxygen be passed through, ozone is obtained in large quantities, and free from oxides of 
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exterior of the tube a and the interior of the tube 5 c are coated with 
tinfoil and connected with the poles of a source of electricity (with the 
terminals of a Ruhmkorff’s coil). A silent discharge passes through the 
thin walls of the glass cylinders a and 0 c over all their surfaces, and 
consequently, if oxygen be passed through the apparatus by the tube d, 
fused into the side of a, it will be ozonised in the annular space between 
aand6c. The ozonised oxygen escapes by the tube e, and may be 
introduced into any other apparatus.* 

The propertres of ozone obtained by such a method® distinguish it 
in many respects from oxygen. Ozone very rapidly decolorises indigo, 
litmus, and many other dyes by oxidising them. Silver is oxidised by 
it at the ordinary temperature, whilst oxygen is not able to oxidise 
silver even at high temperatures ; a bright silver plate rapidly turns 


nitrogen, which are partially formed when air is acted on. It is remarked that at low | 
temperatures ozone is formed in large quantities. As ozone is acted on by corks and 
india-rubber, the apparatus should be made entirely of glass. With a powerful Ruhmkorff 
coil and forty tubes the ozonation is so powerful that the gas, when passed through a 
solution of iodide of potassium, not only sets the iodine free, but even oxidises it into 
potassium iodate, so that in five minutes the gas-conducting tube is choked up with 
crystals of the insoluble iodate. 

> In order to connect the ozoniser with any other apparatus it is impossible to make 
use of india-rubber, mercury, or cements, &c., because they are themselves acted on by, 
and act on, ozone. All connections must, as was first proposed by Brodie, be hermetically 
closed by sulphuric acid, which is not acted on by ozone. Thus, a cork is passed over 
the vertical end of a tube, over which a wide tube passes so that the end of the first tube 
protrudes above the cork; mercury is first poured over the cork (to prevent its being 
acted on by the sulphuric acid), and then sulphuric acid is poured over the mercury. 
The protruding end of the first tube is covered by the lower end of a third tube immersed 
in the sulphuric acid. 

6 The above-described method is the only one which has been well investigated. The. 
admixture of nitrogen, or even of hydrogen, and especially of silicon fluoride, appears to 
aid the formation and preservation of ozone. Amongst other methods for preparing 
ozone we may mention the following :—1. In the action of oxygen on phosphorus at the 
ordinary temperature a portion of the oxygen is converted into ozone. At the ordinary 
temperature a stick of phosphorus, partially immersed in water and partially in air ina 
large ylass vessel, causes the air to acquire the odour of ozone. It must further be 
remarked that if the air be left for long in contact with the phosphorus, or without the 
presence of water, the ozone formed is destroyed by the phosphorus. 2. By the action 
of sulphuric acid on peroxide of barium. If the latter be covered with strong sulphuric 
acid (the acid, if diluted with only one-tenth of water, does not give ozone), then at a low 
temperature the oxygen evolved contains ozone, and in much greater quantities than 
that in which ozone is obtained by the action of electric sparks or phosphorus. 8. Ozone 
may also be obtained by decomposing strong sulphuric acid by potassium manganate, 
especially with the addition of barium peroxide. Gorup-Besanez stated (but it requires 
confirmation) that ozone is formed in the slow evaporation of large quantities of water. 
In the near proximity of salt-gardens (salterns) the atmosphere is considerably richer in 
ozone than in the surrounding neighbourhood. In connection with this is the fact that 
the air of the sea-shore is rich in ozone. Ozone is also stated to be formed in the 
ordinary process of the respiration of plants. This is, however, denied by many to be 
the case. 
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black (from oxidation) in ozonised oxygen. It is rapidly absorbed by 
mercury, forming oxide ; it transforms the lower oxides into higher—for 
instance, sulphurous anhydride into sulphuric, nitrous oxide into 
nitric, arsenious anhydride (As,O,) into arsenic anhydride (As,O,) &c. 7 
But what is especially characteristic in ozone is the decomposing action 
it exerts on potassium iodide. Oxygen does not act on it, but ozone 
passed into a solution of potassium iodide liberates 1odine, whilst the 
potassium is obtained as caustic potash, which remains in solution, 
2KI+H,0+0=2KHO+I,. As the presence of minute traces of 
free iodine may be discovered by means of starch paste, with which it 
forms a very dark blue coloured substance, a mixture of potassium 
iodide with starch paste will detect the presence of very small traces of 
ozone. Ozone is destroyed or converted into ordinary oxygen not 
only by heat, but also by long keeping, especially in the presence of 
alkalis, peroxide of manganese, chlorine, &c. _ 

Hence ozone, although it has the same composition as oxygen, differs 


7 Ozone takes up the hydrogen from hydrochloric acid; the chlorine is set free, and 
can dissolve gold. Chromium and iodine are directly oxidised by ozone, but not by oxygen, 
and so also with a number of other substances. Ammonia, NH;3, is oxidised by ozone into 
ammonium nitrite (and nitrate), 2NH,+0O;=NH,NO,.+H,O, and therefore a drop of 
ammonia, on falling into the gas, gives a thick cloud of the salts formed. Ozone converts 
lead oxide into peroxide, and suboxide of thallium (which is colourless) into oxide (which 
is brown), so that this reaction is made use of for discovering the presence of ozone. 
Lead sulphide, PbS, is converted into sulphate, PbSO,, by ozone. A neutral solution of 
manganese sulphate gives a precipitate of manganese peroxide, and an acid solution may 
be oxidised into permanganic acid, HMnO,. With respect to the oxidising action of ozone 
on organic substances, it may be mentioned that with ether, C,H, 0, ozone gives ethyl 
peroxide, which is capable of decomposing with explosion (according to Berthelot), and is 
decomposed by water into alcohol, 2C..H,O, and hydrogen peroxide, H.,Og. 

8 This reaction is the one usually made use of for detecting the presence of ozone. 
In the majority of cases paper is soaked in solutions of potassium iodide and starch. 
Such ozonometrical or iodised starch-paper when damp turns blue in the presence of ozone, 
and thetint obtained varies considerably, according to the length of time it is exposed and 
to the amount of ozone present. The amount of ozone in a given gas may even to a 
certain degree be judged by the shade of colour acquired by the paper, if preliminary 
tests be made. 

Test-paper for ozone is prepared in the following manner:—One gram of neutral 
potassium iodide is dissolved in 100 grams of distilled water; 10 grams of starch are 
then shaken up in the solution, and the mixture is boiled until the starch is converted 
into a jelly. This jelly is then smeared over blotting-paper and left to dry. The colour 
of iodised starch-paper is changed not only by the action of ozone, but of many other 
oxidisers ; for example, by the oxides of nitrogen and hydrogen peroxide. Houzeau pro- 
posed soaking common litmus-paper with a solution of potassium iodide, which in the 
presence of iodine would turn blue, owing to the formation of KHO. In order to find if 
the blue colour is not produced by an alkali (ammonia) in the gas, a portion of the paper 
is not soaked in the potassium iodide, but moistened with water; this portion will then 
also turn blue if ammonia be present. <A reagent for distinguishing ozone from hydrogen 
peroxide with certainty is not known, and therefore these substances in very small quan- 
tities (for instance, in the atmosphere) may easily be confounded. 
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froin it in stability, and by the fact that it oxidises a number of sub- 
stances very energetically at the ordinary temperature. In this 
respect ozone resembles the oxygen of certain unstable compounds, or 
oxygen at the moment of its liberation. 

In ordinary oxygen and ozone we see an example of one and the 
same substance, in this case an element, appearing intwo states. This 
indicates that the properties of a substance, and even of an element, 
may vary without its composition varying. Very many such causes 
are known. Such cases of a chemical transformation which determines 
a difference in the properties of one and the same element are termed 
isomerism. The cause of isomerism evidently lies deep within the 
essence of the nature of a substance, and its investigation has already 
led to a number of results of unexpected importance and of immense 
scientific significance. It is easy to understand the difference between 
substances containing different elements or the same elements in 
different proportions. That a difference should exist in the latter 
case necessarily follows, if, as our knowledge compels us, we admit 
that there is a radical difference in the simple bodies or elements. 
But when the quality and quantity of the elements (the composition) 
in a substance are the same and yet its properties are different, 
then it becomes clear that the conceptions of the elements and of the 
composition of compounds, alone, are insuthcient for the expression of 
all the diversity of the properties of the matter of nature. Something 
else, still more profound and internal than the composition of sub- 
stances, must, judging from isomerism, determine the properties and 
transformation of substances. 

On what is the isomerism of ozone with oxygen, and the peculiarities 
of ozone, dependent ? In what, besides the store of energy, which in its 
way expresses the peculiarities of ozone, resides the causes of its difference 
from oxygen? These questions for long occupied the minds of investi- 
gators, and were the motive for the most varied, exact, and accurate 
researches, which were chiefly directed to the study of the volumetric 
relations exhibited by ozone. In order to acquaint the reader with the 
previous researches of this kind, I cite the following from a memoir by 
Soret,in the ‘ Transactions of the French Academy of Sciences ’ for 1866: 

‘Our present knowledge of the volumetric relations of o7one may be 
expressed at the present time in the following manner : 

‘]. “Ordinary oxygen in changing into ozone under the action of 
electricity shows a diminution in volume.” This was discovered by 
Andrews and Tait. 

‘2. “In acting on ozonised oxygen with potassium iodide and other 
substances capable of being oxidised, we destroy the ozone, but the 
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volume of the gas remains unchanged.” Indeed, the researches of 
Andrews, Soret, v. Babo, and others showed that the quantity of oxygen 
absorbed by the potassium iodide is equal to the original contraction of 
the volume of the oxygen—that is, in the absorption of the ozone the 
volume of the gas remains unchanged. From this it might be imagined 
that ozone, so to say, does not occupy any room—is indefinitely 
dense. 

‘3. ‘“‘ By the action of heat ozonised oxygen increases in volume, 
and is transformed into ordinary oxygen. This increase in volume 
corresponds with the quantity: of oxygen which is given up to the 
potassium iodide in its decomposition ” (the same observers). 

‘4. These indubitable experimental results lead to the conclusion 
that ozone is denser than oxygen, and that ozone in its oxidising 
action-gives off that portion of its substance which distinguishes it by 
its density from ordinary oxygen.’ 

If we imagine (says Weltzien) that m volumes of ozone consist of 
volumes of oxygen combined with m volumes of the same substance, and 
that ozone in oxidising gives up m volumes of oxygen and leaves n 
volumes of oxygen gas, then all the above facts can be explained ; 
otherwise it must be supposed that ozone is indefinitely dense. ‘ In 
order to determine the density of ozone (we again cite Soret) recourse 
cannot be had to the direct determination of the weight of a given 
volume of the gas, because ozone cannot be obtained in a pure state. 
It is always mixed with a very large quantity of oxygen. It was 
necessary, therefore, to have recourse to such substances as would 
absorb ozone without absorbing oxygen and without destroying the 
ozone. Then the density might be deduced from the decrease of 
volume produced in the gas by the action of this solvent in comparison 
with the quantity of oxygen given up to potassium iodide. Advantage 
must also be taken of the determination of the increase of volume 
produced by the action of heat on ozone, if the volume previously 
occupied by the ozone before heating be known.’ Soret found two such 
substances, turpentine and oil of cinnamon. ‘Ozone disappears in the 
presence of turpentine. This is accompanied by the appearance of a 
dense vapour, which fills a vessel of small capacity (0°14 litre) to such an 
extent that it is impenetrable to direct sun-rays. On then leaving the 
vessel at rest, it is observed that the cloud of vapour settles ; the 
clearing is first remarked at the upper portion of the vessel, and the 
brilliant colours of the rainbow are seen on the edge of cloud of 
vapour.’ Oil of cinnamon—that is, the volatile or odoriferous substance 
of the well-known spice, clinnamon— gives under similar circumstances 
the same kind of vapours, but they are much less voluminous. On 
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measuring the gaseous volume before and after the action of both 
volatile oils, a considerable decrease is remarked. On applying all the 
necessary corrections (for the solubility of oxygen in the oily liquids 
named above, for the tension of their vapour, for the change of pres- 
sure, &c.) and making a series of comparative determinations, Soret 
obtained the following result : two volumes of ozone capable of being 
dissolved, when destroyed (by heating a wire to a red heat by a 
galvanic current) increase by one volume. Hence it is evident that in 
the formation of ozone three volumes of oxygen give two volumes of 
ozone—that is, its density (referred to hydrogen)=?4. 

The observations and determinations of Soret showed that ozone is 
heavier than oxygen, and even than carbonic anhydride (because 
ozonised oxygen passes from fine orifices more slowly than oxygen 
and than its mixtures with carbonic anhydride), although lighter than 
chlorine (it flows more rapidly from such orifices than chlorine), and 
they also indicated that ozone is one and a half times denser than 
oxygen, which may be expressed by designating a molecule of oxygen 
by O, and of ozone by O, ; and which likens ozone to compound sub- 
stances? formed by oxygen, as, for instance, CO,, SO,, OO,, NO,, &e. 
This explains the chief differences between ozone and oxygen, and the 
cause of the isomerism, and at the same time leads one to expect '° 
that ozone, as a gas which is denser than oxygen, would be liquetied 


9 Ozone is, so to say, an oxide of oxygen, just as water is an oxide of hydrogen. Just 
as aqueous Vapour is composed of two volumes of hydrogen and one volume of oxygen, 
which on combining condense into two volumes of aqueous vapour, so also two volumes 
of oxygen are combined in ozone with one volume of oxygen to give two volumes of ozone. 
In the action of ozone on different substances it is only that portion ef its composition 
by which it differs from ordinary oxygen that combines with the other bodies, and there- 
fore, under these circumstances, the volume of the ozonised oxygen does not change. 
There were two volumes of ozone; one-third of its weight is parted with, and there 
remain two volumes of oxygen. 

The above ob-ervations of Soret on the property of tarpentine for dissolving ozone, 
together with Sch-nbein’s researches on the formation of ozene in the oxidation of tur- 
pentine and of similar volatile vegetable oils (entering into the composition of perfumes), 
also explain the action of this ethereal oil on a great many substances. It is known that 
turpentine oil, when mixed with many substances, promotes their oxidation. In this 
case it probably not only itself promotes the formation of ozone, but also dissulves ozone 
from the atmosphere, and thus acquires the property of oxidising many substances. It 
bieaches linen and cork, decolorises indigo, prometes the oxidation and hardening of 
boiled linseed oil. &c. These properties of turpentine oil are made use of in practice. 
Dirty linen and many stained materials are easily cleaned by turpentine, not orly because 
it dissolves the grease. but also because it oxidises. The admixture of turpentine with 
drying tboled) oil. oil-colours, and lacs aids their mpid drying because it attracts ozone, 
Vaneus oils occurnng in plants, and entering into the composition of perfumes and 
Various scent extracts, also act as oxidisers. They act ina similar manner to oil of tur- 
pentine and oil of cinnamon, This perhaps explaims the refreshing influence they have 
in scents and other similar preparations, and also the salubrity of the air of pine forests. 

20 The densest, most complex, and heaviest particles of matter should. ander equal 
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much more easily. This was actually shown to be the case, in 1880, by 
Chappuis and Hautefeuille in their researches on the physical properties 
of oxygen. Its absolute boiling point is about — 106°, and consequently 
compressed and refrigerated ozone when rapidly expanded gives drops, 
is liquefied. Liquid and compressed '! ozone is blue. In dissolving in 
water ozone partly passes into oxygen. Ozone violently explodes when 
suddenly compressed and heated, changing into ordinary oxygen, and 
evolving, like all explosive substances,'? that heat which distinguishes 
it from oxygen. 

Thus, judging by what has been said above, ozone should be 
formed in nature not only in the many processes of oxidation which 
go on, but also by the condensation of atmospheric oxygen. The 
significance of ozone in nature has often arrested the attention of 
observers. There is a series of ozonometrical observations which show 
the different amounts of ozone in the air at different localities, at 
different times of the year, and under different circumstances—for 
instance, on the appearance of epidemics. But the observations made 
in this direction cannot be considered as sufficiently exact, because the 
methods in use for determining ozone were not quite accurate. It is 
however indisputable '* that the amount of ozone in the atmosphere is 
subject to variation ; that the air of dwellings contains no ozone (it dis- 
appears in oxidising organic matter) ; that the air of fields and forests 
always contains ozone, or substances (peroxide of hydrogen) which act 
like it; that the amount of ozone increases after storms; and that 
miasms, &c., are destroyed by ozonising the atmosphere. It may be 
imagined that the influence exerted by ozone on animal life is due to 
the fact that it easily oxidises organic substances, and miasms are 
formed of organic substances and the germs of organisms, which are 
easily changed and oxidised. Indeed, many miasms—for instance, 


conditions, evidently be less capable of passing into a state of gaseous movement, should 
sooner attain a liquid state, and have a greater cohesive force. 

'! The blue colour proper to ozone may be seen through a tube one metre long can- 
taining oxygen 10 p.c. ozonised. The density of liquid ozone has not, as far as I am 
aware, been determined. 

12 All explosive bodies and mixtures (gunpowder, detonating gas, &c.) evolve heat in 
exploding (in giving a greater number of molecules from one molecule, and sometimes 
several substances from one substance, as in the explosion of nét70-compounds; see later) — 
that is, the reactions which accompany explosions are exothermal. In this manner 
ozone in decomposing evolves latent heat, although generally heat is absorbed in 
decomposition. This shows the meaning and cause of explosion. 

13 In Paris it has been found that the further from the centre of the town the greater 
the amount of ozone in the air. The reason of this is evident: in a city there are many 
conditions for the destruction of ozone. This is why we distinguish country air as being 
fresh. In spring the air contains more ozone than in autumn; the air of fields more than 


the air of towns. 
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the volatile substance of decomposing organisms—are clearly destroyed 
or changed not only by ozone, but also by many powerfully oxidising 
substances, such as chlorine with water, potassium permanganate, and 
the like. '* 

Thus in ozone we see (1) the capacity of elements (and it must 
be all the more marked in compounds) of changing in properties with- 
out altering in composition ; this is termed isomerism ;!* (2) the 
capacity of elements for arranging themselves in molecules of different 
densities ; this forms a special case of isomerism called polymeriam ; 
(3) the capacity of oxygen for appearing in a still more intense and 
energetic chemical state than that in which it occurs in ordinary 
gaseous oxygen ; and (4) the formation of unstable equilibria, or 
chemical states, which are expressed both by the ease with which ozone 
acts as an oxidiser and in its capacity for decomposing with explo- 
sion. !6 

Hydrogen peroxide.—Many of those properties which we have seen 
in ozone belong also to a peculiar substance containing oxygen and 
hydrogen, and called hydrogen peroxide, or oxygenated water. This 
substance was discovered in 1818 by Thénard. When heated it is 
decomposed into water and oxygen, evolving as much oxygen as is 
contained in the water remaining after the decomposition. That 
portion of oxygen by which hydrogen peroxide differs from water be- 
haves in a number of cases just like the active oxygen in ozone, which 
distinguishes it from ordinary oxygen. In H,O,, and in O,, one atom 
of oxygen acts in a powerfully oxidising manner, and on separating out 

14 The oxidising action of ozone may be taken advantage of for technical ends; for 
instance, for destroying colouring matters. It has even been employed for bleaching 
tissues and for the rapid preparation of vinegar, although these methods have not yet 
received wide application. 

1S Tsomerism in elements is termed allotropism. 

16 A number of substances resemble ozone in one or another of these respects. Thus 
cyanogen, C..N., nitrogen chloride, &c., decompose with an explosion and evolution of 
heat. Nitrous anhydride, N..O;, forms a blue liquid like ozone, and in a number of cases 
oxidises like ozone. Red phosphorus is to white phosphorus, in a certain sense, what 
oxygen is to ozone, and in other respects the reverse; this is also a case of allotropism. 
Thus achemical analogy is diffused in different and most varied directions, and it is only 
after an acquaintance with the diverse relations of substances that an idea can be formed 
of the complexity of chemical changes, whilst their general system is still wanting; that 
is to say, there is nothing analogous to and explaining the correlation of liquid to 
gaseous substances. But there is reason to think that in this case also an explanation 
will arise with the accumulation of data, as we see from the fact that the conception of 
dissociaticn explained in the simplest manner a number of chenical relations which 
without it were not at all clear. It should be here observed that the transition 
between oxygen and ozone under the conditions of a silent discharge forms a reversible 
reaction which is subject to the conception of dissociation, whilst, exempt from the 


conditions of a silent discharge, the passage of ozone into oxygen is not reversible, and 
forms an instance of decomposition in the strictest sense. 
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it leaves H,O or O,, which do not act so sharply, although they still 
contain oxygen.'? Both contain the oxygen in a compressed state, so 
to speak, and when freed from pressure by the forces (internal) of the 
elements in another substance, this oxygen is easily evolved, and there- 
fore acts like oxygen at the moment of its liberation. Both substances 
in decomposing, with the separation of a portion of their oxygen, evolve 
heat, while an absorption of heat is usually required for decomposi- 
tion. 

Hydrogen peroxide is formed under many circumstances by com- 
bustion and oxidation, but in very limited quantities ; thus, for instance, 
it is sufficient to shake up zine with sulphuric acid, or even with water, 
tn remark the formation of a certain quantity of hydrogen peroxide in 
the water.'® From this cause, probably, a series of diverse oxidation 
processes are accomplished in nature, and, according to Prof. Schiéne, of 
Moscow, hydrogen peroxide occurs in the atmosphere, although in vari- 
able and small quantities, and probably its formation is connected with 
ozone, with which it has much in common. The usual case of the 
formation of hydrogen peroxide, and the means by which it may be in- 


7 It is evident that there is a want of words here for distinguishing oxygen, O, as an 
ultimate element, from oxygen, O.,a8 a free element. It should be called oxygen gas, did 
not habit and the length of the expression render it inconvenient. 

18 Schonbein states that the formation of hydrogen peroxide is to be remarked in every 
oxidation in water or in the presence of aqueous vapour. According to Struve, hydrogen 
peroxide is contained in snow and in rain-water, and its formation, together with ozone 
and ammonium nitrate, is even probable in the processes of respiration and combustion. 
A solution of tin in mercury, or liquid tin amalgam, when shaken up in water containing 
sulphuric acid gives rise to the formation of hydrogen peroxide, whilst iron under the 
same circumstances does not give rise to its formation. The presence of small quantities 
of hydrogen peroxide in these and similar cases is recognised by many reactions. 
Amongst them, its action on chromic acid in the presence of ether is very characteristic. 
Hydrogen peroxide converts the chromic acid into a higher oxide, Cr,0-, which is of a 
dark-blue colour, and dissolves in ether. This ethereal solution is to a certain degree 
stable, and therefore the presence of hydrogen peroxide may be recognised by mixing 
the liquid to be tested with ether and adding several drops of « solution of chromic acid. 
On shaking the mixture the ether dissolves the higher oxide of chromium which is 
formed, and acquires a blue colour. The formation of hydrogen peroxide in the combus- 
tion and oxidation of substances containing or evolving hydrogen must be anderstood in 
the sense of the conception, to be considered later, of molecules occupying equal volumes 
in a gaseous state. At the moment of its evolution a molecule H., combines with a mole- 
cule O, and gives H.O,. As this substance is unstable, a large proportion of it is 
decomposed, a small amount only remaining unchanged. If it is obtained, water is easily 
formed from it; this reaction evolves heat, and the reverse action is not very pro- 
bable. Direct determinations show that the reaction H.O,=H.O+0O evolves 22000 heat 
units. From this it will be understood how easy is the decomposition of hydrogen 
peroxide, as well as the fact that a number of substances which are not directly 
oxidised by oxygen are oxidised by hydrogen peroxide and by ozone, which also evolves 
heat on decomposition. Such a representation of the origin of hydrogen peroxide has 
been developed by me since 1870. In recent times Traube has pronounced a similar 
opinion. 
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directly obtained,!® is by the double decomposition of an acid and the 
peroxides of certain metals, especially those of potassium, calcium, and 
barium.?° Among these peroxides, that of barium is the most 
conveniently obtained, it being enough, as we saw when speaking of 
oxygen (Chap. ITJ.), to heat the anhydrous oxide of barium toa red heat 
in a current of air or oxygen ; or, better still, to heat it with potassium 
chlorate, and then to wash away the potassium chloride also formed.?! 
Barium peroxide gives hydrogen peroxide by the action of acids in the 
cold.22, The process of decomposition is very clear in this case ; the 
hydrogen of the acid replaces the barium of the peroxide, a barium salt 
of the acid being formed, while the hydrogen peroxide formed by the 


19 The formation of hydrozen peroxide from barium peroxide by a method of double 
decomposition is an instance of a number of tndirect methods of preparation. A sub- 
stance A does not combine with B, but aB is obtained from ac in its action on BD (see 
Introduction) when cp is formed. Water does not combine with oxygen, but asa hydrate 
of acids it acts on the compound of oxygen with barium oxide, because this oxide gives a 
salt with an acid anhydride; or, whatis the same, hydrogen with oxygen does not directly 
form hydrogen peroxide, but when combined with a haloid (for example, chlorine), under 
the action of barium peroxide, BaQOn,, it leads to the formation of a salt of barium and H,O,. 
It is to be remarked that the passage of barium oxide, BaO, into the peroxide, BaQOg, is 
accompanied by the evolution of 121000 heat units per 16 parts of oxygen by weight 
combined, and the passage of H.,O into the peroxide H,O, does not proceed directly, 
because it would be accompanied by the absorption of 22000 units of heat by 16 parts 
by weight of oxygen combined. Barium peroxide, in acting on an acid, evidently evolves 
less heat than the oxide, and it is this difference of heat that is absorbed in the hydrogen 
peroxide. Its energy is obtained from the energy evolved in the formation of the salt of 
barium. 

30 Peroxides of lead and manganese, and other analogous peroxides (see Chapter III., 
Note 9), do not give hydrogen peroxide under these conditions, but yield chlorine 
with hydrochloric acid. 

71 The impure barium peroxide obtained in this manner may be easily purified. For 
this purpose it is dissolved in a dilute solution of nitric acid. There will always remain 
a certain quantity of an insoluble residue, from which the solution is separated by filtra- 
tion. The solution will contain not only the compound of the barium peroxide, but also 
8 compound of the barium oxide itself, a certain quantity of which always remains un- 
combined with oxygen. The acid compounds of the peroxide and oxide of barium are 
easily distinguishable by their stability. The peroxide gives an unstable compound, and 
the oxide a stable salt. By adding an aqueous solution of barium oxide to the resultant 
solution, the whole of the peroxide contained in the solution may ‘be precipitated as a 
pure aqueous compound. The first portions of the precipitate will consist of impurities— 
for instance, oxide of iron. The barium peroxide separates out, and is collected on a 
filter and washed; it then forms a substance having an entirely definite composition, 
BaO,,8H,O, and is very pure. Pure hydrogen peroxide should always be prepared from 
such purified barium peroxide. 

33 In the cold, strong sulphuric acid with barium peroxide gives ozone; when diluted 
with a certain amount of water it gives oxygen (see Note 6), and hydrogen peroxide is 
only obtained by the action of very weak sulphuric acid. The acids hydrochloric, 
hydrofluoric, carbonic, and hydrosilicofluoric, and others, when diluted with water also 
give hydrogen peroxide with barium peroxide. Professor Schéne, who investigated 
hydrogen peroxide with great detail, showed that it is formed by the action of many of 
the above-mentioned acids on barium peroxide. 
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barium peroxide remains in solution.”> The reaction is expressed 
by the equation BaO, + H,SO,=H,0,+4+ BaSO,. It is best to take a 
weak cold solution of sulphuric acid and to almost saturate it with 
barium peroxide, so that a small excess of acid remains; insoluble 
barium sulphate is formed. A more or less dilute aqueous solution 
of hydrogen peroxide is obtained. This solution may be concentrated 
in @ vacuum over sulphuric acid. In this way the water may even be 
entirely evaporated from the solution of the hydrogen peroxide ; only 
in this case it is necessary to work at a low temperature, and not to 
keep the peroxide for long in the rarefied atmosphere, as otherwise it 
decomposes. *4 

When pure, hydrogen peroxide is a colourless liquid, without smell, 
and having a very unpleasant taste -—such as belongs to the salts of 
many metals—the so-called ‘ metallic’ taste. Water held in zinc vessels 
has this taste, which is probably due to its containing hydrogen peroxide. 
The tension of the vapour of hydrogen peroxide is less than that of 
aqueous vapour; this enables its solutions to be concentrated in a 
vacuum. The specific gravity of anhydrous hydrogen peroxide is 1-455. 
Pure hydrogen peroxide decomposes, with the evolution of oxygen, when 
heated even to 20° (by the action of light ?). But the more dilute its 
aqueous solution the more stable it is. Very weak solutions may be 
distilled without the hydrogen peroxide decomposing. It decolorises 
solutions of litmus and turmeric, and acts in a similar manner on many 
colouring matters of organic origin (for which reason it is employed for 
bleaching tissues). 

Many substances decompose hydrogen peroxide, forming water and 
oxygen, without apparently suffering any change. In this case sub- 
stances in a state of fine division evince an incomparably quicker action 


3%3 With the majority of acids, that salt of barium which is formed remains in solution ; 
thus, for instance, by employing hydrochloric acid, hydrogen peroxide and barium chloride 
remain in solution. Complicated processes would be required to obtain pure hydrogen 
peroxide from such a solution. It is much more convenient to take advantage of the 
action of carbonic anhydride on the pure hydrate of barium peroxide. For this purpose 
the hydrate is stirred up in water, and a rapid stream of carbonic anhydride is passed 
through the water. Barium carbonate, insoluble in water, is formed, and the hydrogen 
peroxide remains in solution, so that it may be separated from the carbonate by filtering 
only. On a large scale hydrofluosilicic acid is employed, because its barium salt is also 
insoluble in water. . 

*% Hydrogen peroxide may be extracted from very dilute solutions by means of ether, 
which dissolves it, and when mixed with it the hydrogen peroxide may even be distilled. 
A solution of hydrogen peroxide in water may be enriched by cooling it to a low tempera- 
ture, when the water crystallises out—that is, is converted into ice—whilst the hydrogen 
peroxide remains in solution, as it only freezes at very low temperatures. It must be 
observed that hydrogen peroxide, in a strong solution in a pure state, is exceedingly 
unstable even at the ordinary temperature, and therefore it must be preserved in vessels 
always kept cold, as otherwise it evolves oxygen and forms water. 
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than compact masses, from which it is evident that the action is here 
based on contact (see Introduction). It is enough to bring hydrogen 
peroxide into contact with charcoal, gold, the peroxide of manganese 
or lead, the alkalis, metallic silver, and platinum, to bring about the 
above decomposition.”* Besides which, hydrogen peroxide forms water 
and parts with its oxygen with great ease to a number of substances 
which are capable of being oxidised or of combining with oxygen, and 
in this respect is very like ozone and other powerful vaidisers.*° To 
the number of contact phenomena, which are so natural to hydrogen 
peroxide, asa substance which is unstable and easily decomposable with- 
the evolution of heat, must be referred the following—that in the pre- 
sence of many substances containing oxygen it evolves, not only its own 
oxygen, but also that of the substances which are brought into contact 
with it —that is, 2 acts in a reducing manner. It behaves thus with 
ozone, the oxides of silver, mercury, gold and platinum, and lead 
peroxide. The oxygen in these substances is not stable, and therefore 
the feeble influence of contact is enough to destroy its position. 


23 As the result of careful research, certain of the catalytic or contact phenomena 
have been subjected to exact explanation, which shows the participation of a substance 
present in the process of a reaction, whilet, however, it does not alter the series of changes 
proceeding from mechanical] actions only. Professor Schéne, of the Petroffsky Academy, 
has already explained a number of reactions of hydrogen peroxide which previously were 
not understood. Thus, for instance, he showed that with hydrogen peroxide, alkalis give 
peroxides of the alkaline metals, which combine with the remaining hydrogen peroxide, 
forming unstable compounds which are easily decomposed, and therefore alkalis evince 
a decomposing (catalytic) influence on solutions of hydrogen peroxide. Only acid solu- 
tions of hydrogen peroxide, and then only dilute ones, can be preserved well. 

% Hydrogen perozide, as a substance containing much oxygen (namely, 16 parts to 
one part by weight of hydrogen), exhibits many oxtdising reactions. Thus, it oxidises’ 
arsenic, converts lime into calcium peroxide, the oxides of zinc and copper into peroxides ; 
it parts with its oxygen to many sulphides, converting them into sulphates, &c. So, for 
example, it converts black lead sulphide, PbS, into white lead sulphate, PbSO,, copper 
sulphide into copper sulphate, and so on. The restoration of old oil-paintings by hydrogen 
peroxide is based on this action. Oil-colours are usually admixed with white lead, and in 
many cases the colour of oil-paints becomes darker in process of time. This is partly 
due to the sulphuretted hydrogen contained in the air, which acts on white lead, 
forming lead sulphide, which is black. The intermixture of the black colour darkens the 
rest. In cleaning a picture with a solution of hydrogen peroxide, the black lead sulphide 
is converted into white sulphate, and the colours brighten owing to the disappearance 
of the black substunce which previously darkened them. Hydrogen peroxide oxidises 
with particular energy substances containing hydrogen and capable of easily parting 
with it to oxidising substances. Thus it decomposes hydriodic acid, setting the iodine 
free and converting the hydrogen it contains into water; it aleo decomposes sulphuretted 
hydrogen in exactly the same manner, setting the sulphur free. Starch paste with 
potassium iodide is not, however, directly coloured by peroxide of hydrogen in the enfire 
absence of free acids; but the addition of a small quantity of iron sulphate (green vitriol) 
or of lead acetate to the mixture is enough to entirely blacken the paste. This is a very 
sensitive reagent (test) for peroxide of hydrogen, as is also the test with chromic acid 
and ether (see Note 8). 
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Hydrogen peroxide, especially in a concentrated form, in contact with 
these substances, evolves an immense quantity of oxygen, so that an 
explosion takes place and an exceedingly powerful evolution of heat is 
observed if hydrogen peroxide in a concentrated form be made to fall 
in drops upon these substances in dry powder. An exactly similar de- 
composition takes place in dilute solutions.?* 

Just as a whole series of metallic compounds, and especially the 
oxides and their hydrates, correspond with water, so also there are 
many substances analogous to hydrogen peroxide. Thus, for instance, 
calcium peroxide is related to hydrogen peroxide in exactly the same 
way as calcium oxide or lime is related to water. In both cases the 
hydrogen is replaced by a metal—namely, by calcium. But it is most 
important to remark that the nearest approach to the properties of 
hydrogen peroxide is afforded by a non-metallic element, chlorine ; its 
action on colouring matters, its capacity for oxidising, and for evolving 
oxygen from many oxides, is analogous to that exhibited by hydrogen 
peroxide. Even the very formation of chlorine is closely analogous to the 
formation of peroxide of hydrogen ; chlorine is obtained from manganese 
peroxide, MnO,, and hydrochloric acid, HCl, and hydrogen peroxide from 
barium peroxide, BaQ,, and the same acid. The result in one case is 
essentially water, chlorine, and manganese chloride ; and in the other 
vase there is produced barium chloride and hydrogen peroxide. Hence 
water + chlorine corresponds with hydrogen peroxide, and the action 
of chlorine in the presence of water is analogous to the action of 
hydrogen peroxide. This analogy between chlorine and hydrogen 
peroxide is expressed in the conception of an aqueous radicle, which 
(Chap. III.) has been already mentioned. This aqueous radicle (or 
hydroxyl) isthat which is left from water if it be imagined as deprived 
of half of its hydrogen. According to this method of expression, caustic 
soda will be a compound of sodium with the aqucous radicle, because it 
is formed from water with the evolution of half the hydrogen. This is 
expressed by the following formule : water, H,O, caustic soda, NaHO, 


27 To explain the phenomenon an hypothesis has been put forward by Brodie, Clausius, 
and Schinbein which supposes ordinary oxygen to be an electrically neutral substance, 
composed of, so to speak, two electrically opposite aspects of oxygen—positive and negative. 
It is supposed that hydrogen peroxide contains one kind of such polar oxygen, whilst in 
the oxides of the above-named metals the oxygen is of opposite polarity. It is supposed 
that in the oxides of the metals the oxygen is electro-negative, and in hydrogen 
peroxide electro-positive, and that on the mutual contact of these substances ordinary 
neutral oxygen is evolved as a consequence of the mutual attraction of the oxygens of 
opposite polarity. Brodie admits the polarity of oxygen in combination, but not in an 
uncombined state, whilst Schunbein supposes uncombined oxygen to be polar also, con- 
sidering ozone as electro-negative oxygen. The supposition of the oxygen of ozone being 
other than that of hydrogen peroxide is contradicted by the fact that in acting on barium 
peroxide strong sulphuric acid forms ozone, and dilute acid forms hydrogen aie 

P 
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just as hydrochloric acid is HC] and sodium chloride NaCl. Hence the 
aqueous radicle HO is a compound radicle, just as chlorine, Cl, is a 
simple radicle. They give hydrogen compounds, HHO, water, and HCl, 
hydrochloric acid ; sodium compounds, NaHO and NaCl, and a whole 
series of analogous compounds. Free chlorine in this sense will be 
CIC], and hydrogen peroxide HOHO, which indeed expresses its 
composition, because it contains twice as much oxygen as water. 

Thus in ozone and hydrogen peroxide we see examples of very 
unstable, easily decomposable (by time, spontaneously, and on contact) 
substances, full of the energy necessary for change,?° capable of 
being easily reconstructed (in this case decomposing with the evolu- 
tion of heat); therefore they are examples of unstable chemical 
equilibria. Ifa substance exists, it signifies that it already presents a 
certain form of equilibrium between those elements of which it is built 


up. But chemical, like mechanical, equilibria exhibit different degrees 
of stability or solidity.?9 


% The lower oxides of nitrogen and chlorine and the higher oxides of manganese 
are also formed with the absorption of heat, and therefore, like hydrogen peroxide, act in 
a powerfully oxidising manner, and are not formed by the same methods as the majority 
of other oxides. Itis evident that, being endowed witharicher store of energy (acquired 
in combination or absorption of heat), such substances, compared with others poorer 
in energy, will exhibit the greatest diversity of cases of chemical action with other sub- 
stances. 

29 If the point of support of a body lies in a vertical line below the centre of gravity, the 
equilibrium is entirely unstable. If the centreof gravity lies below the point of support, 
the state of equilibrium is very stable, and a vibration may take place about this posi- 
tion of stable equilibrium, as in a pendulum or balance, which ends in the body passing 
to its position of stable equilibrium. But if, keeping to the same mechanical example, 
the body be supported not on a point, in the geometrical sense of the word, but on a 
small plane, then the state of unstable equilibrium may be preserved, unless destroyed’ 
by external influences. Thus a man stands upright supported on the plane, or several 
points of the surfaces of his feet, having the centre of gravity above the points of support. 
Vibration is then possible, but it is limited, otherwise on passing outside the limit of 
possible equilibrium another more stable position is attained about which vibration 
becomes more possible. A prism immersed in water may have several more or less 
stable positions of equilibrium. It is the same with the atoms in molecules. Some 
molecules present a state of more stable equilibrium than others. Hence from this simple 
comparison it will be already clear that the stability of molecules may vary considerably, 
that one and the same elements, taken in the same number, may give isomerides of different 
stability, and, lastly, that there may exist states of equilibria which are so unstable, so 
ephemeral, that they will only arise under particularly special conditions—such, for 
example, as certain hydrates mentioned in the first chapter (see Notes 57, 67, and others). 
And if in one case the instability of a given state of equilibrium is expressed by its 
instability with a change of temperature or physical state, then in other cases it is 
expressed by the case of decomposition under the influence of contact or of the purely 
chemical influence of other substances. However clearly the greater or less stability 
of the elementary structure of substances be depicted to us in these general considera- 
tions, still at present there is no possibility of presenting them ina sufficiently con- 
crete form to enable purely mechanical conceptions to be applied to them; that is, 
to subject them to mathematical analysis, and to master the subject to such an extent 
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Besides this, hydrogen peroxide indicates another side of the subject 
which is not less important, and is much clearer and more general. 

Hydrogen unites with oxygen in two degrees of oxidation: water 
or hydrogen oxide, and oxygenated water or hydrogen peroxide ; for a 
given quantity of hydrogen the peroxide contains twice as much oxygen 
as does water. This is a fresh example confirming the correctness of 
the law of multiple proportions, of which we have already made men- 
tion in speaking of the water of crystallisation of salts. Now we can 
formulate this law with entire clearness—the law of multiple propor- 
tions. Iftwo radicles A, and B (ether simple or compound substances), 
unite together to form several compounds, A,B, A,B, . . . ., then 
having expressed the compositions of all these compounds in such a way 
that the quantity (by weight or volume) of one of the component parts 
wul be a constant quantity A, vt will be observed that in all the compounds 


AB,, AB, .... the quantities of the other component part, B, wili 
always be in commensurable relation: generally in simple multiple 
proportion—that rs, thata: 6... ., or m/[nvs to r/q as whole numbers, 


for wnstanceas 2: 30r3:4.... 

The analysis of water shows that in 100 parts by weight it contains 
11:112 parts by weight of hydrogen and 88-888 of oxygen, and the 
analysis of peroxide of hydrogen shows that it contains 94°112 parts of 
oxygen to 5°888 parts of hydrogen. In this the analysis is expressed, 
as analyses generally are, in percentages ; that is, it gives the amounts 
of the elements in a hundred parts by weight of the substance. The 
direct comparison of the percentage compositions of water and hydrogen 
peroxide does not give any simple relation. But such a relation is 
immediately observed if we calculate the composition of water and of 
hydrogen peroxide, having taken either the quantity of oxygen or the 
quantity of hydrogen asa constant quantity —for instance, as unity. The 
most simple proportions show that in water there are contained eight 
parts of oxygen to one part of hydrogen, and in hydrogen peroxide 
sixteen parts of oxygen to one part of hydrogen ; or one-eighth part of 
hydrogen in water and one-sixteenth part of hydrogen in hydrogen 
peroxide to one part of oxygen. Naturally, the analysis does not give 
these figures with absolute exactness—it gives them within a certain 
degree of error—but they approximate, as the error diminishes, to that 
limit which is here given. The comparison of the quantities of hydrogen 
and oxygen in the two substances above named, taking one of the com- 
ponents as a constant quantity, gives an example of the application of 


as to foretell the degree of stability of different chemical states of equilibrium, The 
commencement of elementary generalisations has been apprehended in only a few 
cases. 
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the law of multiple proportions, because water contains eight parts and 
hydrogen peroxide sixteen parts of oxygen to one part of hydrogen, and 
these figures are commensurable and are in simple proportion as 1: 2. - 

An exactly similar multiple proportion is observed in the composition 
of all other well-investigated definite chemical compounds,*° and there- 
fore the law of multiple proportions is accepted in chemistry as the 
starting point from which other considerations are judged. 

The law of multiple proportions was discovered at the very 
beginning of this century by John Dalton, of Manchester, in investigat- 
ing the compounds of carbon with hydrogen. It appeared that two 
gaseous compounds of these substances—marsh gas, CH,, and olefiant 
gas, C,H ,, contain for one and the same quantity of hydrogen quanti- 
ties of carbon which stand in multiple proportion ; namely, marsh gas 
contains relatively half as much carbon as olefiant gas. Although the 
analysis of that time was not exact, and did not give Dalton results 
in complete accordance with truth, still the accuracy of this law, 
recognised by Dalton, was confirmed by further more accurate investiga- 
tions. On establishing the law of multiple proportions, Dalton gave a 
hypothetical explanation for it. This explanation is based on the 
atomic theory of matter. In fact, the law of multiple proportions is 
understood with unusual ease by admitting the atomic structure of 
matter. 


50 When, for example, any element forms several oxides, they are subject to the 
law of multiple proportions. For a given quantity of the non-metal or metal the 
quantities of oxygen in the different degrees of oxidation will stand as 1: 2, or as 1: 3, or 
as 2: 3, or as 2:7,and soon. Thus, for instance, copper combines with oxygen in at 
least two proportions, forming the oxides found in nature, and called the suboxide and, 
the oxide of copper, Cu,O and CuO; the oxide contains twice as much oxygen as the sub- 
oxide. Lead also presents two degrees of oxidation, the oxide and peroxide, and in the 
latter there is twice as much oxygen as in the former, PbO and PbO,. The substance 
known under the name of minium, and which is somewhat widely used as a red paint, 
is only a mixture of the mutual compounds of these oxides, which is proved not only by 
the inconstancy of its composition, but also by the fact that reagents capable of extract- 
ing the oxide of lead, especially acids, do actually extract it and leave lead peroxide. 
When a base and an acid are capable of forming several] kinds of salts, normal, acid, basic, 
and anhydro-, it is found that they also clearly exemplify the law of multiple proportions. 
This was demonstrated by Wollaston soon after the discovery of the lawin question. We 
saw in the first chapter that salts show different degrees of combination with water of 
crystallisation, and that they obey the law of multiple proportions. And, more than 
this, the indefinite chemical compounds existing as solutions may, as we saw in the same 
chapter, be brought under the law of multiple proportions by the hypothesis that solu- 
tions are unstable hydrates formed according to the law of multiple proportions, but 
occurring in a state of dissociation. By means of this hypothesis the law of multiple 
proportions becomes still more general, and all the aspects of chemical compounds are 
subject to it. The direction of the whole contemporary state of chemistry was deter- 
mined by the discoveries of Lavoisier and Dalton. By bringing indefinite compounds 
also under the law of multiple proportions we arrive at that unity of chemical conceptions 
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The essence of the atomic theory is that matter is supposed to con- 
sist of an agglomeration of small and indivisible parts—atoms— which do 
not fill up the whole space occupied by a substance, but stand apart 
from each other, as the sun, planets, and stars do not fill up the whole 
space of the universe, but are ata distance from each other. The form and 
properties of substances are determined by the position of their atoms in 
space and by their state of movement, while the phenomena accomplished 
by substances are understood as redistributions of the relative positions 
of atoms and changes in theirmovement. Theatomic representation of 
matter arose in very ancient times,*! and up to recent times was at strife 
with the dynamical hypothesis, which considers matter as only a mani- 
festation of forces. At the present time, however, the majority of 
scientific men uphold the atomic hypothesis, although the present con- 
ception of an atom is quite different from that of the ancient 


which was impossible so long as definite compounds were separated from indefinite by a 
sharp line of demarcation. 

51 Leucippus, Democritus, and especially Lucretius, in the classical ages, repre- 
sented matter as made up of atoms—that is, of parts incapable of further division. The 
geometrical impossibility of such an admission, as well as the conclusions which were 
deduced by the ancient atomists from their fundamental propositions, prevented other 
philosophers from following them, and the atomic doctrine, like very many others, lived, 
without being ratified by fact, in the imaginations of its followers. Between the present 
atomic theory and the doctrine of the above-named ancient philosophers there is naturally 
a remote historical connection, as between the doctrine of Pythagoras and Copernicus, 
but they are essentially profoundly different. For us the atom is indivisible, not in 
the geometrical abstract sense, but only in a physical and chemical sense. It would be 
better to call the atoms indivisible individuals. The Greek atom =the Latin individual, 
according to both the sum and sense of the words, but historically these two words are 
endowed with a different meaning. The individual is mechanically and geometrically 
divisible, but only indivisible in a definite sense. The earth, the sun, a man or fly 
are individuals, although geometrically divisible. Thus the atoms of contemporary 
science, indivisible in a physico-chemical sense, form those units which are concerned in 
the investigation of the natural phenomena of matter, just as a man is an indivisible unit in 
the investigation of social relations, or as the stars, planets, and luminaries serve as units 
in astronomy. The formation of the vortex hypothesis, in which, as we shall afterwards 
see, atoms are entire whirls mechanically complex, although physico-chemically indivisible, 
already shows that the scientific men of our time in holding to the atomic theory have 
only borrowed the word and form from the ancient philosophers, and not the essence of 
their atomic doctrine. It is erroneous to imagine that the contemporary conceptions of 
the atomists are nothing but the repetition of the metaphysical reasonings of the 
ancients. As a geometrician in reasoning about curves represents them as formed of a 
sum total of straight lines, because such a method enables him to analyse the subject 
under investigation, so the scientific man applies the atomic theory as a method 
of analysing the phenomena of nature. Naturally there are people now, as in ancient 
times, and as there always will be, who apply reality to imagination, and therefore 
there are to be found atomists of extreme views; but it is not in their spirit that we 
should acknowledge the great services rendered by the atomic doctrine to all science, 
which, while it has been essentially independently developed, is, if it be desired to 
reduce all] ideas to the doctrines of the ancients, a union of the ancient dynamical and 
atomic doctrines. 
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philosophers. Now, an atom is regarded rather as an isolate or unit 
which in indivisible by physical #? and chemical forces, whilst the atom 
of the ancients was mechanically and geometrically indivisible. When 
Dalton (L804) discovered the law of multiple proportions, he pronounced 
himself in favour of the atomic doctrine, because it enables this law to 
he very casily understood. If the divisibility of every element has a 
limit, namely the atom, then the atoms of elements are the extreme 
limita of all divisibility, and they differ from each other in their nature, 
and the formation of a compound from elementary matter must consist 
in the nyyregation of several different atoms into one whole or system 
of atoms, now termed particles or molecules. As atoms can only com- 
bine in their entire masses, it is evident that not only the law of defi- 
nite composition, but also that of multiple proportions, must apply to the 
vombination of atoms with one another; for one atom of a substance 
mun combine with one, two, or three atoms of another substance, or in 
xenern! one, two, three atoms of one substance are able to combine with 
une, two, or three atoms of another ; this being the essence of the law 
of multiple proportions. Chemical and physical data are very well 
oxpluined by the aid of the atomic theory. The displacement of one 
element by another follows the law of equivalency. In this case one 
ur xeveral atoms of a given element take the place of one or several 
ntomsk of another element in its compounds. The atoms of different 
mulbstances can be mixed together in the same sense as sand can be 
mixed with clay. They do not unite into one whole —-2.e., thereis not a 
perfect blending in the one or other case, but only a juxtaposition, a 
homogeneous whole being formed from individual parts. This is 


(he first and most simple form of applying the atomic theory to the: 


explanation of chemical phenomena. 


43 Dalton and many of his successors distinguished the atoms of elements and 
compounds, in which they already clearly symbolised the difference of their opinion from 
the representations of the ancients. Now only the individuals of the elements, indi- 
vinible by physical and chemical forces, are termed atoms, and the individuals of com- 
pounds indivisible under physical changes are termed molecules; these are divisible into 
atoms by chemical forces. 


3 Under the present condition of the sciences, either the atomic or the dynamical | 


hypothesis is inevitably obliged to admit the existence of an unobservable, invisible, and 
lnacnsible motion in matter, without which it is impossible to understand either light or 
heat, or gaseous pressure, or the entire mass of mechanical, physical, or chemical 
phenomena. The ancients saw vital movement in enimals only, but to us the smallest 
purticle of matter, endued with vis viva, or energy in some degree or other, is incom- 
prehensible without self-existent motion. Thus motion has become a conception 
inseparably knit with the conception of matter, and this has prepared the ground for the 
revival of the dynamical hypothesis of the constitution of matter. In the atomic theory 
there has arisen that generalising idea by which the world of atoms is constructed, like 
the universe of heavenly bodies, with its suns, planets,and meteors, endued with ever- 
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A certain number of atoms 7 of an element A in combining with 
several atoms m of another element B give a compound A,B,,, each 
molecule of which will contain the atoms of the elements A and B in 
this ratio, and therefore the compound will present a definite composition, 
expressed by the formula A,B,,, where A and B are the weights of the 


lasting force of motion, forming molecules as the heavenly bodies form systems, like 
the solar system, which molecules are only relatively indivisible in the same way as the 
‘planets of the solar system are inseparable, and stable and lasting as the solar system is 
lasting. Such a representation, without necessitating the absolute indivisibility of 
atoms, expresses all that science can require for an hypothetical representation of the 
constitution of matter. In closer proximity to the dynamical hypothesis of the constitu- 
tion of matter is the oft-times revived vortex hypothesis. Descartes first endeavoured 
to raise it; Helmholtz and Thomson gave it a fuller and more modern form; many 
scientific men applied it to physics and chemistry. The idea of vortex rings serves 
as the starting point of this hypothesis; these are familiar to all as the rings of 
tobacco smoke, and may be artificially obtained by giving a sharp blow to the sides of a 
cardboard box having a circular orifice and filled with smoke. Phosphine, as we shall 
see later on, when bubbling from water always gives very perfect vortex rings in a still 
atmosphere. In such rings it is easy to observe a constant circular motion about their 
axes, and to remark the stability the rings possess in their motion of translation. This 
unchangeable mags, endued with a rapid internal motion, is likened to the atom. In a 
medium deprived of friction, such a ring, as is shown by theoretical considerations of the 
subject from a mechanical point of view, would be perpetual and unchangeable. The 
rings are capable of grouping together, and combining, being indivisible, remain 
indivisible. The vortex hypothesis has been established in our times, but it has not 
been fully developed; its application to chemical phenomena is not clear, although 
not impossible ; it does not satiafy a doubt in respect to the nature of the space existing 
between the rings (just as it is not clear what exists between atoms, and between the 
planets), neither does it tell us what is the nature of the moving substance of the ring, 
and therefore for the present it only presents the germ of an hypothetical conception of 
the constitution of matter, consequently, I consider that it would be superfluous to 
speak of it in greater detail. However, the thoughts of investigators are now (and 
naturally will be in the future), as they were in the time of Dalton, often turned to the 
question of the limitation of the mechanical division of matter, and the atomists have 
searched for an answer in the most diverse spheres of nature. I select one of the 
methods tried, which does not in any way refer to chemistry, in order to show how closely 
all the provinces of natural science are bound together. Wollaston proposed the inves- 
tigation of the atmosphere of the heavenly bodies as a® means for confirming the 
existence of atoms. If the divisibility of matter be infinite, then air must extend 
throughout the entire space of the heavens as it extends all over the earth by its elasticity 
and diffusion. If the infinite divisibility of matter be admitted, it is impossible that any 
portion of the whole space of the universe can be entirely void of the component parts of 
our atmosphere. But if matter be divisible up to a certain limit only—namely, up to the 
atom—then there can exist a heavenly body void of an atmosphere; and if such a body 
be discovered, it would serve as an important factor for the accepfation of the validity of 
the atomic doctrine. The moon has long been considered as such a luminary, and this 
circumstance, especially from its proximity to the earth, has been cited as the best proof 
of the validity of the atomic doctrine. This proof is apparently (Poisson) deprived of 
some of its force from the possibility of the transformation of the component parts of 
our atmosphere into a solid or liquid state at immense heights above the earth's surface, 
where the temperature is exceedingly low; but a series of researches (Poulé) has shown 
that the temperature of the heavenly space is, comparatively, not so very low, and is 
attainable by experimental means, so that at the low existing pressure the liquefaction 
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atoms and 7m and x their relative number. If the same elements A and 
B, in addition to A,B,,, also yield another compound A,B,, then by 
expressing the composition of the first compound by A,,B,,, (and this 


ar 


is the same composition as A,B,,), and of the second compound by 
A,,.Byny We have the law of multiple proportions, because for a given 


of gases cannot be expected. Therefore the absence of an atmosphere about the moon, 
if it were not subject to doubt, would be counted as a forcible proof of the atomic 
theory. Asa proof of the absence of a lunar atmosphere, it is cited that the moon, 
in its independent movement between the stars, when eclipsing a star—that is, when 
passing between the eye and the star—does not show any signs of refraction at its 
edge; the image of the star does not alter its position in the heavens on approach- 
ing the moon’s surface, consequently there is no atmosphere on the moon's surface 
capable of refracting the rays of light. Such is the conclusion by which the absence of 
a lunar atmosphere is acknowledged. But this conclusion is most feeble, and there are 
even facts in exact contradiction to it, by which the existence of a lunar atmosphere 
may be proved. The entire surface of the moon is covered with a number of mountains, 
having in the majority of cases the conical] form natural to volcanoes. The volcanic 
character of the lunar mountains was confirmed in October 1866, when a change was 
observed in the form of one of them (the crater Linnea). These mountains must be on 
the edge of the lunar disc. Seen in profile, they screen one another and interfere with 
making observations on the surface of the moon, so that when looking at the edge of 
the lunar disc we are obliged to make our observations not on the moon’s surface, but 
at the summits of the lunar mountains. These mountains are higher than those on 
our earth, and consequently at their summits the lunar atmosphere must be exceed- 
ingly rarefied even if it possess an observable density at the surface. Knowing the mass of 
the moon to be eighty-two times less than the mass of the earth, we are able to approxi- 
mately determine that our atmosphere at the moon’s surface would be about twenty- 
eight times lighter than it is on the earth, and consequently at the very surface of the 
moon the refraction of light by the lunar atmosphere must be very slight, and at the 
heights of the lunar mountains it must be imperceptible, and would be lost within the 
limits of experimental error. Therefore the absence of refraction of light at the edge of 
the moon’s disc cannot yet plead in favour of the absence of a lunar atmosphere. There 
is even a series of observations obliging us to admit the existence of this atmosphere. — 
These researches are due to Sir John Herschel. This is what he writes :—‘ It has often 
been remarked that during the eclipse of a star by the moon there occurs a peculiar 
optical illusion; it seems as if the star before disappearing passed over the edge of the 
moon and is seen through the lunar disc, sometimes for a rather long period of time. I 
myself have observed this phenomenon, and it has been witnessed by perfectly trust- 
worthy observers. I ascribe it to optical illusion, but it must be admitted that the star 
might have been seen on the Junar dise through some deep ravine on the moon.’ Geniller, 
in Belgium (1856), following the opinion of Kassiné, Eiler, and others, gave an explana- 
tion to this phenomenon; he considers it due to the refraction of light in the valleys of 
the lunar mountains which occur on the edge of the lunar disc. In fact, although 
these valleys do not probably present the form of straight ravines, yet it may sometimes 
happen that the Jight of a star is so refracted that its image might be seen, notwith- 
standing the absence of a direct path for the light-rays. He then goes on to remark 
that the density of the lunar atmosphere must be variable in different parts, owing to 
the very long nights on the moon. On the dark, or non-illuminated, portion, owing to 
these long nights, which last thirteen of our days and nights, there must be excessive cold, 
and hence a denser atmosphere, while, on the contrary, at the illuminated portion the 
atmosphere must be much more rarefied. This variation in the temperature of the 
different parts of the moon's surface explains also the-absence of clouds, notwithstanding 
the possible presence of air and aqueous vapour, on the visible portion of the moon. The 
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quantity of the first element, A,,, there occur quantities of the second 
element bearing the same ratio to each other as mr is to gn ; and as m, 
r, q, and n are whole numbers, therefore their products are also whole 
numbers, and this is also expressed by the law of multiple proportions. 
Consequently the atomic theory is in accordance with and evokes the 
first laws of definite chemical compounds: the law of definite composi- 
tion and the law of multiple proportions. 

So, also, is the relation of the atomic theory to the third law of definite 
chemical compounds, the law of reciprocal combining weights, which is as 
follows :—If a certain weight of a substance C combine with a weight 
a of a substance A, and with a weight 6 of a substance B, then, also, the 
substances A and B will combine together in quantities a and 6 (or in 
multiples of them). This should be the case from the conception of atoms. 
Let A, B, and C be the weights of the atoms of the three substances, and 
for simplicity of reasoning' let combination proceed in the quantity of one 
atom. It is evident that if the substance gives AC and BC, then the 
substances A and B will give a compound AB, or their multiple, A,B,,. 

Sulphur combines with hydrogen and with oxygen. Sulphuretted 
hydrogen contains thirty-two parts by weight of sulphur to two parts 
by weight of hydrogen, which is expressed by the formula H,S. Sulphur 
dioxide, SO,, contains thirty-two parts of sulphur and thirty-two parts of 
oxygen, and therefore we conclude, from the law of combining weights, 
that oxygen and hydrogen will combine in the proportion of two parts 
of hydrogen and thirty-two parts of oxygen, or multiple numbers of 
them. And we have seen this to be the case. Hydrogen peroxide 
contains thirty-two parts of oxygen, and water sixteen parts, to two 
parts of hydrogen ; and so it is in all other cases. This consequence of 
the atomic theory is in accordance with nature, with the results of 
analysis, and is one of the most important laws of chemistry. It is a law, 
because it indicates the relation between the weights of substances enter- 
ing into chemical combination. Further it is an eminently exact law, 
and not an approximate one. The law of combining weights is a law 
of nature, and by no means an hypothesis, for let the entire theory of 
atoms be cast down, still the laws of multiple proportions and of com- 
bining weights will remain, inasmuch as they deal with facts. They 
may be guessed at from the sense of the atomic theory, and historically 


presence of an atmosphere round the sun and planets, judging from astronomical observa- 
tions, may be considered as fully proved. On Jupiter and Mars there may be even 
distinguished bands of clouds. Thus the atomic doctrine, admitting a finite mechanical 
divisibility only, must be, as yet at least, only accepted as a means, similar to that means 
which a mathematician employs when he breaks up a continuous curvilinear line into a 
number of straight lines. There is a simplicity of representation in atoms, but there is 
no absolute necessity to have recourse to them. The conception of the individuality of 
the parts of matter exhibited in chemical elements only is necessary and trustworthy. 
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the law of combining weights is intimately connected with this theory ; 
but they are not identical, but only connected, with it. The law of 
combining weights is formulated with great ease, and is an immediate 
consequence of the atomic theory, without it, it 1s even difficult to under- 
stand. Data for its evolution existed previously, but it was not seen 
until those data were interpreted by the atomic theory. Such is the 
property of hypotheses. They are indispensable to science ; they bestow 
an order and simplicity which are difficultly attainable without their 
aid. The whole history of science is a proof of this. And therefore 
one may boldly say that it is better to hold to an hypothesis which may 
afterwards prove untrue than to Have none at all. Hypotheses facilitate 
scientific work and render it uniform. The search for truth, like the 
plough of the husbandman, helps forward the work of the labourer, 
regulates it, and forces him to think of the further improvement both 
of the work itself and of its implements. 
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CHAPTER V 


NITROGEN AND AIR 


GasEOus nitrogen forms about four-fifths (by volume) of the atmo- 
sphere ; consequently the air contains an exceedingly large mass of it. 
Whilst entering in so considerable a quantity into the composition of 
air, nitrogen does not seem to play any active part in the atmosphere, 
the chemical action of which is mainly dependent on the oxygen it con- 
tains. But this is not an entirely correct idea, because animal life 
' cannot exist in pure oxygen, in which animals pass into an abnormal 
state and die; and the nitrogen of the air, although slowly, forms 
diverse compounds, many of which play a most important part in 
nature, especially in the life of organisms. However, neither plants 
nor animals directly absorb the nitrogen of the air, but take it up 
from already prepared nitrogenous compounds ; further, plants are 
nourished by the nitrogenous substances contained in the soil and water, 
and animals by the nitrogenous substances contained in plants and in 
other animals. Atmospheric electricity is capable of aiding the passage 
of gaseous nitrogen into nitrogenous compounds, as we shall afterwards 
see, and the resultant substances are carried to the soil by rain, where 
they serve for the nourishment of plants. Plentiful harvests, fine 
crops of hay, vigorous growth of trees—other conditions being equal— 
are only obtained when the soil contains ready prepared nitrogenous 
compounds, consisting either of those which occur in air and water, or 
of the residues of the decomposition of other plants or animals (as 
in manure). The nitrogenous substances contained in animals have 
their origin in those substances which are formed in plants. Thus 
the nitrogen of the atmosphere is the origin of all the nitrogenous 
substances occurring in animals and plants, although not directly so, 
but after first combining with the other elements of air. 

The nitrogenous compounds which enter into the composition of 
plants and animals are of primary importance ; no vegetable or animal 
cell—that is, the elementary form of organism—exists without con- 
taining a nitrogenous substance ; organic life, before all, evinces itself in. 
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these nitrogenous substances. The germs, seeds, and those parts by 
which cells multiply themselves abound in nitrogenous substances; the 
sum total of the phenomena which are proper to organisms depend, 
before all, on the chemical properties of the nitrogenous substances 
which enter into their composition. It is enough, for instance, to point 
out the fact that vegetable and animal organisms, clearly distinguish- 
able as such, are characterised by a different degree of energy in their 
nature, and at the same time by a difference in the amount of nitro- 
genous substances they contain. Jn plants, which compared with 
animals possess but little activity, being incapable of independent move- 
ment, &c., the amount of nitrogenous substances is very much less than 
in animals, whose tissues are almost exclusively formed of nitrogenous 
substances. It is remarkable that the nitrogenous parts of plants, 
chiefly of the lower orders, sometimes present both forms and properties 
which approach to those of animal organisms ; for example, the zoo- 
spores of seaweeds, or those parts by means of which the latter multiply 
themselves. These zoospores on leaving the seaweed in many respects 
reseinble the lower orders of animal life, having, like the latter, the pro- 
perty of moving. They also approach the animal kingdom in their com- 
position, their outer coat containing nitrogenous matter. Directly the 
zoospore becomes covered with that non-nitrogenous or cellular coating 
which is proper to all the ordinary cells of plants, it loses all re- 
semblance to an animal organism and becomes a small plant. It may be 
thought from this that the cause of the difference in the vital processes 
of animals and plants is the different amount of nitrogenous substances 
they contain. Those nitrogenous elements which occur in plants and 
animals appertain to the series of exceedingly complex and very change- | 
able chemical compounds ; their elementary composition alone shows 
this; besides nitrogen, they contain carbon, hydrogen, oxygen, and 
sulphur. Being distinguished by a very great instability under many 
conditions in which other compounds remain unchanged, these sub- 
stances are fitted for those perpetual changes which form the first con- 
dition of vital activity. These complex and changeable nitrogenous 
substances of the organism are called proteid substances. The white 
of eggs is a familiar example of such a substance. They are also 
contained in the flesh of animals, the curdy elements of milk, the 
glutinous matter of wheaten flour, or so-called gluten, which forms the 
chief component of macaroni, «c. 

Nitrogen occurs in the earth’s crust, in compounds either forming 
the remains of plants and animals, or derived from the nitrogen of the 
atmosphere as a consequence of its combination with the other com- 
ponent parts of the air. It is not found in other forms in the earth’s 


NITROGEN AND AIR 293 


crust ; so that nitrogen must be considered, in contradistinction to 
oxygen, as an element which is purely superficial, and does not extend 
to the depths of the earth.! 

Nitrogen is liberated in a free state in the decomposition of the 
nitrogenous oryanic substances entering into the composition of 
organisms—for instance, on their combustion. All organic substances 
burn when heated to redness with ‘oxygen (or substances readily yielding 
it, such as oxide of copper) ; the oxygen combines with the carbon, 
sulphur, and hydrogen, and the nitrogen is evolved in a free state, 
because at a high temperature it does not form any stable compound, 
but remains free. Carbonic anhydride and water are formed from the 
carbon and hydrogen respectively, and therefore to obtain pure 
nitrogen it is necessary to remove the carbonic anhydride from the 
gaseous products obtained. This may be done very easily by the action 
of alkalis—for instance, caustic soda. The amount of nitrugen in 
organic substances is determined by a inethod founded on this. 

It is also very easy to obtain nitrogen from air, because oxygen 
combines with many substances. Either phosphorus or metallic copper 
are usually employed for removing the oxygen from air, but, naturally, 
a number of other substances may also be used. If a small saucer on 
which a piece of phosphorus is laid be placed on a cork floating on water, 
and the phosphorus be lighted, and the whole be covered with a glass 
bell jar, then the air under the jar will be deprived of its oxygen, and 
nitrogen only will remain, owing to which, on cooling the water will 
rise to a certain extent in the bell jar. The same object (procuring 
nitrogen from air) is attained much more conveniently and perfectly 
when air is passed through a red-hot tube containing copper filings. 
At a red heat, metallic copper combines with oxygen and gives a black 
powder of copper oxide. If the layer of copper be sutiiciently long and 
the current of air slow, all the oxygen of the air will be absorbed, and 
nitrogen alone will pass from the tube.? 


1 The reason why there are no other nitrogenous substances within the earth’s mass 
beyond those which have come there with the remains of organisms, and from the air 
with rain-water, must be looked for in two circumstances. In the first place, in the in- 
stability of many nitrogenous compounds, which are liable to break up with the forma- 
tion of gaseous nitrogen ; and in the second place in the fact that the salts of nitric acid, 
forming the product of the action of air on many nitrogenous and especially organic 
compounds, are very soluble in water, and on penetrating into the depths of the earth 
(with water) give up their oxygen. The result of the changes of the nitrogenous organic 
substances which fall into the earth is without doubt frequently, if not always, the forma- 
tion of gaseous nitrogen. Thus the gas evolved from coal always contains much nitrogen 
(together with marsh gas, carbonic anhydride, and other gases). 

2 Copper (best as shavings, which present a large surface) absorbs oxygen, forming 
CuO, at the ordinary temperature in the presence of solutions of acids, or, better still, in 
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Nitrogen may also be procured from many of its compounds with 
oxygen’ and hydrogen,‘ but the best fitted for this purpose is a saline 
mixture containing, on the one hand, a compound of nitrogen with 
oxygen, termed nitrous anhydride, N,O;, and on the other hand, 
ammonia, NH;—that is, a compound of nitrogen with hydrogen. By 
heating such a mixture the oxygen of the nitrous anhydride combines 
with the hydrogen of the ammonia, forming water, and gaseous nitrogen 
is evolved, 2NH, + NO, =3H,O +N,. Nitrogen is procured by 
this method in the following manner :—A solution of caustic potash is 
saturated with nitrous anhydride, by which means potassium nitrite is 
formed. On the other hand, a solution of hydrochloric acid saturated 
with ammonia is prepared ; a saline substance called sal-ammoniac, 
NH, Cl, is thus formed in the solution. The two solutions thus pre- 
pared are mixed together and heated. Reaction takes place according 
to the equation KNO, + NH,Cl = KCl] + 2H,O + N,. This reaction 
proceeds in virtue of the fact that potassium nitrite and ammonium 
chloride are salts which, on interchanging their metals, give potassium 
chloride and ammonium nitrite, NH,NO,, which breaks up into water 
and nitrogen. This reaction does not take place without the aid of 
heat, but it proceeds very easily at a moderate temperature. Of the 
resultant substances, the nitrogen only is gaseous, the potassium chloride 
is non-volatile, and is left behind in the vessel in which the solutions 
are heated. Pure nitrogen may be obtained by drying the resulting 
gas and passing it through a solution of sulphuric acid (to absorb a 
certain quantity of ammonia which is evolved in the reaction). 

Nitrogen is a gaseous substance which does not much differ in 
physical properties from air; its density, referred to hydrogen, is 
approximately equal to 14-—that is, it is slightly lighter than air ; one 
litre of nitrogen weighs 1:256 grams. Nitrogen mixed with oxygen, 


the presence of a solution of ammonia, when it forms a bluish-violet solution of oxide 
of copper in ammonia. Nitrogen is very easily procured by this method. A flask 
is filled with copper shavings and closed with a cork furnished with a funnel and stop- 
cock. A solution of ammonia is poured into the funnel, and caused to slowly drop upon 
the copper. If at the same time a current of air be slowly passed through the flask 
(from a gasholder), then all the oxygen will be absorbed from it and the nitrogen 
will pass from the flask. It should be washed with water to retain any ammonia that 
may be carried off with it. 

5 The oxygen compounds of nitrogen (for example, N,0, NO, NO.) are decomposed 
at a red heat by themselves, and under the action of red-hot copper, sodium, &c., they 
give up their oxygen to the metals, leaving the nitrogen free. According to Meyer and 
Langer (1885), nitrous oxide, NO, decomposes below 900°, although not completely, whilst 
the decomposition of nitric oxide, NO, does not start at 1200°, but is complete at 1700°. 

4 Chlorine and bromine (in excess), as well as bleaching-powder (hypochlorites), take. 
up the hydrogen from ammonia, NH;, leaving nitrogen. Nitrogen is best procured from 
ammonia by the action of a solution of sodium hypobromite on solid sal-ammoniac. 
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which is slightly heavier than air, forms air. It is a gas which, like 
oxygen and hydrogen, is difficultly liquefied, and but little soluble in 
water and other liquids. Its absolute boiling point’ is about —140° ; 
above this temperature it is not liquefiable by pressure, and at lower 
temperatures it remains a gas at a pressure of 50 atmospheres. Liquid 
nitrogen boils at —193°, so that it may be employed as a source of great 
cold. At about —203°, in vaporising under a decrease of pressure, | 
nitrogen solidifies into a colourless snow-like mass. Nitrogen does not 
burn, does not support combustion, is not absorbed by any of the re- 
agents used in gas analysis, at least at the ordinary temperature—in a 
word, it presents a whole series of negative chemical properties ; this is 
expressed by saying that this element has no energy for combination. 
Although it is capable of forming compounds both with oxygen and 
hydrogen as well as with carbon, yet these compounds are only formed 
under particular circumstances, to which we will directly turn our atten- 
tion. Ata red heat nitrogen combines with boron, titanium, and silicon, 
forming very stable nitrogenous compounds,® whose properties are 
entirely different from those of nitrogen with hydrogen, oxygen, and 
carbon. However, the combination of nitrogen with carbon, although 
it does not take place directly between the elements at a red heat, yet 
proceeds with comparative ease by heating a mixture of charcoal with 
an alkaline carbonate, especially potassium carbonate or barium carbo- 
nate, to redness, carbo-nitrides or cyanides of the metals being formed ; 
for instance, K,CO, + 4C+N, = 2KCN + 3C0.’ 

Nitrogen is found with oxygen in the air, but they do not readily 
combine. Cavendish, however, in the last century, showed that nitrogen 
combines with oxygen under the influence of a series of electric sparks. 
Electric sparks in passing through a moist® mixture of nitrogen and 
oxygen—for instance, through air—cause these elements to combine, 


5 See Chapter II. note 29. 

® The combination of boron with nitrogen is accompanied by the evolution of suffi- 
cient heat to raise the mass to redness; titanium combines so easily with nitrogen that it 
is difficult to obtain it free from that element. It is a remarkable and instructive fact 
that the compounds of nitrogen with these non-volatile elements are very stable, and 
are themselves non-volatile. Probably in this case the physical state of the substance 
with which the nitrogen combines, and the state in which the nitrogenous substance is 
obtained, evinces its influence. Thus carbon (C=12) with nitrogen gives cyanogen, C.Ng, 
which is gaseous and very unstable, and whose molecule is not large, whilst boron (B=11) 
forms a nitrogenous compound which is solid, non-volatile, and very stable. Its compo- 
sition, BN, is essentially like that of cyanogen, but its molecular weight is probably 
greater. 

7 This reaction, as far as is known, does not proceed beyond a certain limit, probably 
because cyanogen, CN, itself breaks up into carbon and nitrogen. 

8 Frémy and Becquerel took dry air, and observed the formation of brown vapours of 
oxides of nitrogen on the passage of sparks. 
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forming reddish-brown fumes of oxides of nitrogen,’ which form with 
water a compound containing nitrogen, oxygen, and hydrogen—namely, 
nitric acid,'° NHO;. The presence of the latter is easily recognised, not 
only from its reddening litmus paper, but also from its acting as a 
powerful oxidiser even of mercury. Conditions similar to these occur 
in nature, during a thunderstorm or in other electrical discharges 
accomplished in the atmosphere ; whence it may be understood that 
air and rain-water always contain traces of nitric acid.!! 
Further observations showed that under the influence of electrical 
discharges,'? silent as well as with sparks, nitrogen is able to enter into 


® If a mixture of one volume of nitrogen and fourteen volumes of hydrogen be burnt, 
then water and a considerable quantity of nitric acid are formed. It may be partly due 
to this that a certain quantity of nitric acid is produced in the slow oxidation of nitro- 
genous substances in an excess of air. This is especially facilitated by the presence of 
an alkali with which the nitric acid formed can combine. If a galvanic current be passed 
through water containing the nitrogen avd oxygen of the air in solution, then the hydro- 
gen and oxygen set free combine with the nitrogen, forming ammonia and nitric aid. 

When copper is oxidised at the expense of the air at the ordinary temperature in the 
presence of ammonia, oxygen is absorbed, not only for combination with the copper, but 
also for the formation of nitric acid. 

The combination of nitrogen with oxygen, even, for example, by the action of electric 
sparks, is not accompanied by an explosion or rapid combination, as in the action of sparks 
on a mixture of oxygen and hydrogen. This is explained by the fact that heat is not 
evolved in the combination of nitrogen with oxygen, but is absorbed—an expenditure of 
energy is required, there is no evolution of energy. In fact, there will not be the trans- 
mission of heat from particle to particle which occurs in the explosion of detonating gas. 
Each spark will aid the formation of a certain quantity of the compound of oxygen and 
nitrogen, but will not excite the same in the neighbouring particles. In other words, the 
combination of hydrogen with oxygen is an exothermal] reaction, and the combination of 
nitrogen with oxygen an endothermal reaction. 

The conditions of the explosion of detonating gas if it be in excess are especially 
conducive to the oxidation of nitrogen. If a mixture of two volumes of detonating gas 
and one volume of air be exploded, then one-tenth of the air is converted into nitric acid, 
and consequently after the explosion has taken place there remains only nine-tenths of the 
volume of air originally taken. If a large proportion of air be taken—for instance, four 
volumes of air to two volumes of detonating gas—then (the temperature of the explosion 
is lowered) the volume of air taken remains unchanged, and no nitric acid is formed. 
This gives a rule to be observed in making use of the eudiometer—namely, that to weaken 
the force of the explosion not less than an equal volume of air should be added to the 
explosive mixture. On the other hand, a large excess must not be taken, as no explosion 
would then ensue (see Chapter III. note 34). 

10 Really nitric oxide, NO, is first formed, but with oxygen and water it gives (brown 
fumes) nitrous anhydride, which, as we shall afterwards learn, in the presence of water and 
oxygen gives nitric acid. By the action of a silent discharge through air both oxides of 
nitrogen and ozone are simultaneously formed, but with a feeble discharge the formation 
of ozone continues, whilst the oxides of nitrogen are not produced, by which fact Berthelot 
proves the absence of previous ozonisation of oxygen. 

11 The nitric acid contained in the soil, stream water (Chapter I. note 2), wells, &c., 
proceeds (like carbonic anhydride) from the oxidation of organic compounds which have 
fallen into water, soil, &c. 

12 This energetic faculty for reaction of nitrogen, which under normal conditions is 
inactive, leads to the idea that under the influence of an electric discharge gaseous 
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many reactions with hydrogen itself and with many hydrocarbons ; 
although these reactions cannot be effected by exposure to a red heat. 
Thus, for instance, a series of electric sparks passed through a mixture 
of nitrogen and hydrogen causes them to combine and form ammonia'8 
or nitrogen hydride, NH 3, composed of one volume of nitrogen and 
three volumes of hydrogen. This combination is limited to the forma- 
tion of 6 per cent. of ammonia, because ammonia is decomposed, 
although not entirely (,°;3;) by electric sparks. This signifies that 
under the action of electric sparks the reaction NH,=N + 3H is 
reversible, consequently it is a dissociation, and in it a state of equili- 
brium is arrived at. The equilibrium may be destroyed by the addition 
of gaseous hydrochloric acid, HCl, because with ammonia it forms a solid 
saline compound, sal-ammoniac, NH,Cl, which (being formed from a 
gaseous mixture of 3H, N, and HCl) fixes the ammonia. The re- 
maining mass of nitrogen and hydrogen, under the action of the sparks, 
again forms ammonia, and in this manner solid sal-ammonuac 1s obtained 
to the end by the action of a series of electric sparks on a mixture of 
yaseous N, Hs, and HCl.'4 Berthelot (1876) showed that under the 
action of a silent discharge many non-nitrogenous organic sub- 
stances (benzene, C,H,, cellulose in the form of paper, resin, glucose, 
C,H,.O;, and others) absorb nitrogen and form complex nitrogenous 
compounds, which are capable, like albuminous substances, of evolving 
their nitrogen as ammonia when heated with alkalis." 


nitrogen changes in its properties; if not permanently like oxygen (electrolysed oxygen or 
ozone does not react on nitrogen, according to Berthelot), it may be temporarily at the 
moment of the action of the discharge, just as some substances under the action of heat are 
durably affected (that is, when once changed remain so—for instance, mercuric oxide is 
decomposed, white phosphorus passes into red, &c.), whilst others are only temporarily 
altered (the dissociation of S, into S, or of sal-ammoniac into ammonia and hydrochloric 
acid). Such a proposition is favoured by the fact of nitrogen giving two kinds of spectra, 
with which we shall afterwards become acquainted. It may be that the molecules Ny 
then give less complex molecules, N containing one atom. Probably under a silent 
discharge the molecules of oxygen, O,, are partly decomposed and the individual atoms 
O combine with O., forming ozone, Os. 

IS This reaction, discovered by Chabrié and investigated by Thenard, was only rightly 
understood when Deville applied the principles of dissociation to it. 

14 The action of nitrogen on acetylene (Berthelot) resembles this reaction. A mixture 
of these gases under the influence of a silent discharge gives hydrocyunicacid, C,H,+Ny 

=2CNH. This reaction cannot proceed beyond a certain limit because it is reversible. 

15 Berthelot successfully employed electricity of even feeble potential in these experi- 
ments, which fact led him to think that in nature, where the action of electricity takes 
place very frequently, a part of the complex nitrogenous substances may proceed from 
the gaseous nitrogen of the air by this method. 

As the nitrogenous substances of organisms play a very important part in them 
(organic life cannot exist without them), and as the nitrogenous substances introduced 
into the soil are capable of invigorating its crops (naturally in the presence of the 
other nourishing principles required by plants), therefore the question of the means 
of converting the atmospheric nitrogen into the nitrogenous compounds of the soil, or 
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By such and, it may be, other similar indirect methods does gaseous 
nitrogen yield its primary compounds, in which form it enters into 
plants, and is elaborated in them into complex albuminous substances. 
‘But, starting from a given compound of nitrogen with hydrogen or 
oxygen, we may, without the aid of organisms, obtain, as will after- 
wards be partially indicated, most diverse and complex nitrogenous 
substances, which cannot by any means be formed directly from gaseous 
nitrogen. In this we see an example not only of the difference between 
an element in the free state and an intrinsic element, but also of those 
circuitous or indirect methods by which substances are formed in nature. 
The discovery, prognostication, and, in general, study of such indirect 
methods of the preparation and formation of substances forms one of 
the existing problems of chemistry. From the fact that A does not 
act at all on B, it must not be concluded that a compound AB is not 
to be formed. The substances A and B contain atoms which occur in 
AB, but their state, the nature of their movement and union, may not 
be at all that which is required for the formation of AB, and in this” 
substance, although it contains the same elements in mass and quality 
of them as in A and B, yet their chemical state may be as different as 
the state of the atoms of oxygen in ozone and in water. Thus free 
nitrogen is inactive ; but in its compounds it very easily enters into 
changes and is distinguished by great activity. An acquaintance with 
the compounds of nitrogen confirms this. But, before entering on this 
subject, let us consider air as a mass containing free nitrogen. 

Judging from what has been already stated with respect to water, 


oxygen, ozone, and nitrogen, it will be evident that atmospheric atr'® 


into assimilable nitrogen capable of being absorbed by plants and of forming com- 
plex (albuminous) substances in them, forms a question of great theoretical and prac- 
tical interest. The artificial (technical) conversion of the atmospheric nitrogen into 
nitrogenous compounds, notwithstanding repeated trials, cannot yet be considered as 
fulfilled in a practical, remunerative manner, although its possibility is already evident. 
Electricity will probably aid in solving this problem of great practical importance. When 
the theoretical side of the question is further advanced, then without doubt an advan- 
tageous means will be found for the manufacture of nitrogenous substances from the 
nitrogen of the air; and this is needed, before all, for the agriculturist, to whom nitro- 
genous fertilisers form an expensive item, and are more important than all other manures. 

One thousand tons of farmyard manure do not generally contain more than four tons 
of nitrogen in the form of complex nitrogenous substances, and this amount of nitrogen 
is contained in twenty tons of ammonium sulphate, therefore the action evinced by the 
mass of manure in respect to the introduction of nitrogen may be produced by small 
quantities of artificial nitrogenous fertilisers. Over 160000 tons of guano are imported 
into Europe from South America, because guano (the excrement of sea and other birds) 
contains many nitrogenous compounds which are required by the agriculturist. 

16 Under the name of atmospheric air the chemist and physicist understand ordinary 
air containing nitrogen and oxygen only, notwithstanding that the other component parts 
of air have a very important significance for the vitality of the earth's surface. That air- 
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contains a mixture of several gases and vapours. Some of them are 
met with in it in nearly constant proportions, whilst others, on the 
contrary, are very variable in their amount. The chief component 
parts of air, placed in the order of their relative amounts, are the 
following : nitrogen, oxygen, aqueous vapour, carbonic anhydride, nitric 
acid, salts of afmonia, uvzone, hydrogen peroxide, and complex nitro- 
genous substances. Besides these, air generally contains water, as spray, 
drops, and snow, and particles of solids, perhaps of cosmic origin in 
certain instances but in the majority of cases proceeding from the 
mechanical translation of solid particles from one locality to another by 
the wind. These small solid and liquid particles (having a large sur- 
face and little weight) hang in air as solid matter hangs in turbid 
water ; they often settle on the surface of the earth, but the air is never 
entirely free from them, because they are never in a state of complete 
rest. Then, air not unfrequently contains incidental traces of various 
substances, as everyone knows by experience. These incidental sub- 
stances sometimes belong to the order of those which act injuriously 
(miasmas), the germs of lower organisms—for instance, of moulds—and 
to the class of carriers of infectious diseases. 

In the air of the diverse countries of the earth, at different longitudes 
and at different altitudes above its surface, on the ocean or on the dry 
land—in a word, in the air of most diverse localities of the earth—the 
oxygen and nitrogen are everywhere in a constant ratio. This 1s, 
moreover, self-evident from the fact that the air constantly diffuses 
(intermixes in virtue of the internal movement of the gaseous particles) 
and is put in a state of movement and intermixed by the wind, and 
therefore it is equalised in its composition over the entire surface of the 


is so represented in science is based on the fact that only the two above-named com- 
ponents are met with in air in a constant quantity, whilst the others are variable. The 
solid impurities may be separated from air required for chemical or physical research 
by simple filtration through a long layer of cotton-wool placed in a tube. Organic im- 
purities are removed by passing the air through a solution of potassium permanganate. 
The carbonic anhydride contained in air is absorbed by alkalis—best of all, soda lime, 
which in a dry state in porous lumps absorbs it with exceeding rapidity and complete- 
ness. Aqueous vapour is removed by passing the air over calcium chloride, strong sul- 
phuric acid, or phosphoric anhydride. Air thus purified is accepted as containing only 
nitrogen and oxygen, although in reality it still contains a certain quantity of hydrogen 
and hydrocarbons, from which it may be purified by passing over copper oxide heated to 
redness. The copper oxide then oxidises the hydrogen and hydrocarbons—it burns them, 
forming water and carbonic anhydride, which may be removed as above described. Such 
purified air differs in many respects from ordinary air. Thus, for instance, it does not 
support plant life. When it is said that in the determination of the density of gases the 
weight of air is taken as unity, then it is understood to be such air, containing only 
nitrogen and oxygen. It is a litre of such air that weighs 1:298 grams at 0° and 760 mm, 
pressure at long. 45°, and 1°294 grams at St. Petersburg. 
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earth. In those localities where the air is subject to change, being in a 
more or less enclosed space, or, at least, an unventilated space, it may 
alter very considerably in its composition. For this reason the air of 
dwellings, cellars, and wells, in which there are substances absorbing 
oxygen, contains less of this gas, whilst the air on the surface of 
standing water, abounding in the lower orders of plant life evolving 
oxygen, holds an excess of this gas.!7 The constant composition of 
air over the whole surface of the earth has been proved by a number 
of most careful researches. !® 


17 As a proof of the fact that certain circumstances may actually change the composi- 
tion of air, it will be enough to point out that the air contained in the cavities of glaciers 
(of permanent mountain ice) contains only up to 10 p.c. of oxygen. This depends on the 
fact that at low temperatures oxygen is much more soluble in snow-water and snow than 
nitrogen. When shaken up with water the composition of air should change, because 
the water dissolves an unequal quantity of oxygen and nitrogen. We have already seen 
(Chapter I.) that the air boiled off from water saturated at about 0° contains about thirty- 
five volumes of oxygen and sixty-five volumes of nitrogen, and we have considered the 
reason of this. It is remarkable that the solubility of oxygen and nitrogen in water de- 
creases 80 uniformly with the temperature that the proportion of oxygen and nitrogen held 
in an aqueous solution remains almost constant at the most varied temperatures. This ex- 
plains the circumstance that the air over the sea (especially arctic) is,as certain observerr 
have found, poorer in oxygen than on dry land—the water dissolves more oxygen than 
nitrogen. The difference does not, however, exceed 0°8 p.c., and sometimes does not exist. 

18 The analysis of air by weight conducted by Dumas and Boussingault in Paris, and 
which they repeated many times between April 27 and September 22, 1841, under various 
conditions of weather, showed that the amount by weight of oxygen only varies between 
22°89 p.c. and 23°08 p.c., the average amount being 23°07 p.c._ Brunner, at Bern in Switzer- 
land, and Bravais, at Faulhorn in the Bernese Alps, at a height of two kilometres above 
the level of the sea, made analyses of the air at the same season of the year as Dumas,. 
and found that the composition of the air at these places did not exceed the limits deter- 
mined for Paris. Marignac at Geneva, Lewy at Copenhagen, and Stas at Brussels, 
confirmed this. The analyses of air taken from different parts of the world, at the 
surface of the ocean and at different heights above the level of the sea, lead to the con- 
clusion that air everywhere contains an equal amount of oxygen, or that if it does vary 
it does so within very inconsiderable limits. 

As there is some basis (which will be mentioned shortly) for considering that the com- 
position of the air at great altitudes is different from that at attainable heights—namely, 
that it is richer in nitrogen—several fragmentary observations made at Munich and in 
America gave reason for thinking that in the upward currents (that is in the region of 
minimum barometric pressure or at the centres of meteorological cyclones) the air is 
richer in oxygen than in the descending currents of air (in the regions of anticyclones 
or of barometric maxima); but more carefully conducted observations showed this pro- 
position to be incorrect. Improved methods for the analysis of air have shown that cer- 
tain slight variations in the composition of air do actually occur, but in the first place 
they depend on incidental local influences (on the passage of the air over mountains and 
large surfaces of water, regions of forest and vegetation, and the like), and in the second 
place are limited by quantities which are scarcely distinguishable from possible errors in 
the analyses. 

The considerations which make one think that the atmosphere nt great altitudes con- 
tains less oxygen than at the surface of the earth are based more particularly on the law 
of partial pressures (page 81). It obliges one to consider that the equilibrium of the 
oxygen in the strata of the atmosphere is not dependent on the equilibrium of the nitro- 
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The analysts of air is effected by converting the oxygen into a non- 
gaseous compound, so as to separate it from the air. The original 
volume of the air is first measured, and then the volume of the remain- 
ing nitrogen. The quantity of oxygen is calculated either from the 
difference between these volumes or by the weight of the oxygen com- 
pound formed. All the volumetric measurements have to be corrected 
for pressure, temperature, and moisture (Chapters I. and II.). The 
medium employed for converting the oxygen into a non-gaseous sub- 
stance should enable its being taken up from the nitrogen to the very 
end without evolving any gaseous substance. So, for instance,!* a mix- 
ture of pyrogallol, C,H,O3, and a solution of a caustic alkali absorbs 
oxygen with great ease at the ordinary temperature (the solution turns 
black), but it is unsuited for accurate analysis because it requires an 
aqueous solution of an alkali, and it alters the composition of the air 
by acting on it as a solvent.2° However, for approximate determina- 
tions this simple method gives entirely satisfactory results. 

The determinations in a eudiometer (Chapter III.) give much more 
exact results, if all the necessary corrections for changes of pressure, 
temperature, and moisture be taken into account. This determination 
is essentially carried on as follows :—A certain amount of air is intro- 
duced into the eudiometer, and its volume is determined. Then about 


gen, and that the variation in the densities of both gases with the height is determined 
by the pressure of each gas separately. Details of the calculations and considerations 
here involved are contained in my work On Barometric Levellings, 1876, p. 48. 

On the basis of the law of partial pressure and of hypsometrical formule, expressing 
the laws of the variation of pressures at different altitudes, the conclusion may be deduced 
that at the upper strata of the atmosphere the proportion of the nitrogen with respect 
to the oxygen increases, but the increase will not exceed a fraction per cent., even at 
altitudes of four and a half tosix miles, the greatest height within the reach of men either 
by climbing mountains or by means of balloons. This conclusion is confirmed by the 
analyses of air collected by Welsh in England during his aéronautic ascents. The ques- 
tion of the distribution of gases in the upper strata of the atmosphere is of particular 
importance for understanding in what state the gaseous or vaporous masses occur which 
are borne in space, and are one of the elementary forms of the heavenly bodies (accord- 
ing to Laplace's and Kant’s theory). I touch on this subject in speaking of the origin of 
naphtha in my work On the Naphtha Industry, 1879. 

19 The complete absorption of the oxygen may be attained by introducing moist phos- 
phorus into a definite volume of air; this is recognised by the fact of the phosphorus 
becoming non-luminous in the dark. The amount of oxygen may be determined by 
measuring the volume of nitrogen remaining. This method, however, cannot give accu- 
rate results, owing to a portion of the air being dissolved in the water ; to the combination 
of some nitrogen with oxygen; to the necessity of introducing and withdrawing the 
phosphorus, which cannot be accomplished without introducing bubbles of air; and to the 
numerous corrections of the volume (for moisture, temperature, and pressure), &c. 

7 For rapid and approximate analyses (especially technical and hygienic), such a mix- 
ture is very suitable for determining the amount of oxygen in mixtures of gases, from 
which the substances absorbed by alkalis have first been removed. According to certain 
observers, this mixture evolves a small quantity of carbonic oxide after absorbing oxygen. 
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an equal volume of dry hydrogen is passed into the eudiometer, and the 
volume again determined. The mixture is then exploded, as was 
described in the determination of the composition of water. The 
remaining volume of the gaseous mixture is again measured ; it will be 
less than the second of the previously measured volumes. Out of three 
volumes which have disappeared, one appertains to the oxygen and two 
to the hydrogen, consequently one-third of the loss of volume indicates 
the amount of oxygen held in the air.?! 

The most accurate method for the analysis of air, and one which is 
accompanied by the least amount of error, consists in the direct weigh- 
ing, as far as is possible, of the oxygen, nitrogen, water, and carbonic 


Fic. 38.—Dumas and Bousingault’s apparatus for the analysisof air by weight. The globe B contains 
10-15 litres. The air is first pompel ont of it. and it is weighel empty. The tube T connected 
with it is ilel with copper, and i< weizhel empty. It is heated in a chacwal furnace. When the 
copper has become red-hot, the stopcock r (near R) is slightly opened, and the air passes through 
the vessels L, containing a solution of potash: % containing sclutiens and piewes of caustic 
potash, which remove the carbonic anhydride from the air, and then through o and ¢, containing 
sulphuric acid (which has been previously boiled to expel dissolved air) and pumice-stone, which 
removes the moisture from the air. The pure air then gives up its oxygen to the copper in T. 
When the air passes into T the stopcock R of the globe B is opened, and it becomes filled with 
nitrezen. When the air ceases to flow in, the stopecocks are closed. and the globe B and tube 
T weteheL The nitrozen is then pumped ont of the tube, and it is weichel again. The increase 
in weight of the tube stows the amount of oxveen. and the ditference of the second and 
third weightings of the tube. with the increase in weight of the globe. gives the weight of the 
hitrogen. 


anhydride contained in air. For this purpose, the air is first passed 
through an apparatus for retaining the moisture and carbonic an- 
hydride (which will be considered presently), and is then led through 


11 Details of eudiometrical analysis must. as was pointed out in Chap. ITI. note 32, 
be looked for in works on analytical chemistry. The same must be remarked in reference 
to the other analytical methods mentioned in this work. They are only described for the 
sake of showing the diversity of the methods of chemical research. 
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a tube, which is previously weighed, and contains shavings of metallic 
copper. A long layer of such copper heated to redness absorbs all 
the oxygen from the air, and leaves pure nitrogen, whose weight 
must be determined. This is done by collecting it ina weighed and 
exhausted globe, and the amount by weight of oxygen is shown by the 
increase in weight of the tube with the copper after the experiment. 
Air free from moisture and carbonic anhydride ?? contains 23°15 
parts of oxygen and 76°85 of nitrogen by weight,?3 which, taking the 
density of oxygen =16 and of nitrogen =14, gives the volumetric 
composition of air as 20°84 volumes of oxygen and 79°16 of nitrogen.”* 
The possibility of the composition of air being altered by the mere 
action of a solvent very clearly shows that the component parts of air 
are in a state of mixture, in which any gases may occur; they do not 
in this case form a definite compound, although the composition of the 
atmosphere does appear constant under ordinary conditions. The fact 
that its composition varies under different conditions confirms the 
truth of this conclusion, and therefore the constancy of the composition’ 
of air must not be considered as in any way dependent on the nature 
of the gases entering into its composition, but only as proceeding from 
cosmic phenomena co-operating towards this constancy. It must be 
admitted, therefore, that the processes evolving oxygen, and chiefly the 
processes of the respiration of plants, are of equal force with those 
processes which absorb oxygen over the entire surface of the earth.” 


7” Air free from carbonic anhydride indicates after explosion the presence of a 
small quantity of carbonic anhydride, as De Saussure remarked, and air free from moisture, 
after being passed over red-hot copper oxide, seems invariably to contain a small 
quantity of water, as Boussingault has observed. These observations cause one to think 
that air always contains a certain quantity of gaseous hydrocarbons, like marsh gas, 
which, as we shall afterwards learn, is evolved from the earth, marshes, &c. Its amount, 
however, does not exceed some hundredths of a per cent. 

% The analyses of air are accompanied by errors, and there are variations of composi- 
tion attaining hundredths per cent.; therefore one must limit oneself to the first places 
in decimals in expressing the average normal composition of air. 

%4 The weight of a litre of hydrogen at 0° and 760 mm. pressure is 0°08958 gram, 
therefore 20°8 litres of oxygen weigh 2°87 grams, and 79°2 litres of nitrogen 99°28 grams, 
which gives the weight of a litre of air as 12914, instead of 1:293. This difference corre- 
sponds with the possible errors of both the analysis of air and of the other data entering 
into the calculation. 

% In Chapter ILI. note 4, an approximate calculation made for the determination of 
the amount of oxygen in the entire atmosphere is evidently without solid foundation— 
that is, it may be supposed that the composition of air varies from time to time when the 
relation between vegetation and the processes absorbing oxygen changes; but such a 
supposition may be met by an argument of the following kind: the atmosphere of the 
earth has not, and should not have, adefinite limit, and we have already seen (Chapter IV. 
note 83) that there are observations confirming this, consequently our atmosphere should 
vary in its component parts with the entire heavenly space. If the equilibrium now exist- 
ing were destroyed, it would be rectified by means of the immense mass of rarefied air 


234 PRINCIPLES OF CHEMISTRY 


Air always contains more or less moisture * and carbonic anhydride, 
proceeding from the respiration of animals and the combustion of 
carbon and carboniferous compounds. The latter shows the properties 


4 ; fi \m 


Fic. 4.—Geisler's potash bulbs. The gas enters 
at a, and passes through a solution of potash 
in the lower bulbs, where the carbonic anhy- 
dride is absorbed, and the gas escapes from 6. 
The lower bulbs are arrange! in a triangle, 
8) that the apparatus can stand without 
support. 


Fia. 39.--Apparatus for the absorption and 
washing of gases, known as Licbiy’s 
bulbs. The gas enters m, presses on the 
absorptive liquid, and passes from m into 
b, c, d, and e consecutively, and escapes 
through ~ 


of an acid anhydride. In order to determine the amount of carbonic 
anhydride in air, substances are employed which absorb it—namely, 
alkalies either in solution orsolid. A solution of caustic potash, KHO, 
is poured into light glass vessels, through 
which the air is passed, and the amount 
of carbonic anhydride is determined by the 
increase in weight of the vessel. But it is 
best to take a solid porous alkaline mass, 
such as soda-lime.?’ With a feeble current 
of air a layer of soda-lime 20 c.m. in length 
is sufficient to completely deprive the — 
air of the carbonic anhydride it con- 


Fig. 41.--Tube for the absorption of tains. A series of tubes containing calcium 
carbonic acid. A wad of cotton 
wool is placed in the bulb to prevent ; , : 
the powder of soda-lime being Which occurs in the heavenly space. If, for instance, 


a Ar hapa Aiko ana the amount of oxygen were diminished, then it would 

calcium. be replenished at the expense of the oxygen pervad_ 

ing the space of the heavens. 

* The amount of moisture contained in the air is considered in greater detail by 
physics and meteorology, and the subject has been mentioned above, in Chapter I. note1, 
where the methods of absorbing moisture from gases were pointed out. 

77 Soda-lime is prepared in the following manner :—Unslaked lime must be reduced toa 
fine powder and mixed with a slightly warmed and very strong solution of caustic soda. The 
mixing should be done in an iron dish, and they should be well stirred together until the lime 
begins to slack. When the mass becomes hot, it boils, swells up, and solidifies, forming a 
_ porous mass very rich in alkali and capable of absorbing carbonic anhydride. A lump of 
caustic soda or potash presents a much smaller surface for absorption, and therefore 
acts much less rapidly. It is necessary to place an apparatus for absorbing water after 
the apparatus for absorbing the carbonic anhydride, because the alkali in absorbing the 
latter evolves water. 
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chloride for absorbing the moisture ?° is placed before the apparatus for 
the absorption of the carbonic anhydride, and a measured mass of air 
is caused to pass through the whole apparatus by means of an aspirator. 
In this manner the determination of the moisture is combined with the 
absorption of the carbonic acid. The arrangement shown in fig. 38 
is such a@ combination. 

The amount of carbonic anhydride” in free air is incomparably 
more constant than the amount of moisture. The average amount of 
carbonic anhydride in 100 volumes of dry air is approximately , ;}; p.c.— 
that is, 10000 volumes of air contain about 3 volumes of carbonic anhy- 
dride, most frequently about 2-95 volumes. As the specific gravity of 
carbonic anhydride, referred to air =1-52, therefore 100 parts by weight 
of air contain 0-045 part by weight of carbonic anhydride. This quantity 
varies according to the time of year (more in winter), the altitude 
above the level of the sea (less at high altitudes), on the proximity to 
forests and fields (less) or cities (greater), &c. But the variation is 
small and rarely exceeds limits of 24 to 4 ten-thousandths by volume.*° 
As there are many natural local influences which either increase the 


* It is evident that the calcium chloride employed for absorbing the water should be 
free from lime or other alkalis in order that it should not retain carbonic anhydride. Such 
calcium chloride may be prepared in thefollowing manner. An entirely neutral solution 
of calcium chloride is prepared from lime and hydrochloric acid; it is then evaporated first. 
over a water-bath and then over a sand-bath with great care. When the solutionattains 
u certain strength a scum is formed, which solidifies on reaching the top. This scum is 
collected, and will be found to be free from caustic alkalis. It is necessary in any case to 
test it before use, as otherwise a large error may be introduced into the results, owing to 
the presence of free alkali (lime). It is better still to pass carbonic anhydride through the 
tube containing the calcium chloride for some time before the experiment, in order to 
saturate any free alkali that may remain from the decomposition of a portion of the 
calcium chloride by water, CaCl. +2H,O=CaOH,0O + 2HCI. 

#¥ Recourse is had to special methods when the determination regards only the carbonic 
anhydride of the air. For instance, it is absorbed by an alkali which does not contain 
carbonates (by a solution of baryta or caustic soda mixed with baryta), and then the 
carbonic anhydride is expelled by an excess of an acid, and its amount determined by the 
voluine given off. During the last ten years the question as to the amount of carbonic 
anhydride present in the air has been submitted to many voluminous and exact researches, 
especially those of Reiset, Schloesing, Miintz, and Aubin, who showed that the amount of 
carbonic anhydride is not subject to such variations as was at first supposed on the basia 
of incomplete and insufficiently accurate determinations. 

5° It is a different case in enclosed spaces in dwellings, cellars, wells, caves, and mines, 
where the renewal of air is hampered. Under these circumstances large quantities of 
carbonic anhydride may accumulate. Even in cities, where there are many conditions for 
the evolution of carbonic anhydride (respiration, decomposition, combustion), its amount 
is greater than in free air, yet even in still weather the difference does not often exceed one 
ten-thousandth (that is, rarely attains 4 instead of 2°4 vols. in 10000 vols. of air). Hundreds 
of very careful comparative determinations made simultaneously around Paris and in 
the city itself, and constant daily determinations conducted at certain meteorological 
stations (for instance, at Montsouris, near Paris), confirm this conclusion. On high 
mountains and in deep valleys, as has been proved in the Pyrenees, the difference of 


236 PRINCIPLES OF CHEMISTRY 


amount of carbonic anhydnde in the air (respiration, combustion, 
rotting, volcanic eruptions, &c.), or diminish it (absorption by plants 
und water), therefore the reason of the great constancy in the amount 
of this gas in air must be looked for, in the first place, in the fact that 
the wind mixes the air of various localities together, and, in the second 
place, in the fact that the waters of the ocean, holding carbonic acid in 
sulution,?! form an immense reservoir for regulating the supply of this 
yas in the atmosphere. As immediately the partial pressure of the 
carbonic anhydride in the air decreases, the water evolves it, and when 
the partial pressure increases, it absorbs it, nature consequently sup- 
plies the conditions for a natural mobile state of equilibrium in this 
instance, as in a number of others.*? 

Beyond nitrogen, oxygen, moisture, and carbonic acid, all other sub- 
stances occurring in air are found in infinitesimally small quantities by 
weight, and therefore the weight of a cubic measure of air depends, to a 
sensible degree, on the above-named components alone. We have 
already mentioned that at 0° and 760 mm. pressure the weight of a 
cubic litre of air is 1-293 grams,* the air being understood to be 


the amount of carbonic anhydride is also very slight (at a height it is, however, less, as 
would be expected). 

31 In the sea as well as fresh water the carbonic acid occurs in two forms, directly 
dissolved in the water, and combined with lime, as calcium bicarbonate (hard waters 
sometimes contain very much carbonic acid in this form). If the tension of the carbonic 
anhydride in the first form varies with the temperature, and its amount with the partial 
pressure, that in the form of acid salts is under the same conditions, because direct 
experiments have shown a similar dependence in this case, although the quantitative 
relations are different in the two cases. 

5? In studying the phenomena of nature one inevitably arrives at the idea that the 
universally reigning state of mobile equilibrium forms the chief reason of that harmonious 
order which impresses all observers. It not unfrequently happens that we do not see the 
causes regulating the order and harmony; in the particular instance of carbonic anhy- 
dride it is a striking circumstance that in the first instance a search was made for an 
harmonious and strict uniformity. and in incidental ‘insufficiently accurate and fragmen- 
tary) observations conditions were even found for concluding it to beabsent. When, later, 
the rule of this uniformity was confirmed, then the causes regulating such order were 
also discovered. The researches of Schloesing were of this character. Deville’s idea of 
the dissociation of the acid carbonates of sea-water is suggested in them. In much else, 
also, a right understanding can only be looked for in detailed investigation. 

5S The difference of the weight of a litre of dry air (free from carbonic anhydride) at 0° 
and 760 mm., at different longitudes and altitudes, depends on the fact that the force of 
gravity varies under these conditions, and with it the pressure of the barometrical colamn 
also varies. This is treated in detail in my works On the Elasticity of Gases and On 
Barometric Lecellings. 

In reality the weight is not measured in ab-olute units of weight (in pressure—refer 
to works on mechanics and physics), but in relative units (vrams, scale weights) whose 
mass is one and the same, and therefore the variation of the weight of the weights itself 
withthe chanye of gravity must not be here taken into account, for the matter deals with 
weights proportional to the masses, and with a change of locality the weight of the weights 
varies as the weight of a given volume of air does. 
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dry and free from carbonic anhydride. Taking the amount of the 
latter as 0:03 per 100 volumes, we obtain a greater weight—namely, 
1000156 times greater (consequently at 0° and 760 mm., instead of 
1-29300 grams, the weight of a litre will then be 129319 grams). The 
weight of moist air in which the tension *4 of the aqueous vapour (par- 
tial pressure) =/mm., and consequently the volume of vapour (its 


density referred to air =0°62) =. f the whole pressure of the moist 


60 
air =760 mm.) is to the weight of an equal volume of dry air as 
es + 0°62 - g” oF as a ates is tol ; that is, the weight of air 
containing carbonic anhydride and moisture at 0° and 760 mm. pressure 
is not 12930 grams, but this weight multiplied by 1-000156 and by 
eas At a pressure (total) of air of H millimetres, a temperature 
é, and elasticity of vapour /, the weight of a litre of air will be 
(z.e., if at 0° and 760 mm. the weight of dry air = 1°293) equal to 
129319, H-038f 
1+0-00367 ¢ 760 
and f=10 mm. (the moisture is then slightly below 60 p.c.), the 
weight of a litre of air = 1:1512 gram.*® 
The presence of ammonia, a compound of nitrogen and hydrogen, 
in the air, is indicated by the fact that all acids exposed to the air ab- 
sorb ammonia from it after a time. De Saussure observed that aluminium 
sulphate is converted by air into a double sulphate of ammonium and 
aluminium, or the so-called ammonia alum. Quantitative determina- 
tions have shown that the amount of ammonia ** contained in air 
varies at different periods. However, it may be accepted that 100 cubic 


For instance, if H = 730 mm., ¢ = 20°, 


54 The tension of the aqueous vapour in the air is determined by hygrometers and 
other similar methods. It may also be determined by analysis (see Chapter I. note 1). 

55 In determining the weight of small and heavy objects (crucibles, &c. in analysis, and 
in determining the specific gravities of liquids, &c.) a correction may be introduced for 
the loss of weight in the air of the room, by taking the weight of a litre of air displaced 
a8 1°2 gram, and consequently 0:0012 gram for every cubic centimetre. But if gasesor, 
in general, large vessels are weighed, and the weighings have to be accurate, it is neces- 

to take into account all the data for the determination of the density of the air 
(¢, H, and f), because sensitive balances can determine the possible variations of the 
weight of air, as inthe case of a litre the weight of air varies in centigrams, even at a 
constant temperature, with variations of H and f. The following method was long ago 
(1859) proposed and applied by me for this purpose. A large light and closed vessel is 
taken, and its volume and weight ina vacuum are accurately determined, and verified from 
time to time. On weighing it we obtain the weight in air of a given density, and by sub- 
tracting this weight from its absolute weight and dividing by its volume we obtain the 
density of the air. 

58 Schloesing studied the equilibrium of the ammonia of the atmosphere and of the 
rivers, seas, &c., and he showed that its amount is interchangeable between them. The 
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zseettes Of air do not contain less than 1 and not more than 5 milli- 

yeaiun Of ammonia. It is remarkable that mountain air contains more 

zaesssnonia than the air of valleys. The air in those places where animal 
= ibotinces undergoing change are accumulated, and especially that of 
»tibles, generally contains a much greater quantity of this gas. This is 
tse: reason of the peculiar pungent smell noticed in such places. More- 
aver alnmonia, as we shall learn in the following chapter, combines with 
acids, and should therefore be found in air as such combinations, as 
«ir contains carbonic and nitric acids. 

The presence of nitric acid in air is proved without doubt by the 
fact that rain-water contains a somewhat considerable amount of 
nitric acid, as we shall learn when speaking of this acid. 

Further (as has been mentioned in Chapter I'V.), air contains ozone 
and hydrogen peroxide.*” 

Besides substances in a gaseous or vaporous state,** there is always 
found a more or less considerable quantity of substances which are not 
known in a state of vapour. These substances are carried in the air as 
dust. If a linen surface, moistened with an acid, be placed in perfectly 
pure air, then the washings are found to contain sodium, calcium, iron, 
and potassium.*? Linen moistened with an alkali absorbs carbonic, 
sulphuric, phosphoric, and hydrochloric acids. Further, the presence 


ratio between the amount of ammonia in a cubic metre of air and in a litre of water at 
0° =0°004, at 10°=0°010, at 25°=0°040 to 1, and therefore in nature there is a state of 
equilibrium in the amount of ammonia in the atmosphere and waters. 
37 Whilst formed in the air, ozone and hydrogen peroxide at the same time rapidly dis- 
appear from it by oxidising those substances which are capable of being oxidised. Owing 
tothis instability their amounts vary considerably, and, as would be expected, ozone is met 
with to an observable amount in pure air, whilst its amount decreases to zero in the air of 
cities, and especially in dwellings where there is a maximum of substances capable of oxidi- 
sation and a minimum of conditions for the formation of ozone. There is a causal connection 
between the amount of ozone present in the air and its purity, that is, the amount of 
foreign residues of organic origin liable to oxidation present in the air. Where there 
is much of such residues the amount of ozone must be small, because when in contact with 
them it oxidises them and itself disappears. For this reason efforts have been made to 
upply ozone for purifying the air by evolving it by artificial means in the atmosphere ; for 
instance, by passing a series of electrical sparks through the ventilating pipes leading air 
into a building. Air thus ozonised destroys, oxidises—that is, brings about the com- 
bustion of—the organic residues present in the air,and thus will serve for purifying it. For 
these reasons the air of cities contains less ozone than country air. This forms the dis- 
tinguishing feature of country air. However, animal life cannot exist in air containing a 
comparatively large amount of ozone, just as it cannot in an atmosphere of pure oxygen. 

53 Amongst them we may mention iodine and alcohol, C,H,O, which Miintz found to 
be always present in air, the soil, and water, although in minute traces only. 

39 A portion of the atmospheric dust is of cosmic origin; this is undoubtedly proved 
by the fact of its containing metallic iron, as do meteorites. Nordenskiild found iron in 
the dust covering snow, and Tissandier in every kind of air, although naturally in very 
small quantities. 
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of organic substances in air has been proved by a similar experiment. 
If a glass globe be filled with ice and placed in a room where are a 
number of people, then the presence of organic substances, like albu- 
minous substances, may be proved in the water which condenses on the 
surface of the globe. It may be that the miasmas causing infection in 
marshy localities, hospitals, and in epidemic illnesses proceed from the 
presence of such substances in the air, as well as from the presence 
of germs of lower organisms borne in the air as a minute dust. 
Pasteur proved the presence of such germs in the air by the following 
experiment :—He placed gun-cotton (pyroxylin), which has the appear- 
ance of ordinary cotton, in a glass tube. Gun-cotton is soluble ina 
mixture of ether and alcohol, forming the so-called collodion. A cur- 
rent of air was passed through the tube for a long period of time, and 
the gun-cotton was then dissolved in a mixture of ether and alcohol. 
An insoluble residue was thus obtained which actually contained the 
germs of organisms, as was shown by microscopical observations, and by 
their capacity to develop into organisms (mould, &c.) under favourable 
conditions. The presence of these germs determines the property of 
air of bringing about the processes of rotting and fermentation—that 
is, the fundamental alteration of organic substances, which is accom- 
panied by an entire change in their properties. The appearance of 
lower organisms, both vegetable and animal, is frequently to be 
remarked in these processes. Thus, for instance, in the process of fer- 
mentation, when, for example, wine is procured from the sweet juice 
of grapes, a sediment separates out which is known under the name 
of lees, and contains peculiar yeast organisms. Germs are required 
before these organisms can appear.4? They are borne in the air, and fall 
into such substances from it. Finding themselves under favourable 
conditions, the germs develop into organisms ; they are nourished at the 
expense of the organic substance, and during growth change and destroy 
it, and bring about corruption and rotting. This is why, for instance, 
the juice of the grape when contained in the skin of the fruit, which 
allows access of the air but is impenetrable to the germs, does not fer- 
ment, does not alter so long as the skin remains intact. This is also 
the reason why animal substances when kept from the access of air 
may be preserved for a great length of time. Conserves for long sea 


4° The idea of the spontaneous growth of organisms in n suitable medium, although 
still upheld by many, has since the work of Pasteur and his followers (and to a certain 
extent of his predecessors) been discarded, because it has been proved how, when, and 
whence (from the air, water, &c.) the germs appear; that fermentation as well as infec- 
tious diseases cannot take place without them ; and mainly because it has been shown that 
any change accompanied by the development of the organisms introduced may be brought 
about at will by the introduction of the germs into a suitable medium. 
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voyages are preserved in this way.*! Hence it is evident that however 
infinitesimal the quantity the germs carried in the atmosphere may be, 
still they have an immense significance in nature.*? 

Thus we see that air contains a great variety of substances. The 
nitrogen, which is found in it in the largest quantity, has the least 
influence on those processes which are accomplished by the action of air. 
The oxygen, which is met with in a lesser quantity than the nitrogen, 
on the contrary, takes a very Important part in a number of reac- 
tions ; it supports combustion and respiration, it brings about corruption 
and every process of slow oxidation. The part played by the moisture 
of air is known to everyone. The carbonic anhydride, which is met 
with in still smaller quantities, has an immense significance in nature, 
inasmuch as it serves for the nourishment of plants. The importance 
of the ammonia and nitric acid is immense, because they are the sources 
of the nitrogenous substances comprising an indispensable element 
in all living organisms. And. lastly, the infinitesimal quantity of germs 
evinces their significance in a number of processes. Thus it is not the 
quantitative but the qualitative relations of the component parts of the 
atmosphere which determine its importance in nature. 

Air, being a mixture of various substances, may sutfer considerable 
changes in consequence of incidental circumstances. It is particularly 
important to remark that change in the composition of air which takes 
place in dwellings and in various localities where human beings have to 
remain during a lengthy period of time. The respiration of human 
beings and animals alters the air.‘ A similar deterioration of air is 
produced by the intluence of decomposing organic substances, and 


41 In further confirmation of the fact that putrefaction and fermentation depend on 
germs carried in the air, we may cite the circumstance that potsonous substances de- 
stroving the life of organisms stop or hinder the appearance of the above processes. 
Air which has been heated to redness or passed through salpharic acid no longer contains 
the germs of organisms. and loses the faculty of producing fermentation and putrefaction. 

4? Their presence in the air is naturally due to the diffusion of germs into the atmo- 
«phere, and owing to their microscopical dimensions they, as it were. hang in the air in 
virtue of their large surfaces compared to their weight. In Paris the amount of dast 
hanging in the air equals from 6 ‘after maim) to 23 grams per 1000 c.m. of air. 

4 We see similar cases everywhere. For exampie. the predominating mass of sand 
and clay in the soil takes hardly any chemical part in the economy of the soil in respect 
to the nourishment of plants. The plants by their roots search for substances which are 
diffused in comparatively small quantities in the soul. If a large quantity of these 
nourishing substances be taken, then the plants will not develop in the soil. just as animals 
die in oxvgen. 

44 4 man in breathing burns about 10 grams of carbon per hour—that is, he produces 
about 380 grams, or jas 1 ¢.m. of carbonic anhydmde weighs about 2000 grams) about 
3; ¢-m. of carbonic anhydride. The aircoming from the lungs contains 4 p.c. of carbonic 
anhydride by volume. The exhaled air acts as a direct poison, owing to this gas and to 
other imparities. 
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especially of substances burning in it.‘ Hence it is necessary to have 
regard to the purification of the air of dwellings. The renewal of air, 
the replacing of respired by fresh air, is termed ‘ ventilation,’ 4* and the 


49 For this reason candles, lamps, and gas change the composition of air almost in 
the same way as respiration. In the burning of 1 kilogram of stearin candles, 50 cubic 
metres of air are changed as by respiration—that is, 4 p.c. of carbonic acid will be 
formed in this volume of air. The respiration of animals and exhalations from their skins, 
and especially from the intestine and the excrements and the transformations taking place 
in them, spoil the air to a still greater extent, because they introduce other volatile sub- 
stances besides carbonic anhydride into the air. At the same time that carbonic anhy- 
dride is formed the amount of oxygen in the air decreases, and consequently the relative 
amount of nitrogen increases, together with which there is noticed the appearance of mias- 
mata which occur in but small quantity, bat which are noticeable in passing from fresh 
air into space full of such adulterated air. The researches of Schmidt and Leblanc and 
others show that with 20°6 p.c. of oxygen (instead of 20°9 p.c.), when the diminution is due 
to respiration, air already becomes noticeably heavy and unfit for respiration, and that the 
heavy feeling experienced in such air increases with a lesser percentage of oxygen. It is 
difficult toremain for a few minutes in air containing 17:2 p.c. of oxygen. These obser- 
vations were chiefly obtained by observations on the air of different mines, at different 
depths below the surface. The air of theatres and buildings full of people also proves to 
contain less oxygen; it was once found that at the end of a theatrical representation the 
air at the stalls contained 20°75 p.c. of oxygen, whilst the air at the upper part of the theatre 
contained only 20°86 p.c. The amount of carbonic anhydride in the air may be taken 
as a measure of its purity (Pettenkofer). When it reaches 1 p.c. it is very difficult for 
human beings to remain long in such air, and it is necessary to set up a vigorous ventilation 
for the removal of the adulterated air. In order to keep the air in dwellings in a uniformly 
good state, it is necessary to introduce at least 10 cubic metres of fresh air per hour per 
person. We saw thata man exhales about five-twelfths cubic metres of carbonic anhy- 
dride per day. Accurate observations have shown that air containing one-tenth p.c. of 
exhaled carbonic anhydride (and consequently also a corresponding amount of the other 
substances evolved together with it) is not yet felt as spoilt ; and therefore the five-twelfth 
cubic metres of carbonic anhydride should be diluted with 420 cubic metres of fresh air if 
it be desired to keep not more than one-tenth p.c. (by volume) of carbonic anhydride 
in the air. Hence a man requires 420 cubic metres of air per day, or 18 cubic metres per 
hour. With the introduction of only 10 cubic metres of fresh air per person, the amount 
of carbonic anhydride may reach one-fifth p.c.. and the air will not then be of the 
required freshness. 

46 The ventilation of inhabited buildings is most necessary, and is even indispensable 
in hospitals, schools, and similar buildings. In winter it is carried on by the so-called 
calorifiers or stoves heating the air before it enters. The best kind of calorifiers in this 
respect are those in which the fresh cold air is led through a series of channels heated by 
the hot gases coming from astove In ventilation, particularly during winter, care is taken 
that the incoming air shall be moist, because in winter the amount of moisture in the 
air is very small. Ventilation, besides introducing fresh air into a dwelling-place, must 
also withdraw the air already spoilt by respiration and other causes—that is, it is neces- 
sary to construct channels for the escape of the bad air, besides those for the introduction 
of fresh air. In ordinary dwelling-places, where not many people are congregated, the 
ventilation is conducted by natural means, in the heating by fires, through crevices, 
windows, and various orifices in walls, doors, and windows. In mines, factories, and works 
ventilation is of the greatest importance. 

Animal vitality may still continue for a period of several minutes in air containing up 
to 30 p.c. of carbonic anhydride, if the remaining 70 p.c. consist of ordinary air, but respi- 
ration ceases after a certain time, and death may even ensue. The flame of a candle 
is extinguished in an atmosphere containing from 5 to 6 p.c. of carbonic anhydride, 
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removal of impurities from the air is called ‘disinfection.’*” Theaccu- 
mulation of all kinds of impurities in the air of dwellings and cities is 
the reason why the air of mountains, forests, seas, and non-marshy 
localities, covered with vegetation or snow, is distinguished for its fresh- 
ness, and, in all respects, beneticial action. 


but animal vitality can be sustained in it for a somewhat long time, although the 
effect of such air is exceedingly painful to even the lower animals. There are mines in 
which a lighted candle easily goes out from the excess of carbonic anhydride, but in which 
the miners have to remain for a long time. The properties of air may be considerably 
vitiated by the combustion of charcoal, wood, and similar substances in it, even when it 
contains a comparatively small amount of carbonic anhydride. This doubtless depends on 
the fact that certain gaseous substances are formed in the act of combustion (carbonic 
oxide, acetylene, hydrocyanic acid, and others) which are positively injurious to breathe. 
The action of charcoal fumes and smoke is based on this fact. The presence of 1 p.c. of 
carbonic oxide is deadly even to cold-blooded animals. The air of explosive mines, where 
explosions are made, is known to produce a state of insensibility resembling that produced 
by charcoal fumes. Deep wells and vaults not unfrequently contain similar substances, 
and their atmosphere often causes suffocation. The atmospheres of such places cannot 
be tested by lowering a lighted candle into it, as these poisonous gases would not extin- 
guish the flame. This method only suffices to indicate the amount of carbonic anhydride. 
If a candle keeps alight, it signifies that there is less than 5 p.c.of this gas. In doubtful 
cases it is best to lower a dog or other animal into the air to be tested. 

47 Different so-called disinfectants are capable of purifying the air, and of preventing 
the injurious action of certain of its components: by changing or destroying them. Dis- 
infection is especially necessary in those places where a considerable amount of volatile 
substances are evolved into the air, and where organic substances are decomposed ; for 
instance, in hospitals, closets, &c. The numerous disinfectants are of the most varied 
nature. They may be divided into the following chief categories: oxidising substances» 
antiseptic substances, and absorbent substances. To the oxidising substances used for 
disinfection belong chlorine, and various substances evolving it, because chlorine in the 
presence of water oxidises the majority of organic substances. Further, to this class 
belong the permanganates of the alkalis, as substances easily oxidising matters dissolved 
in water ; these salts are not volatile like chlorine, and therefore act much more slowly, 
and in a much more limited sphere. Antiseptic substances are those which convert 
organic substances into such as are little prone to change, and prevent putrefaction and 
fermentation. They most probably kill the germs of organisms occurring in miasmata. 
The most important of these substances are creosote and phenol (carbolic acid), which 
occur in tar, and which act in preserving smoked meat. Phenol is a substance little 
soluble in water, volatile, oily, and having the characteristic smell of smoked objects. Its 
action on animals in considerable quantities is injurious, but in small quantities, used in 
the form of a weak solution, it prevents the change of animal matter. The smell of 
privies, which depends on the change of excremental matter, may be easily removed by 
means of chlorine or phenol. Salicylic acid, thymol, common tar, &c., are also substances 
having the same property. They are used in special cases, but naturally not so generally. 
Absorbent substances are of no less importance than the preceding two classes of disin- 
fectants, inasmuch as they act regularly and are innocuous. They are such substances 
as absorb the odoriferous gases and vapours emitted during putrefaction, which are 
chiefly ammonia, sulphuretted hydrogen, and other volatile compounds. To this class 
belong charcoal, certain salts of iron, gypsum, salts of magnesia, and such like substances» 
as well as peat, mould, and clay. Their employment is profitable, not only for removing 
the odour, but also in the radical destruction of miasmata. The questions both of disin- 
fection and ventilation appertain to the most serious problems of common life and 
hygiene. These questions are so vast that we are here able only to give a short outline 
of their nature. 
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CHAPTER VI 


THE COMPOUNDS OF NITROGEN WITH HYDROGEN AND OXYGEN 


In the last chapter we saw that nitrogen does not immediately combine 
with hydrogen, but that a mixture of these gases in the presence of 
hydrochloric acid gas, HCl, forms ammonium chloride, NH,Cl, on the 
passage of a series of electric 
sparks.! In ammonium chlo- _ 
ride, HCl is combined with | 
NH, consequently N with 
H; forms ammonia.? Almost 
all the nitrogenous sub- 
stances of plants and ani- : 
mals evolve ammonia when 
heated with an alkali. But 
even without the presence 
of an alkali the majority of 
nitrogenoussubstances, when Fic. 42.—The dry distillation of bones on a large scale. 


decomposed or heated with a jpabenesars hunted jn the vertical evinderyC (about 
limited supply of air, evolve — fhecondenser B, and rectiver F. When the distillation 
their nitrogen, ifnot entirely, ScHanstlt im espa, nd the rt one 
at all events partially, in $30 trl quantity of tones charge inte thecy lider 


the form of ammonia. Thus, foaecna baa salts, as described in the follow- 


when animal substances such 
as skins, bones, flesh, hair, horns, &c., are heated without access 
of air in iron retorts—or, as it is termed, are subjected to dry distil- 


1 The ammonia in the air, water, and soil proceeds from the decomposition of the 
nitrogenous substances of plants and animals, and also probably from the reduction of 
nitrates. Ammonia is always formed in the rusting of iron. Its formation in this case 
depends in all probability on the decomposition of water, and on the action of the hydro- 
gen at the moment of its evolution on the nitric acid contained in the air (Cloez), or on 
the formation of ammonium nitrite, which takes place under many circumstances. The 
evolution of vapours of ammonia compounds is sometimes observed in the vicinity of 
volcanoes. 

2 If a silent discharge (as in the ozonisation of oxygen), or a series of electric 
sparks (for instance, in a eudiometer), be passed through ammonia gas, it is decomposed 
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lation, they decompose. A portion of the substances proceeding 
from the decomposition remains in the retort and forms a carbonaceous 
residue, whilst the other portion, in virtue of its volatility, escapes 
through the tube leading from the retort. The vapours given off, on 
cooling, form a liquid which separates into two layers ; the one, which 
is oily, is composed of the so-called animal oils (olewm animale), the - 
other, an aqueous layer, contains a solution of ammonia salts. If this 
solution be mixed with lime and heated, the lime takes up the elements 
of carbonic acid from the ammonia salts, and ammonia is evolved as a 
gas.3 In ancient times ammonia compounds were imported into Europe 
from Egypt, where they were prepared from the soot obtained in the 
employment of camels’ dung as fuel in the locality of the temple of 
Jupiter Ammon (in Lybia), and therefore the salt obtained was called 
‘sal-ammoniacale,’ from which the name of ammonia is derived. Now 
ammonia is exclusively obtained, on a large scale, either from the products 
of the dry distillation of animal or vegetable refuse, from urine, or from 
the ammoniacal liquors collected in the destructive distillation of coal 


{ 


into nitrogen and hydrogen. This is a phenomenon of dissociation, as was explained in the 
preceding chapter, p. 227. Therefore, a series of sparks do not totally decompose the 
ammonia, but leave a certain portion undecomposed. One volume of nitrogen and three 
volumes of hydrogen are obtained from two volumes of ammonia. The presence of free 
ammonia—that is, ammonia not combined with acids—in a gas or aqueous solution may 
be recognised by its characteristic smell. But many ammonia salts do not possess this 
smell. However, on the addition of an alkali (for instance, caustic lime, potash, or soda), 
they evolve ammonia gas, especially when heated. The presence of ammonia may be 
made visible by introducing a substance moistened with strong hydrochloric acid into 
its neighbourhood. A white cloud, or visible white vapour, then makes its appearance. 
This depends on the fact that both ammonia and hydrochloric acid are volatile, and 
on coming into contact with each other form solid sal-ammoniac, NH,Cl, which forms a 
cloud. This test is usually made by dipping a glass rod into hydrochloric acid, and 
holding it over the vessel from which the ammonia is evolved. With small amounts of 
ammonia this test is, however, untrustworthy, as the white vapour is scarcely observable. 
In this case it is best to take paper moistened with mercurous nitrate, HgNOs. This 
paper turns black in the presence of ammonia, owing to the formation of a black com- 
pound of ammonia with inercurous oxide. The smallest traces of ammonia, for instance, 
in river water, may be discovered by means of the so-called Nessler’s reagent, containing 
a solution of mercuric chloride and potassium iodide, which forms a brown coloration 
or precipitate with the smallest quantities of ammonia. Here it will be useful to give the 
thermo-chemical data (in thousands of units of heat, according to Thomsen), or the 
quantities of heat evolved in the formation of ammonia and its compounds in quantities 
expressed by their formule. Thus, for instance (N+H;) 26°7 indicates that 14 grams 
of nitrogen in combining with 8 grams of hydrogen develop sufficient heat to raise the 
temperature of 26°7 kilograms of water 1°. (NH;+nH.O) 84 (heat of solution); 
(NH;,nH,0 + HCl,nH.,0) 12°83; (N +H, +Cl) 906; (NHs+ HCl) 41°9. 

3 The same ammonia water is obtained, although in smaller quantities, in the 
dry distillation of plants and of coal, which consists of the remains of fossil plants. 
In all these cases the ammonia proceeds from the destruction of the complex nitrogenous 
substances occurring in plants and animals. The ammonia salts employed in practice 
are prepared by this method. 
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for the preparation of coal gas. This ammoniacal liquor is placed in a 
retort with lime and heated ; the ammonia is then evolved together 
with steam.‘ In practice, only a small amount of ammonia is used in 
a free state—that is, in an aqueous solution ; the greater portion of it 
is converted into different salts having technical uses, especially sal- 
ammoniac, NH,Cl, and ammonia sulphate, (NH,),SO,. They are saline 
substances which are formed because amnonia, NH,, combines with all 
acids, HX, forming ammonia salts, NH,X. Sal-ammoniac, NH,Cl, is 


7c cas ey fl 


Fic. 43.—Method of abstracting ammonia, on a large senile, from ammonia water obtained at gas 
works by the dry distillation of coal, or by the fermentation of urine, &c. This water ix mixed 
with lime and poured into the boiler C”, atl from thence into C/ and © consecutively. The last 
boiler is heated directly over a furnace, ‘and therefore no ammonia remains in golution after the 
liquid has been boiled in it. The liquid is therefore then thrown away. The ammonia vapour and 
steam pass from the boiler C, through the tube T, into the boiler Cc’, and then into C”, so that the 
solution in C’ becomes stronger than that in C, and still stronger in C”’, The boilers are furnished 
with stirrers A, A’, and A” to prevent the lime settling. From C” the ammonia and steam pass 
through the tube T’ into worm condensers surrounded with cold water, from thence into the 
Woulfe’s bottle P, where the solution of ammonia is collected, and from whence the still uncon- 
eee vapour is led into the fiat vessel R, containing acid which retains traces of 
ammonia. 


a compound of ammonia with hydrochloric acid. It is prepared by 
passing the vapours of ammonia and water, evolved, as above described, 
from ammoniacal liquor, into an aqueous solution of hydrochloric acid, 
and on evaporating the solution sal-ammoniac is obtained in the form 
of soluble crystals*® resembling common salt in appearance and pro- 

* The technical methods for the preparation of ammonia water, and for the extraction 
of ammonia from it, are to a certain extent explained in the figures accompanying the 
text. 

5 Usually these crystals are sublimed by heating them in crucibles or pots, when the 


vapours of sal-ammoniac condense onthe cold covers asa crust, in which form it comes 
into the market. 
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perties. Ammonia may be very easily prepared from this sal-ammoniac, 
NH,Cl, as from any other ammoniacal salt, by heating it with lime. 
Calcium hydroxide, CaH,O., as an alkali takes up the acid and sets 
free the ammonia, forming calcium chloride, according to the equation 
2NH,Cl + CaH,O, =2H,0+CaCl,+2NH,. In this reaction the 
ammonia, as a gas, is evolved.® 

Tt must be observed that all the complex nitrogenous substances of 
plants, animals, and soils are decomposed when heated with an excess 
of sulphuric acid, the whole of their nitrogen being converted into 
ammonium sulphate, from which it may be liberated by treatment with 
an excess of alkali. This reaction is so complete that it forms the 
basis of Kjeldahl’s method for estimating the amount of nitrogen in its 
compounds. 

Ammonia is a colourless gas, resembling those with which we are 
already acquainted in its outward appearance but clearly distinguish- 
able from any other gas by its very characteristic and strong smell. It 
irritates the eyes, and it is positively impossible to inhale it. Animals 
die in it. Its density, referred to hydrogen, is 8-5 ; hence it is lighter 
than air. It belongs to the class of gases which are easily liquefied.’ 


6 On a small scale ammonia may be prepared in a glass flask by mixing equal parts 
by weight of slacked lime and finely-powdered sal-ammoniac, the neck of the flask 
being connected with an arrangement for drying the gas obtained. In this instance 
neither calcium chloride nor sulphuric acid can be used for drying the gas, because 
they absorb ammonia, and therefore solid caustic potash, which is capable of retaining 
the water, is employed. The gas conducting tube leading from the desiccating apparatus 
in introduced into a mercury bath, if dry gaseous ammonia be required, because water 
cannot be employed in collecting ammonia gas. Ammonia was first obtained in this dry 
atate by Priestley, and its composition was investigated by Berthollet at the end of the 
last century. Oxide of lead mixed with sal-ammoniac (Isambert) evolves ammonia 
with still greater ease than lime. The cause and process of the decomposition is almost 
the same, 2PbO + 2NH,Cl=Pb,OCl,+H,0+2NH;. Lead oxychloride is (probably) 
formed. 

7 This is evident from the fact that its absolute boiling point lies about +1380° (Chap. 
II. Note 29). Consequently, it may be liquefied by pressure alone at the ordinary, and even 
much higher, temperatures. The latent heat of evaporation of 17 parts by weight 
of ammonia equals 4400 units of heat, and therefore liquid ammonia may be employed 
for the production of cold. Strong aqueous solutions of ammonia, which in parting with 
their ammonia act in a similar manner, are not unfrequently employed for this purpose. 
Suppose a saturated solution of ammonia to be held in a closed vessel furnished with 
a receiver. If the ammoniacal solution be heated, the ammonia, with a small quantity 
of water, will pass off from the solution, and in accumulating in the apparatus will 
produce a considerable pressure, and will therefore liquefy in the cooler portions of the 
receiver. Hence liquid ammonia will be obtained in the receiver. The heating of the 
veasel containing the aqueous solution of ammonia is then stopped. After having been 
heated it contains only water, or a solution poor inammonia. When once it begins to cool, 
the ammonia yapours commence dissolving in it, the space becomes rarefied, and a rapid 
vaporisation of the liquefied ammonia left in the receiver takes place. In evaporating in 
the receiver it will cause the temperature in it to fall considerably, and will itself pass into 
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Faraday employed the following method for liquefying ammonia. 
Ammonia, when passed over dry silver chloride, AgC], is absorbed by it 
to a considerable extent, especially at low temperatures.* The solid 


the aqueous solution. In the end, the same ammoniacal solution as was originally taken 
is re-obtained. Thus, in this case, on heating the vessel the pressure increases of itself, 
and on cooling it diminishes, so that here heat directly replaces mechanical work. This 
is the principle of the simplest forms of Carré’s ice-making machines, shown in fig. 44. 
C is a vessel made of boiler plates into which the saturated solution of ammonia is 
poured ; is a tube conducting the ammonia vapour to the receiver A. All parts of 
the apparatus should be hermetically joined together, and should be able to withstand a 
pressure reaching ten atmospheres. The apparatus should be freed from air, which 


Fic. 44,—Carré’s apparatus. Described in text. 


would otherwise hinder the liquefaction of the ammonia. The process is carried on as 
follows :—The apparatus is first so inclined that any liquid remaining in A may flow 
into C. The vessel C is then placed upon a stove F, and heated until the thermometer ¢ 
indicates a temperature of 180° C. During this time the ammonia has been expelled from 
C, and has liquefied in A. In order to facilitate the liquefaction, the receiver A should 
be immersed in a tank of water R (see the left-hand drawing in fig. 44). After about 
half an hour, when it may be supposed that the ammonia has been expelled, the fire is 
removed from under C, and this is now immersed in the tank of water R. The apparatus 
is represented in this position in the right-hand drawing of fig. 44. Then the liquefied 
_&mmonia evaporates, and passes over into the water in C. This causes the temperature 
of A to fall considerably. The substance to be refrigerated is placed in a vessel G, in the 
cylindrical space inside the receiver A. The refrigeration is also kept on for about half 
an hour, and with an apparatus of ordinary dimensions (containing about two litres 
of ammonia solution), five kilograms of ice are produced by the consumption of one 
kilogram of coal. In industrial works more complicated types of Carré’s machines are 
employed. 

8 Below 15° (according to Isambert), the compound AgCl,3NHs is formed, and above 
20° the compound 2AgCl,3NH;s. The tension of the ammonia evolved from the latter 
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compound AgCl,3NH, thus obtained is introduced into a bent tube 
(fig. 45), whose open end c is then fused up. The compound is then 
slightly heated at a, and the ammonia comes off, owing to the easy 
dissociation of the compound. The other end of the tube is immersed 
in a freezing mixture. The pressure of the gas 
coming off, combined with the low temperature 
at one end of the tube, causes the ammonia 
evolved to condense into a liquid, in which form 
Fic. 45,-The liquefaction of it collects at the cold end of the tube. If the 

Se tbe A wont heating be stopped, the silver chloride again 


glass tube. A compound 
of chloride of silver and ps heorbs the ammonia. In this manner, one tube 


ammonia is placed in the 
then seated up. © * «may serve for repeated experiments. Ammonia 
may also be liquefied by the ordinary methods 
—that is, by means of pumping dry ammonia gas into a refrigerated 
space. Liquefied ammonia is a colourless and very mobile liquid,® 
whose specific gravity at 0° is 0°63 (E. Andréett). At the temperature 
(about — 70°) given by a mixture of liquid carbonic anhydride and ether, 
liquid ammonia crystallises, and in this form its odour is feeble, because 
at so low a temperature its vapour tension is very inconsiderable. The 
boiling point (at a pressure of 760 mm.) of liquid ammonia is about — 32°. 
Hence this temperature may be obtained at the ordinary pressure by 
the evaporation of liquefied ammonia. 

Ammonia, containing, as it does, much hydrogen, is capable of 
combustion ; it does not, however, burn regularly, and sometimes not 
at all, in the ordinary atmospheric air. In pure oxygen it burns with 
a greenish-yellow flame,'° forming water, whilst the nitrogen set free 


substance is equal to the atmospheric pressure at 68°, whilst for AgCl,3INHs the 
pressures are equal at about 20°; consequently, at higher temperatures it is greater than 
the atmospheric pressure, whilst at lower temperatures the ammonia, being absorbed 
by the silver chloride, forms this compound. Consequently, all the phenomena of disso- 
ciation are here clearly to be observed. 

® The liquefaction of ammonia may be accomplished without an increase of pressure, 
by means of refrigeration alone, in a carefully-prepared mixture of ice and calcium 
chloride. It may even take place in the severe frosts of a Russian winter. The appli- 
cation of liquid ammonia as a motive power for engines forms a problem which has to a 
certain extent been solved by the French engineer Tellier. 

10 The combustion of ammonia in oxygen may be effected by the aid of platinum. 
A small quantity of an aqueous solution of ammonia, containing about 20 p.c. of ammonia, 
is pouréd into a wide-necked beaker of about one litre capacity. A gas-conducting tube 
about 10 mm. in diameter, and supplying oxygen, is immersed in the aqueous solution of 
ammonia. But before introducing the gas an incandescent platinum spiral is placed in 
the beaker; the ammonia in the presence of the platinum is oxidised and burns, whilst 
the platinum wire becomes still more incandescent. The ammonia is then heated, and 
the oxygen passed into the solution. The oxygen, as it bubbles off from the ammonia 
solution, carries off a part of the ammonia with it, and this mixture explodes on coming 
into contact with the incandescent platinum. This is followed by a certain cooling effect, 
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gives its oxygen compound — that is, oxide of nitrogen. The decompo- 
sition of ammonia into hydrogen and nitrogen not only takes place at a 
red heat and under the action of electric sparks, but also by means of 
many oxidising substances ; for instance, by passing ammonia through 
a tube containing red-hot copper oxide. The water thus formed may 
be collected by substances absorbing it, and the quantity of nitrogen 
may be measured in a gaseous form, and thus the composition of 
ammonia determined. In this manner it is very easy to prove that 
ammonia contains 3 parts by weight of hydrogen to 14 parts by 
weight of nitrogen ; and, by volume, 3 vols. of hydrogen and 1 vol. of 
nitrogen form 2 vols. of ammonia.!! 

Ammonia is capable of combining with a number of substances, 
forining, like water, substances of various degrees of stability. It is 
more soluble than any other known gas, both in water and in many 
aqueous solutions. We have already seen, in the first chapter, that 
one volume of water, at the ordinary temperature, dissolves about 
700 vols. of ammonia gas. The great solubility of ammonia enables it 
to be always kept ready for use in the form of an aqueous solution !? 
which is commercially known as spirits of hartshorn. Ammonia water 


owing to the combustion ceasing, but after a short interval this is, however, renewed, 50 
that one feeble explosion follows after another. During the period of oxidation without 
explosion, white vapours of ammonium nitrite and red-brown vapours of oxides of nitrogen 
make their appearance, while during the explosion there is complete combustion, and 
consequently water and nitrogen are formed. 

1! This may be verified by their densities. Nitrogen is 14 times denser than hydro- 
gen, and ammonia is 84 times. If 8 volumes of hydrogen with 1 volume of nitrogen gave 
4 volumes of ammonia, then these 4 volumes would weigh 17 times more than 1 volume 
of hydrogen ; consequently, 1 volume of ammonia would weigh 4} times heavier than the 
same volume of hydrogen. But as these 4 volumes only give 2 volumes of ammonia, 
therefore they weigh 8} times heavier than hydrogen, which we find to be actually the 
care. : 

1? Aqueous solutions of ammonia are lighter than water, and at 15°, taking water at 
4°=10000, their specific gravity, as dependent on 7p, or the percentage amount (by 
weight) of ammonia, is given by the expression s = 9992 — 42°5p + 0°21p?; for instance, with 
10 p.c. s=9587. If the temperature be =?°, but not less than 10° or above 20°, then 
the expression (15 — ¢) (1°5 + 0°14p) must be added to the formula for the specific gravity. 
Solutions containing above 24 p.c. have not been sufficiently investigated in respect to 
the variation of their specific gravity. It is, however, easy to obtain more concentrated 
solutions, and at 0° solutions approaching NH;,H.,O (48°6 p.c. NH3) in their composition, 
and of sp. gr. 0°85, may be prepared. But such solutions give up the bulk of their 
ammonia at the ordinary temperature, so that more than 24 p.c. NH; is rarely contained 
in solution. Ammoniacal solutions containing a considerable amount of ammonia give 
ice-like crystals at temperatures far below 0° (for instance, an 8 p.c. solution at —14°, the 
strongest solutions at — 48°) which seem to contain ammonia. The whole of the ammonia 
may be expelled from a solution by heating, even at a comparatively low temperature ; 
therefore, in henting aqueous solutions containing ammonia a very strong solution of 
ammonia is obtained in the distillate. Alcohol, ether, and many other liquids are also 
capable of dissolving ammonia. Solutions of ammonia, when exposed to the atmosphere, 
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is continually evolving ammoniacal vapour, and so has the characteristic 
smell of ammonia itself. It is a very characteristic and important fact 
that ammonia has an alkaline reaction, and colours litmus paper blue, 
just like caustic potash or lime ; it is therefore sometimes called caustec 
ammonia (volatile alkali). Acids may be saturated by ammonia water 
or gas in exactly the same way as by any other alkali. In so doing, 
ammonia combines directly with acids, and this forms the most essential 
chemical reaction of this substance. If sulphuric, nitric, acetic, or any 


give off a part of their ammonia, in accordance with the laws of the solution of gases in 
liquids already considered by us. But the ammoniacal solutions at the same time 
absorb carbonic anhydride from the air, and ammonium carbonate remains in the solu- 
tion. 

Solutions of ammonia are required both in the laboratory and in practice, and have 
therefore to be frequently prepared. For this purpose the arrangement shown in fig. 46 
is employed in the laboratory. In works the same arrangement is used, only on a larger 
scale (with earthenware or metallic vessels). The gas is prepared in the retort, from 


aac HATTA 


Fig. 46.—Apparatus for preparing solutions of ammonia, 


whence it is led into the two-necked globe A, and then through a series of Woulfe’s 
bottles, B, C, D, E. The impurities spurting over collect in A, and the gas is dissolved 
in B, but the solution soon becomes saturated, and a purer (washed) ammonia passes 
over into the following vessels, in which only a pure solution is obtained. The bent 
funnel tube in the retort preserves the apparatus from the possibility both of the pres- 
sure of the gas evolved in it becoming too great (when the gas escapes through it into 
the air), and also from the pressure incidentally falling too low (for instance, owing to a 
cooling effect, or from the reaction stopping). If this takes place, the air passes into the 
retort, otherwise the liquid from B would be drawn into A. The safety tubes in each 
Woulfe’s bottle, open at both ends, and immersed in the liquid, serve for the same purpose. 
Without them, in case of an accidental stoppage in the evolution of so soluble a gas as 
ammonia, the solution would be sucked from one vessel to another—for instance from E 
into D, &c. In order to clearly see the necessity of the safety tubes in a gas apparatus, 
it must be considered that the gascous pressure in the interior of the arrangement must 
exceed the atmospheric pressure by the height of the sum of the columns of liquid 
through which the gas has to pass. . 
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other acid be brought into contact with ammonia it absorbs it, and in 
so doing evolves a large amount of heat and forms a compound having 
all the properties of a salt. Thus, for example, sulphuric acid, H,SO,, 
in absorbing ammonia, forms (on evaporating the solution) two salts, 
according to the relative quantities of ammonia and acid. One salt is 
formed from NH;+H,SO,, and consequently has the composition 
NH,SO,, and the other is formed from 2N H; + H,SO,, and its composi- 
tion is therefore N,H,SO,. The former has an acid reaction and the 
latter a neutral reaction, and they are called respectively acid ammonium 
sulphate (ammonium hydrogen sulphate), and normal ammonium sul- 
phate, or simply ammonium sulphate. The same takes place in the 
action of al] other acids ; but certain of them are able to form normal 
ammonium salts only, whilst others give both acid and normal ammonium 
salts. This depends on the nature of the acid and not on the ammonia, 
as we shall afterwards see. Ammonium salts are very similar in appear- 
ance and in many of their properties to metallic salts ; for instance, 
sodium chloride, or table salt, resembles sal-ammoniac, or ammonium 
chloride, not only in its outward appearance but even in crystalline 
form, in its property of giving precipitates with silver salts, in its solu- 
bility in water, and in its evolving hydrochloric acid«when heated with 
sulphuric acid—in a word, a most perfect analogy is to be remarked 
in an entire series of reactions. An analogy in composition is seen 
if sal-ammoniac, NH,Cl, be contrasted with table salt, NaCl; and the 
ammonium hydrogen sulphate, NH,HSO,, with the sodium hydrogen 
sulphate, NaHSO,; or ammonium nitrate, NH,NQ,, with sodium nitrate, 
NaNQ,.'3 It isseen, on comparing the above compounds, that the part 
which sodium takes in the sodium salts is played in ammonium salts by 
a group NH,, which is called ammonium. If table salt, as the product 
obtained by the action of caustic soda or sodium hydroxide on hydro- 


15 The analogy between the ammonium and sodium salts might seem to be destroyed 
by the fact that the latter are formed from the alkali or oxide and an acid, with the sepa- 
ration of water, whilst the ammonium salts are directly formed from ammonia and an 
acid, without the separation of water; but the analogy is restored if we compare soda to 
ammonia water, and liken caustic soda to a compound of ammonia with water. Then the 
very preparation of ammonia salts from such a hydrate of ammonia will completely re- 
semble the preparation of sodium salts from soda. We may cite as an example the action 
of hydrochloric acid on both substances. 


NaHO + HCl = H,O0 + NaCl 
Sodium hydroxide Hydrochloric acid Water Table salt. 


Ammonium hydroxide Hydrochloric acid Water Sal-ammoniac. 


Just as in soda the hydroxyl or aqueous radicle OH is replaced by chlorine, so it is in 
ammonia hydrate. 


252 PRINCIPLES OF CHEMISTRY 


chloric acid. be called ‘sodium chloride,’ then sal-ammoniac. as the 
product obtained from caustic ammonia or ammonium hydroxide, is 
called ‘ammonium chloride.’ 

The hypothesis that ammoniacal galts correspond with a complex 
metal ammonium bears the name of the ammonium theory. It was 
enunciated by the famous Swedish chemist Berzelius after the proposi- 
tion marle by Ampere. The analogy admitted between ammonium and 
metals is probable, owing to the fact that mercury is able to form an 
amalvam with ammonium similar to that which it forms with sodium or 
many other metals. The only difference between ammonium amalgam 
and solium amal<am consists in the instability of the ammonium, which 
easily decomp ses into ammoniaand hvdrogen.'* Ammonium amalgam 
may be prepared from sodium amalgam. If the latter be shaken up 
with a strong solution of sal-ammoniac, the mercury swells up violently 
and loses its mobility while preserving its metallic appearance. In so 
doing, the mercury dissolves ammonium—that is. the sodium in the 
mercury is replaced by the ammonium, and replaces it in the sal- 
aminoniac, forming sodium chloride, NH ,Cl+ HgNa= NaCl+ HeNH,. 
Naturally, ammonium amalgam does not entirely prove the existence 
of ammonium itself in a separate state ; but it shows the possibility of 
this substance existing, and, what is more important, its analogy with 
the metals, because only metals dissolve in mercury, forming compounds 
termed ‘amalgams,’ without altering its metallic form.'> Ammonium 
amalgam crystallises in cubes, three times heavier than water: it is 
only stable in the cold, and particularly at very low temperatures. It 
begins to decompose at the ordinary temperature, evolving ammonia 
and hydrogen in the proportion of two volumes of ammonia and one 


i$ Weyl. by working at considerable pressures. obtained the compound NH3;K, and 
then armmoniom itself—by the action of sal-ammoniac on this substance—in the form of 
a bloe Liquid, but his researches require confirmation. Ammenium amalgam was ongi- 
nally obtained in exactly the same way as sodium amalgam ‘Davy): namely, a piece of 
sal-ammoriac was taken, and moistened with water ‘in order to render it a conductor 
of electricity. A cavity was made in it. into which mercury was poured, and it 
was laid on a sheet of platinum connected with the positive pole of a galvanic battery, 
while the negative pole was put into connection with the mercury. On passing a current 
the mercury increased considerably in volume, and became plastic, while preserving its 
metallic appearance, just as would be the case were the sal-ammoniac replaced by a 
lump of a sexlium salt or of many other metals. In the analogous decomposition of 
common metallic salts. the metal contained in a given salt separates out at the negative 
pole, trmmersed in mercury, by which the metal is dissolved. A similar phenomenon is 
observed in the case of sal-ammoniac; the elements of ammonium, NH,, in this case are 
alo collected in the mercury, and are retained by it for a certain time. 

1% It would seem that hvdrogenis also capable of forming un amalgam resembling the 
amalyam of ammonium. If an amalgam of zine be shaken up with an aqueous solution of 
Piatinom chloride, without access of air, then a spongy mass is formed which easily 
decomposes, w.th the evolution of hydrogen. 
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volume of hydrogen, NH,=NH,+H. _ By the action of water, 
ammonium amalgam gives hydrogen and ammonia water, just as 
sodium amalgam gives hydrogen and sodium hydroxide; and therefore, 
in accordance with the ammonium theory, ammonia water must be 
looked on as containing ammonium hydroxide, NH,OH,!® just as an 
aqueous solution of sodium hydroxide contains NaOH. The ammonium 
hydroxide, like ammonium itself, is an unstable substance, which easily 
dissociates, and which can only exist in a free state at low tempera- 
tures.'7 Ordinary solutions of ammonia must be looked on as the 
products of the dissociation of this hydroxide, inasmuch as NH,OH 
=NH;+H,0. The liability to a greater or less decomposition is 
proper, in the same degree, to substances containing NH, as to 
substances containing water. 

All ammoniacal salts decompose at a red heat into ammonia and an 
acid, which, on cooling in contact with each other, re-combine together. 
If the acid be non-volatile, the ammoniacal] salt, when heated, evolves 
the ammonia, leaving the non-volatile acid behind ; if the acid be vola- 
tile, then, on heating, both the acid and ammonia volatilise together, 
and on cooling re-combine into the salt which originally served for the 
formation of their vapours.'* 

Ammonia is not only capable of combining with acids, but also 
with many salts, as was seen from its forming definite compounds, 
AgCl3NH,; and 2AgCl,3NH;, with silver chloride. So, also, am- 
monia is absorbed by the chlorine, iodine, and bromine compounds 
of many metals, and in so doing evolves heat. Certain of these com- 


16 We saw above that the solubility of ammonia in water at low temperatures 
attains to the molecular ratio NH;+H,O, in which these substances are contained in 
caustic ammonia, and perhaps it may be possible at exceedingly low temperatures to 
obtain ammonium hydroxide, NH,HO, inasolid form. By regarding solutions as disso- 
ciated definite compounds, we should see a confirmation of this view in the property 
shown by ammonia of being extremely soluble in water, and in so doing of approaching 
to the limit NH,HO. 

17 In confirmation of the truth of this conclusion we may cite the remarkable fact 
that there exist, in a free state and as comparatively stulLle compounds, a series of alka- 
line hydroxides, NR,HO, which are perfectly analogous to ammonium hydroxide, and 
present a striking resemblance to it and to sodium hydroxide, with the only difference 
that the hydrogen in NH,HO is replaced by complex groups, R=CHs, C,Hs, &c., for 
instance N(CH;),HO. 

18 The fact that ammoniacal salts are decomposed when ignited, and not simply 
sublimed, may be proved by a direct experiment with sal-ammoniac, NH,Cl, which ina 
state of vapour is decomposed into ammonia, NHsz, and hydrochloric acid, HCl, as will 
be explained in the following chapter. The readiness with which ammonium salts decom- 
pore is seen from the fact that a solution of ammonium oxalate is decomposed with the 
evolution of ammonia even at —1°. Dilute solutions of ammonium salts, when boiled, 
give aqueous vapour, having an alkaline reaction, owing to the presence of free ammonia 
given off from the salt. 
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pounds part with their ammonia even when left exposed to the air, but 
others only do so at a red heat ; many give up their ammonia when 
dissolved, whilst others dissolve without decomposition, and when 
evaporated separate from their solutions unchanged. All these facts 
only indicate that ammoniacal, like aqueous, compounds dissociate with 
greater or lesser facility.!9 Certain metallic oxides also absorb ammonia 
and are dissolved in ammonia water. Such are, for instance, the oxides 
of zinc, nickel, copper, and many others ; the majority of such compounds 
are unstable. The property of ammonia of combining with the oxides 
of certain metals explains its action on certain metals.2° For this 
reason, copper vessels are not suitable for holding liquids contemning 
ammonia. Iron is not acted on by such liquids. 

The relation of ammonia and water to salts and other substances 
becomes especially clear in the case when the salt is capable of combining 
with both ammonia and water. Take, for example, copper sulphate, 
CuSO,. As we saw in Chapter I., it gives with water blue crystals, 
CuSO,,5H,O ; but it also absorbs ammonia in the same molecular 
proportion, forming a blue substance, CuSO,,5NH;,, and therefore the 
ammonia combining with salts may be termed ammonia of crystallisation. 

Such are the reactions of combination proper to ammonia. Let us 
now turn our attention to the reactions of substitution proper to this 
substance. If ammonia be passed through a heated tube containing 
metallic potassium, then hydrogen is evolved, and a compound is 
obtained containing ammonia in which one atom of hydrogen is re- 
placed by an atom of potassium, NH,K (according to the equation 
NH,+K =NH,K+H). This body is termed potassamide. We shall 
afterwards see that iodine and chlorine are also capable of directly 
displacing hydrogen from ammonia, and of replacing it ; we shall also 
see that in hydrocyanic acid, NCH, carbon has replaced hydrogen. 
Hence the hydrogen of ammonia may be replaced in many ways by 
different elements. If in so doing NH, remains, the resultant sub- 
stances are called amides, if only NH «zmides, and those in which the 
whole of the hydrogen is displaced are termed nitrides. It may be 
imagined that the albuminous substances—that is, the complex organic 


19 Tsambert studied the dissociation of ammoniacal compounds, as we have seen in 
Note 8, and he showed that at low temperatures many salts are able to combine with a 
still greater amount of ammonia, which proves an entire analogy with aqueous com- 
pounds; and as in this case it is easy to isolate the definite compounds, and as the least 
possible tension of ammonia is greater than that of water, therefore the ammoniacal 
compounds present a great and peculiar interest, both as a means for explaining the 
nature of aqueous solutions, and as a confirmation of the conception of the formation of 
definite compounds in them; for these reasons we shall frequently turn to these com- 
pounds in the further exposition of this work. 

0 Chapter V. Note 2. 
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substances which we have already had occasion to mention—are the 
amide compounds corresponding with saccharine substances. The most 
important point to be remarked is that in the action of different 
substances on ammonia it is the hydrogen that 1s substituted ; the 
reactions proceed at the expense of the hydrogen and not of the 
nitrogen, which remains in the resultant compound, so to say, un- 
touched. The same is to observed in the action of various substances 
on water. In the majority of cases the reactions of water consist in 
the hydrogen being evolved, and in its being replaced by different 
elements. The same takes place, as we have seen, in acids, in which 
the hydrogen is easily displaced by metals. This chemical mobility of 
hydrogen is distinctly connected with the great lightness of the atoms 
of this element. 

In chemical practice?! ammonia is often employed, not only for 
saturating acids, but also for accomplishing reactions of double 
decomposition with salts, and especially in separating insoluble basic 
hydroxides from soluble salts. Let MHO stand for an insoluble basic 
hydroxide, and HX for an acid. The salt formed by them will have a 
composition MHO+ XH -H,O=MX. If aqueous ammonia, NH,OH, 
be added to a solution of this salt, then the ammonia will change 


71 In practice, the applications of ammonia are very varied. The use of ammonia asa 
stimulant, in the forms of the so-called ‘ smelling salts’ or of spirits of hartshorn, in cases 
of faintness, &c., is known to everyone. The volatile carbonate of ammonium, or a 
mixture of an ammonium salt with an alkali, is also employed for this purpose. Ammonia 
also produces a well-known stimulating effect when rubbed on the skin, for which reason 
it is sometimes employed for outward applications. Thus, for instance, the well-known 
volatile salve is prepared from any liquid oil shaken up with a solution of ammonia. A 
portion of the oil is thus transformed into a soapy substance. The solubility of greasy 
substances in ammonia, which proceeds from the formation both of emulsions and soaps, 
explains its use in extracting grease spots. It is also employed as an external application 
for stings from insects, and for bites from poisonous snakes, and in general in medicine. 
It is also remarkable that in cases of drunkenness a few drops of ammonia in water taken 
internally rapidly renders a person sober. A large quantity of ammonia is used in 
dyeing, either for the solution of certain dyes—for example, carmine—or for changing 
the tints of others, or else for neutralising the action of acids. It is also employed in 
the manufacture of artificial pearls. For this purpose the small scales of a peculiar 
small fish are mixed with ammonia, and the liquid so obtained is blown into small hollow 
glass beads, shaped like pearls. 

In nature and the arts, however, the ammonium salts, not free ammonia, are most 
frequently employed. In this form a portion of that nttrogen which is necessary for the 
formation of albuminous substances ts supplied to plants. Owing to this, a large 
quantity of ammonium sulphate is now employed asa fertilising substance. But the same 
part may be fulfilled by nitre, or by animal refuse, which in putrefying gives ammonia. 
The nitre of the soil is formed from these ammonia-giving substances, because nitrogen 
in combination with hydrogen is easily converted into oxygen compounds of nitrogen, as 
we shall afterwards see. For this reason, if an ammoniacal (hydrogen) compound be 
introduced into the soil in the spring, it will be converted into a nitrate (oxygen salt) 
in the summer, 
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places with the metal M and thus form the insoluble basic hydroxide, 
or, as it is said, give a precipitate. The mechanism of this double 
decomposition is as follows :— 


MX + NH(OH) = NH,X + MHO 
Salt of the metal. Aqueous ammonia. Ammonium salt. Basic hydrate. 
In solution. In solution. In solution. In precipitate. 


Thus, for instance, if aqueous ammonia is added to a solution of a 
salt of aluminium, Al, then hydrous alumina is separated out as a 
colourless gelatinous precipitate.”? 

In order to grasp the relation between ammonia and the oxygen 
compounds of nitrogen it Is necessary to recognise the general law of 
substitution, applicable to all cases of substitution between elements,? 
and therefore showing what may be the cases of substitution between 
oxygen and hydrogen as component parts of water. The law of sub- 
stitution may be deduced from mechanical principles if the molecuie be 
conceived as a system of elementary atoms occurring in a certain 
chemical and mechanical equilibrium. By likening the molecule to a 
system of bodies in a state of motion—for instance, to the sum total of 
the sun. planets, and satellites, occurring in conditions of mobile equi- 
librium —then we should expect the action of one part, in this system, 
to be equal and opposite to the other, according to Newton’s third law 
af mechanics. Hence, being given a molecule of a compound, for 
instance, H,O, NH;, NaCl, HCl, &ec., then its every two parts must 
in a chemical respect represent something alike in force and capacities, 
and therefore every two parts into which a molecule of a compound may 
he divided are capable of replacing each other. In order that the appli- 
cation of the law should become clear, it is evident that among com- 


72 As certain basic hydrates form peculiar compounds with ammonia, in some cases 
it happens that the first portions of ammonia added toa solution of a salt produces a pre- 
cipitate, whilst the addition of a fresh quantity of ammonia dissolves this precipitate if 
the ammoniacal compound of the base be soluble in water. This, for example, takes 
place with the copper salts. 

% When the element chlorine, as we shall afterwards more fully learn, replaces the 
element hydrogen, then the reaction by which sach an exchange is accomplished pro- 
ceeds as a substitution, AH + Cl,=ACl+ HCI, so that two substances, AH and chlorine, 
react on each other, and two substances, AC] and HCl, are formed; and further, two 
molecules react on each other, and two others are formed. The reaction proceeds 
very eapily, but the substitution of one element, A, by another, X, does not always pro- 
ceed with such ease, clearness, or simplicity. The substitution between oxygen and 
hydrogen is very rarely accomplished by the action of the free elements, but the substi- 
tution between these elements, one for another, forms the most common case of oxidation 
and reduction. In speaking of the law of substitution, I have in view the substitution 
of the elements one by another, and not the direct reaction of substitution. The law 
of substitution determines the cycle of the combinations of a given element, if a few of 
its compounds (for instance, the hydrogen compounds) be known. 
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pounds the most stable should be chosen. We will, therefore, take 
water as the most stable compound of hydrogen and oxygen,‘ in order 
to see the cases of substitution between hydrogen and oxygen ; but 
for the sake of clearness we will start by taking the very stable mole- 
cule of hydrochloric acid, HCl, as one which can be divided into H 
and Cl only. According to the law of substitution, if these elements 
are able to form a molecule, and a stable one, then they are able to 
replace each other. And, indeed, we shall afterwards see that in a 
number of instances a substitution between hydrogen and chlorine 
conversely takes place. Given RH, then RC! is possible, because 
HCl exists and is stable. The molecule of water, H,O, may be 
divided in two ways, because it contains 3 atoms: into H and (HO) 
on the one hand, and into H, and O on theother. Consequently, being 
given RH, its substitution products will be R(HO) according to the 
first form, and R,O according to the second ; being given RH,, its 
corresponding substitution products will be RH(OH), R(OH),, RO, 
(RH),O, &c. The group (OH) is the same hydroxyl or aqueous 
radicle which we have already mentioned in the third chapter as a 
component part of hydroxides and alkalis—for instance, Na(OH), 
Ca(OH), &c. It is evident, judging from HCl, that (OH) can be 
substituted by Cl, because both are replaceable by H; and this is of 
common occurrence in chemistry, because metallic chlorides—for in- 
stance, NaCl and NH,Cl—correspond with hydroxides of the alkalis 
Na(OH) or NH,(OH). In hydrocarbons—for instance, C,H ,—the 
hydrogen is replaceable by chlorine and by hydroxyl. Thus common 
alcohol is C,H,, in which one atom of H is replaced by (OH) ; that 
is, C,H,(OH). It is evident that the replacement of hydrogen by 
hydroxyl] essentially forms the phenomenon of oxidation, because RH 
gives R(OH), or RHO. Hydrogen peroxide may in this sense be 
regarded as water in which the hydrogen is replaced by hydroxy] ; 
H(OH) gives (OH), or H,O,. For this reason chlorine, as we shall 
afterwards see, exhibits in its reactions much analogy to hydrogen 
peroxide, which may be termed free hydroxyl. The other form of 
substitution—namely, that of O in the place of H,—is also a common 
chemical phenomenon. Thus common alcohol, C,H,O, or C,H;(OH), 
when oxidising in the air, gives, as every one knows, acetic acid, 
C,H,0,, or C,H,0(OH), in which H, is replaced by O. 


24 If hydrogen peroxide be taken as a sturting point, then still higher forms of oxi- 
dation than those corresponding with water should be looked for. They should possess 
the properties of hydrogen peroxide, especially that of parting with their oxygen with 
extreme ease (even by contact). Such compounds are known. Pernitric, persulphuric, 
and similar acids present these properties, as we shull see in describing them. 

VOL. I. 8 
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In the further course of this work we shall have occasion to have 
recourse to the law of substitution for explaining many chemical 
phenomena and relations. 

We will now apply these conceptions to ammonia or nitrogen 
hydride in order to see its. relation to the oxygen compounds of 
nitrogen. It is evident that many substances may proceed from 
ammonia, NH, or aqueous ammonia, NH ,(OH), from the substitution 
of their hydrogen by hydroxy], or of H, by oxygen. And such is the 
case. The two extreme cases of such substitution will be as follows : 
(1) One atom of H in NH, is substituted by (OH), and NH,(OH) is 
produced. Such a substance, still containing much hydrogen, should 
have many of the properties of ammonia. It is known under the 
name of hydroxylamine,”* and, in fact, it is capable, like ammonia, 


25 The compound of hydroxylamine with hydrochloric acid has the composition 
NH,C1O—that is, it is as it were oxidised sal-ammoniac. It was prepared by Lossen in 
1865 by the action of tin and hydrochloric acid in the presence of water on a substance 
called ethyl! nitrate, in which case the hydrogen liberated from the hydrochloric acid by 
the tin acts upon the elements of nitric acid— 


C,H,'NO; + 6H + HCl = NH,OC1 + H,.0 + C,H, OH 
Ethyl nitrate. Hydrogen from Hydroxylamine + HCl. Water. Alcohol. 
HCl and Sn. 


Thus in this case the nitric acid is deoxidised, not directly into nitrogen, but into 
hydroxylamive. Hydroxylamine is also formed by passing nitric oxide, NO, into a 
mixture of tin and hydrochloric acid—that is, by the action of the hydrogen evolved on 
the nitric oxide: NO+8H +HCl=NH,OCl—and in many other cases. According to 
Lossen’s method, a mixture of 30 parts of ethy] nitrate, 120 parts of tin, and 40 parts of a 
solution of hydrochloric acid of sp. gr. 1:06 are taken. The reaction proceeds of its own 
accord after the lapse of a certain time. When the reaction ceases the tin is separated 
by means of hydrogen sulphide, the solution is evaporated, and a large amount of sal- 
ammoniac is thus obtained (owing to the further action of hydrogen on the hydroxyl- 
amine compound, the hydrogen taking up oxygen from it and forming water); a solution 
ultimately remains containing the hydroxylamine salt; this salt is dissolved in anhydrous 
alcohol and purified by the addition of platinum chloride, which precipitates any am- 
monium salt still remaining in the solution. After concentrating the alcoholic solution the 
hydroxylamine hydrochloride separates in crystals. This substance melts at about 150°, 
and in so doing decomposes into nitrogen, hydrogen chloride, water, and sal-ammoniac. 
A sulphuric acid compound of hydroxylamine may be obtained by mixing a solution of 
the above salt with sulphuric acid. This substance is also soluble in water like the 
hydrochloride ; this shows that hydroxylamine, like ammonia itself, forms a series of 
salts in which one acid may be substituted for another. It might be expected that by 
mixing a strong solution of a hydroxylamine salt with a solution of a caustic alkali 
hydroxylamine itself would be liberated, just as an ammonia salt under these cireum- 
stances evolves ammonia; but the liberated hydroxylamine is immediately decomposed 
with the formation of nitrogen and ammonia (and probably nitrous oxide), 3NH;0= 
NH;+8H,0+N,. Dilute solutions give the same reaction, although very slowly, but by 
decomposing a solution of the sulphate with barium hydroxide a certain amount of 
hydroxylamine is obtained in‘solution ; this, however, cannot be separated from the solu- 
tion, either by heating or evaporation, without decomposition. The addition of an acid 
to such a solution again gives a salt of hydroxylamine. Hydroxylamine in aqueous solu- 
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of giving salts with acids; for example, with hydrochloric acid, 
NH;(OH)Cl—which is a substance corresponding with sal-ammoniac, 
in which one atom of hydrogen is replaced by hydroxyl. (2) The other 
extreme case of substitution given by ammonium hydroxide, NH,(OH), 
is when the whole of the hydrogen of the ammonium is replaced by 
oxygen ; and as ammonium contains 4 atoms of hydrogen, the highest 
oxygen compound should be NO,(OH), or NHO,, as we find to be 
really the case, because NHO, is nitric acid, or the highest degree 
of the oxidation of nitrogen.”° If instead of the two extreme aspects 
of substitution we take an intermediate one, then we obtain one 
of the intermediate oxygen compounds of nitrogen. For instance, 
N(OH), is orthonitrous acid,?’ with which corresponds nitrous acid, 
NO(OH), or NHO,, equal to N(OH); -H,O, and nitrous anhydride 
NO; = 2N(OH), -3H,0. Thus nitrogen gives a series of oxygen 


tion, like ammonia, precipitates basic hydrates, and it deoxidises the oxides of copper, 
silver, and other metals. Hydroxylamine is obtained, in a great number of cases, for 
instance, by the action of tin on dilute nitric acid, and also by the action of zinc on ethyl 
nitrate and dilute hydrochloric acid, &c. The relation between, hydroxylamine, 
NH,(OH), and nitrous acid, NO(OH), which is so clear in the sense of the law of substi- 
tutions, becomes a reality in those cases when reducing agents act on salts of nitrous 
acid. Thus Raschig (1888) proposed the following method for the preparation of the 
hydroxylamine sulphate. A mixture of strong splutions of potassium nitrite, KNQO,, and 
hydroxide, KHO, in molecular proportions, is prepared and cooled. An excess of sul- 
phurous anhydride is then passed into the mixture, and the solution boiled for a long 
time. A mixture of the sulphates of potassium and hydroxylamine is thus obtained : 
KNO,+ KHO + 2S0, + 2H..0 = NH.(OH),H.SO,+ K.SO,. The salts may be separated 
from each other by crystallisation. 

With respect to substances intermediate between. NH; and the oxides of nitrogen, we 
must turn our attention to hyponitrous acid, NHO, and amidogen, which are mentioned 
in Note 67. 

6 Nitric acid corresponds with the anhydride N..O,, which will afterwards be described, 
but which must be regarded as the highest saline oxide of nitrogen, just as Na,O (and the 
hydroxide NaHO) in the case of sodium, although sodium forms a peroxide possessing the 
property of parting with its oxygen with the same ense as hydrogen peroxide, if not on 
heating, at all events in reactions—for instance, with acids. So also nitric acid has its 
corresponding peroxide, which may be called pernitric acid. Its composition is not well 
known—probably NHO,—s0 that its corresponding anhydride would be N,O,. It is 
formed by the action of a silent discharge on a mixture of nitrogen and oxygen, so that 
a portion of its oxygen is in a state similar to that in ozone. The instability of this sub- 
stance (obtained by Hautefeuille, Chappuis, and Berthelot), which easily splits up with 
the formation of nitric peroxide, and its resemblance to persulphuric acid, which we shall 
afterwards describe, will permit our passing over the consideration of the little that is 
further known concerning it. 

77 Phosphorus, as we shall afterwards find, gives the hydride PH;, corresponding 
with ammonia, NH;, and forms phosphorous acid, PH;0s;, which is analogous to nitrous — 
acid, just as phosphoric acid is to nitric acid ; but phosphoric (or, better, orthophosphoric) 
acid, PH;0,, is able to lose water and give pyro- and meta-phosphoric acids. The latter 
is equal to the ortho-acid minus water = PHOs, and therefore nitric acid, NHOs, is really 
meta-nitric acid. So also nitrous acid, HNOs., is meta-nitrous (anhydrous) acid, and then 
the ortho-acid is NH;0; = N(OH)s. 
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compounds, which we will proceed to describe. Only let us first show 
that the passage of ammonia into the oxygen compounds of nitrogen 
up to nitric acid, as well as the converse preparation of ammonia 
from nitric acid, are reactions which proceed directly and easily under 
many circumstances. In nature the matter is complicated by a 
number of influences and circumstances, but in the law the rela- 
tions are presented in their simplest aspect. The bond between this 
simplicity of laws and this complexity of phenomena forms the essence 
of a scientific understanding of things. 

It is easy to prove the possibility of the oxidation of ammonia into 
nitric acid by passing a mixture of ammonia and air over heated 
spongy platinum. This causes the oxidation of the ammonia, nitric 
acid being formed, which partially combines with the excess of 
ammonia. 

The converse passage of nitric acid into ammonia is accomplished 
by the action of hydrogen at the moment of its evolution.2® Thus 
metallic aluminium, evolving hydrogen from caustic soda, is able to 
completely convert nitric acid added to the mixture (really as a salt, 
because the alkali gives a salt with the nitric acid) into ammonia, 
NHO,+ 8H=NH,+ 3H,0. 

The compounds of nitrogen with oxygen present an excellent 
example of the law of multiple proportions, because they contain for 14 
parts by weight of nitrogen 8, 16, 24, 32, and 40 parts, respectively, by 
weight of oxygen. The composition of these compounds is as follows :— 


N,O, nitrous oxide ; hydrate NHO. 
N,O,, nitric oxide, NO. 

N,O3, nitrous anhydride ; hydrate NHO,. 
N,O,, peroxide of nitrogen, NO. 

N,O;, nitric anhydride ; hydrate NHO,. 


Of these compounds,”*? nitrous and nitric oxides, peroxide of nitrogen, 
and nitric acid, NHOs,, are characterised as being the most stable. The 
lower oxides, when coming into contact with the higher, may give the 
antermediate forms ; for instance, NO and NO, form N.O;, and the 
intermediate oxides may, in splitting up, give a higher and lower oxide. 


78 The formation of ammonia is remarked in many cases of oxidation by means of 
nitric acid. This substance is even formed in the action of nitric acid on tin, especially 
if dilute acid be employed in the cold. A still more considerable amount of ammonia is 
obtained if, in the action of nitric acid, there are conditions directly tending to the evolu- 
tion of hydrogen, which then reduces the acid to ammonia; for instance, in the action 
of zinc on a mixture of nitric and sulphuric acids. 

9 According to the determinations of Favre, Thomsen, and more especially of Berthelot, 
on thermochemical! data, it follows that in the formation of such quantities of the oxides 
of nitrogen as express their formulee, if gaseous nitrogen and oxygen be taken as the 
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So N,O, gives N,O, and N,O,, or, in the presence of water, their 
hydrates. 

We have already seen that, under certain conditions, nitrogen 
combines with oxygen, and we know that ammonia may be oxidised. 
Tn these cases various oxidation products of nitrogen are formed, but 
in the presence of water and an excess of oxygen they always give 
nitric acid. Nitric acid, as corresponding with the highest oxide, is 
able, in deoxidising, to give the lower oxides, and for this reason we 
will begin with it. 

Nitric acid, NHOs, is likewise known as aqua fortis. In a free 
state it is only met with in nature in smal] quantities, in the air and 
rain-water after storms ; but even in the atmosphere nitric acid does 
not long remain free, but combines with ammonia, traces of which are 
always found in air. On falling on the soil and into running water, 
&c., the nitric acid everywhere comes into contact with bases (or their 
carbonates), which easily act on it, and therefore it is converted into the 
nitrates of these bases. Ammonia and other compounds of nitrogen, 
if oxidised in the soil, are always in the presence of bases, and there- 
fore also give salts of nitric acid, and not the free acid itself. Hence 
nitric acid is always met with in the form of salts in nature. These 
salts are called nitres. This name is derived from the Latin sal tri. 
The potassium salt K NO, is common nitre, and the sodium salt NaNO, 
Chili saltpetre, or cubic nitre. Nitres are formed when a nitrogenous 
substance is slowly oxidised in the presence of an alkali by means 
of the oxygen of the atmosphere. In nature there are very fre- 
quent instances of such oxidation. For this reason, certain soils and 


starting points, and if the compounds formed be also gaseous, the following amounts 
of heat, expressed in thousands of heat units, are absorbed (hence a minus sign) :— 


NO N.0, N,0; N..0, N.05 
— 21 —43 — 22 —5§ -—1 
—22 +21 +17 +4 


The difference is given in the lower line. For example, if N,, or 28 grams of nitrogen, 
combine with O—that is, with 16 grams of oxygen—then 21000 units of heat are absorbed, 
or sufficient heat is assimilated to heat 21000 grams of water through 1°. Naturally, 
direct observations are impossible in this case; but if charcoal, phosphorus, or similar 
substances, are burnt both in nitrous oxide and in oxygen, and the heat evolved is observed 
in both cases, then the difference (more heat will be evolved in burning in nitrous oxide) 
gives the figures required. If, then, NO, by combining with O,, gives N..O,, then, as is 
seen from the table, heat should be developed, namely 38000 units of heat, or NO+ Os 
19000 units of heat. The differences given in the table show that the maximum absorp- 
tion of heat corresponds with nitric oxide, and that the higher oxides are formed from it 
with evolution of heat. If liquid nitric acid, NHOs;, were decomposed into N +0O;+H, 
then 41000 heat units would be required; that is, an evolution of hent takes place in its 
formation from the gases. It should be observed that the formation of ammonia, NH3, 
from the gases N + H; evolves 12°2 thousand heat units. 
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rubbish heaps —for instance, lime rubbish (in the presence of a base— 
lime)—contain a more or less considerable amount of nitre. One 
of these nitres—the sodium nitrate—is extracted from the earth in 
large quautities in Chili, where it was probably formed by the oxida- 
tion of animal refuse. This kind of nitre is employed in practice for 
the manufacture of nitric acid and the other oxygen compounds of 
nitrogen. Nitric acid is obtained from Chili saltpetre by heating it 
with sulphuric acid. The hydrogen of the sulphuric acid replaces the 
sodium in the nitre. The sulphuric acid then forms either an acid salt, 
NaHSQ,, ora normal salt, Na,SO,, while nitric acid is formed from the 
nitre and is volatilised. The decomposition is expressed by the equations : 
(1) NaNO,+ H.SO,=HNO,;+NaHSO,, if the acid salt be formed, 
and (2) 2NaNO,+ H,SO,=Na,SO, +2HNO,, if the normal sodium 
sulphate is formed. With an excess of sulphuric acid, and at a 
moderate heat, and at the commencement of the reaction, the 
decomposition proceeds according to the first equation; and on 
further heating with a sufficient amount of nitre, according to the 
second, because the acid salt NaHSO, itself acts like an acid (its 
hydrogen being replaceable as in acids), according to the equation 
NaNO,+ NaHSO,=Na.SO, + HNO3. 

The sulphuric acid, as it is said, here displaces the nitric acid from 
its compound with the base. This not unfrequently gives rise to the 
supposition that sulphuric acid has a particularly high degree of affinity 
or energy as compared with nitric acid, but, as we shall afterwards 
see, the idea of a relative affinity in acids and in bases is, in many 
instances, untrustworthy ; it should not be had recourse to so long — 
as it be possible to explain a phenomenon without its introduc- 
tion, inasmuch as the degree of affinity cannot be measured. The 
action of the sulphuric acid can be explained by the fact that the 
nitric acid formed is volatile. Nitric acid alone, of all the sub- 
stances taking part in the reaction, is capable of being converted into 
vapour (at the temperature employed), and it alone volatilises ; the 
remaining substances are not volatile, or, more strictly speaking, are 
very slightly volatile. If we suppose that the sulphuric acid is able to 
set free even only a small quantity of nitric acid from its salt, it is 
sufficient for explaining eventually the complete decomposition of the 
nitre by the sulphuric acid, because, once the nitric acid is separated, 
it is, on heating, converted into vapour, and passes from the sphere 
of action of the remaining substances ; the free sulphuric acid then 
again sets free a fresh small quantity of nitric acid, and so on until the 
nitric acid is completely displaced from the nitre. It is evident that, 
according to this explanation, it is necessary that the sulphuric acid 
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should be in excess (although but small) to the end of the reaction. 
According to the equation expressing the reaction, it is required that 
there should be 98 parts of sulphuric acid to 85 parts of sodium 
nitrate ; but if these quantities be taken, the nitric acid is not entirely 
displaced by the sulphuric acid. It is necessary that an excess of the 
latter should be taken; generally, 80 parts of nitre are taken to 
98 parts of sulphuric acid, and therefore a portion of the sulphuric 
acid remains in a free state to the end of the reaction. Thus, in 
the reaction of sulphuric acid on nitre there is formed a non-volatile 
salt of sulphuric acid, which remains, together with an excess of this 
acid, in the distilling apparatus, and nitric acid, which is converted 


Se = 


an peek. “ 
St 


Fig. 47.—Method of preparing nitric acid ona large scale. A cast-iron retort, C, is fixed into the 
furnace, and heated by the fire, B. The flame and products of combustion are at first lel along 
the flue, M(in order to heat the receivers), and afterwardsinto L. The retort is charged with Chili 
saltpetre and sulphuric acid, and the cover is luted on with clay and gypsum. A clay tube, a, is 
fixed into the neck of the retort (in order to prevent the nitric acid from corroding the cast fron), 
and a bent glass tube, D, is luted on to it. This tube carries the vapours into a series of earthen- 
ware receivers, E. Nitric acid mixed with sulphuric acid collects in the first. The purest nitric 
acid is procured from the second, whilst that which condenses in the third receiver contains hydro- 
chloric acid, and that in the fourth nitrous oxide. Water is pcured into the last receiver in order 
to condense the residual vapours. 


into vapour, and may be condensed, because it is a liquid and volatile 
substance. On a small scale, this reaction may be carried on in a glass 
retort with a glass condenser. On a large scale, in chemica] works, the 
process is exactly similar, only iron retorts are employed for holding 


the mixture of nitre and sulphuric acid, and earthenware three-necked 
bottles are used instead of a condenser,’® as shown in fig. 47. 


30 It must be observed that sulphuric acid, at least when undiluted (60° Baumé), 
corrodes cast iron with difficulty, so that the acid may be heated in cast-iron boilers. 
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Nitric acid so obtained always contains water. It is extremely 
difficult to deprive it of all the admixed water without destroying a 
portion of the acid itself and partially converting it into lower oxides, 
because without the presence of an excess of water it is very unstable. 
When rapidly distilled a portion is decomposed, and there are obtained 
free oxygen and lower oxides of nitrogen, which, together with the 
water, remain in solution with the nitric acid. Therefore it is neces- 
sary to work with great care in order to obtain a pure hydrate of nitric 
acid, HNO, and especially to mix the nitric acid obtained from nitre, 
as above described, with sulphuric acid, which takes up the water, and 
to distil] it at the lowest possible temperature—that is, by placing the 
retort holding the mixture in a water or oil bath and carefully heating 


Nevertheless, both sulphuric and nitric acids evince a certain action on cast iron, and 
therefore the acid obtained will contain traces of iron. In practice sodium nitrate (Chili 
saltpetre) is usually employed because it is cheaper, but in the laboratory it is best to 
take potassium nitrate, because it is purer and does not froth up so much as sodium 
nitrate when heated with sulphuric acid. In the action of an excess of sulphuric acid on 
nitre and nitric acid a portion of the latter is decomposed, forming lower oxides of 
nitrogen, which are dissolved in the nitric acid. A portion of the sulphuric acid itself is 
also carried over as spray by the vapours of the nitric acid. Hence sulphuric acid occurs 
as an impurity in commercial nitric acid. A certain amount of hydrochloric acid will 
also be found to be present in it, because sodium chloride is generally found as an im- 
purity in nitre, and under the action of sulphuric acid it forms hydrochloric acid. Com- 
mercial acid further contains a considerable excess of water above that necessary for the 
formation of the hydrate, because water is first poured into the earthenware vessels 
employed for condensing the nitric acid in order to facilitate its cooling and condensation. 
Further, the acid of composition HNO; decomposes with great ease, with the evolution 
of oxides of mtrogen. Thus the commercial acid contains a great namber of impurities. 
Generally its specific gravity is 1°33 (36° Baume), and it contains 53 p.c. of nitric acid. 
The acid employed in medicine and in the laboratory contains one-third of nitric acid and 
two-thirds of water, and its specific gravity is 1:2. The commercial acid is often purified 
in the following manner :—Lead nitrate is first added to the acid because it forms non- 
volatile and almost insoluble (precipitated) substances with the free sulphuric and 
hydrochloric acids, and liberates nitric acid in so doing, according to the equations 
Pb(NOs).+2HCIl=PbCl,+2NHO; and Pb(NO-).+H.SO,=PbSO,+2NHO;. Potas- 
sium chromate is then added to the impure nitric acid, by which means oxygen is 
liberated from the chromic acid, and this oxygen, at the moment of its evolution, 
oxidises the lower oxides of nitrogen and converts them into nitric acid. <A pure nitric 
acid, containing no impurities other than water, may be then obtained by distilling 
the acid, manipulated as above described, with care, and particularly if only the middle 
portions of the distillate are collected. Such acid should give no precipitate, either 
with a solution of barium chloride (a precipitate shows the presence of sulphuric acid) 
or with a solution of silver nitrate (a precipitate shows the presence of hydrochloric 
acid), nor should it, after being diluted with water, give a coloration with starch con- 
taining potassium iodide (a coloration shows the admixture of other oxides of nitrogen). 
The oxides of nitrogen may be most easily removed from impure nitric acid by heat- 
ing for a certain time with a small quantity of pure charcoal. By the action of nitric 
wid on the charcoal carbonic anhydride is evolved, which carries off the NO, NO, 
and other volutile substances. On redistilling, pure acid is obtained. The oxides of 
nitroyen occurring in solution may also be removed by passing air through the nitric 
acid. 
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it. The first portion of the nitric acid thus distilled boils at 86°, has a 
specific gravity at 15° of 1:526, and solidifies at — 50°; it is very 
unstable at higher temperatures. This is the normal hydrate, HNO,, 
which corresponds with the salts, NMO,, of nitric acid. When diluted 
with water nitric acid presents a higher boiling point, not only as 
compared with that of the nitric acid itself, but also with that of water ; 
so that, if very dilute nitric acid be distilled, the first portions passing 
over will consist of almost pure water, until the boiling point in the 
vapours reaches 121°. At this temperature a compound of nitric acid 
with water, containing about 70 p.c. of nitric acid,?! distils over ; its 
specific gravity at 15° =1:521. If the solution contain less than 
25 p.c. of water, then, the specific gravity of the solution being above 
1:44, HNO, evaporates off and fumes in the air, forming the above 
hydrate, whose vapour tension is less than that of water. Such solu- 
tions form fuming nitric acid. On distilling it gives monohydrated 
acid,*? HNO; ; it is a hydrate boiling at 121°, so that it is obtained 
from both weak and strong solutions. Fuming nitric acid, under the 
action not only of organic substances, but even of heat, loses a portion 


5! Dalton, Smith, Bineau, and others considered that the hydrate of constant boiling 
point (see Chapter I. Note 60) for nitric acid was the compound 2HNO;,3H,0, but Roscoe 
showed that its composition changes with a variation of the pressure and temperature 
under which the distillation proceeds. Thus, at a pressure of 1 atmosphere the solutjon 
of constant boiling point contains 68°6 p.c., and at one-tenth atmosphere 66°8 p.c. 
Judging from what has been said concerning solutions of hydrochloric acid, and from the 
variation of specific gravity, I think that the comparatively large decrease of the 
tensions of the vapours depends on the formation of a hydrate, NHO;,2H,O (=68°'6 p.c.). 
Such a hydrate may be expressed by N(HO),, that is as NH,(HO) in which all the 
equivalents of hydrogen are replaced by hydroxyl. The constant boiling point will 
then be the temperature of the decomposition of this hydrate. 

Besides which, judging by the variation of the specific gravity (see my work cited in 
Chapter I. Note 29), at least one more hydrate, NHO;,5H.,O (41°2 p.c. HNOs), must be 
acknowledged. Starting from water (p=0) to this hydrate, the specific gravities of the 
solutions at 15° is well expressed by s=9992+57'4p+0. 16p?, if water = 10000 at 4°. 
For example, when p = 30 p.c., s=11860. For more concentrated solutions, at least, the 
above-mentioned hydrate, HNO-.,2H.O, must be taken, up to which the specific gravity 
8 = 9570 + 84°18p —0°240p? ; but perhaps (the results of observations of the specific gravity 
of the solutions are not in sufficient agreement to make a decision) the hydrate 
HNO;,3H,O should be recognised, as is indicated by many nitrates (Al, Mg, Co., &c.), 
which crystallise with this amount of water of crystallisation. From HNO;,2H.O to 
HNOs the specific gravity of the solutions (at 15°) s= 10652 + 62°08p—0°160p?, The 
pentahydrated hydrate is recognised by Berthelot on the basis of the thermo-chemical 
data for solutions of nitric acid, because on approaching to this composition there is a 
rapid change in the amount of heat evolved by mixing nitric acid with water. This 
hydrate solidifies nt about —19°. One would think that a more detailed study of the 
reactions of hydrated nitric acid would show the existence of change in the process and 
rapidity of reaction in approaching these hydrates. 

52 The normal hydrate HNOs, corresponding with the ordinary salts, may be termed 
the monohydrated acid, because the anhydride NO, with water forms this normal nitric 
acid. In this sense the hydrate HNO;,2H,0 is the pentahydrated acid. 
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of its oxygen, forming lower oxides of nitrogen, which impart a red- 
brown colowr to it ;*% the pure acid is colourless. 

Nitric acid, as an acid hydrate, enters into reactions of double 
decomposition with bases, basic hydrates (alkalis), and with salts. In 
all these cases a salt of nitric acid is obtained. An alkali and nitric 
acid give water and a salt; so, also, a basic oxide with nitric acid 
gives a salt and water; for instance, KHO+HNO,;=KNO,+H,0, 
or with lime, Ca0+2HNO,=Ca(NO,;).+H,O. Many of these salts 
are termed nitres.34 The composition of the ordinary salts of nitric 
acid may be expressed by the general formula M(NO;),, where M 
indicates a metal replacing the hydrogen in one or several (n) equiva- 
lents of nitric acid. We shall find afterwards that the atoms M of 
metals are equivalent to one (K, Na, Ag) atom of hydrogen, or two 
(Ca, Mg, Ba), or three (Al, In), or, in general, m atoms of hydrogen. 
The salts of nitric acid are especially characterised by being all 
soluble in water.** From the property common to all these salts 


55 For technical and laboratory purposes recourse is frequently had to red fuming 
nitric actd—that is, the normal nitric acid, HNOs, containing lower oxides of nitrogen in 
solution. This acid is prepared by decomposing nitre with half its weight of strong sul- 
phuric acid, or by distilling nitric acid with an excess of sulphuric acid. The normal 
nitric acid is first obtained, but it partially decomposes, and gives the lower oxidation 
products of nitrogen, which are dissolved by the nitric acid, to which they impart its 
usual pale-brown or reddish colour. This acid fumes in the air, from which it attracts 
moisture, forming a less volatile hydrate. If carbonic anhydride be passed through the 
red-brown fuming nitric acid for a long period of time, especially if with the aid of 
moderate heat, it expels all the lower oxides, and leaves a colourless acid free from these 
oxides. It is necessary, in the preparation of the red acid, that the receivers should be 
kept quite cool, because it is only when cold that nitric acid is able to dissolve a large 
proportion of the oxides of nitrogen. The strong red fuming acid has a specific gravity 
1°56 at 20°, and has a suffocating smell of the oxides of nitrogen. When the red acid is 
mixed with water it turns green and then of a bluish colour, and with an excess of water 
ultimately becomes colourless. This is owing to the fact that the oxides of nitrogen in 
the presence of water and nitric acid are changed, and give coloured solutions. 

The action of red fuming nitric acid (or a mixture with sulphuric acid) is in many 
cases very powerful and rapid, and it sometimes acts differently from pure nitric acid. 
Thus iron becomes covered with a coating of oxides, and becomes insoluble in acids; it 
becomes, as is said, passive. Thus chromic acid (and potassium dichromate) gives oxide 
of chromium in this red acid—that is, it is deoxidised. This is owing to the presence of 
the lower oxides of nitrogen, which are capable of being oxidised—that is, of passing into 
nitric acid like the higher oxides. But, generally, the action of fuming nitric acid, both 
red and colourless, is powerfully oxidising. 

58 Hydrogen is not evolved in the action of nitric acid (especially strong) on metals, 
even with those metals which evolve hydrogen under the action of other acids. This is 
because the hydrogen at the moment of its separation reduces the nitric acid, with forma- 
tion of the lower oxides of nitrogen, as we shall afterwards see. 

53 Certain basic salts of nitric acid, however (for example, the basic salt of bismuth), 
are insoluble in water, whilst, on the other hand, all the normal sults are soluble, and 
this forms an exceptional phenomenon among acids, because all the ordinary acids form 
insoluble salts with one or another base. Thus, for sulphuric acid the salts of barium, 
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of entering into double decompositions, and owing to the volatility 
of nitric acid, they, like cubic nitre, evolve nitric acid when heated 
with sulphuric acid. They all, like nitric acid itself, are capable of 
evolving oxygen when heated, and consequently of acting like oxidising 
substances, and therefore, for instance, deflagrate with ignited carbon, 
the carbon burning at the expense of the oxygen of the salt and forming 
gaseous products of combustion.*® 

Nitric acid also enters into double decompositions with a number: 
of hydrocarbons not in any way possessing alkaline characters and not 
reacting with other acids. Under these circumstances, the nitric acid 
gives water and a new substance termed a nitro-compound. The 
chemical character of the nitro-compound is the same as that of the 
original substance ; for example, if an indifferent substance be taken, 
then the nitro-compound obtained from it will also be indifferent ; 
if an acid be taken, then an acid is obtained also. Benzene, 
C,H,, for instance, acts according to the equation C;,H,+HNO, 
=H,0+C,H;NO,. Nitrobenzene is produced. The substance taken, 
C,H, is a liquid hydrocarbon having a faint tarry smell, boiling at 80°, 
and lighter than water ; by the action of nitric acid nitrobenzene is 
obtained, which is a substance boiling at about 210°, heavier than 
water, and having an almond-like odour; it is employed in large 
quantities for the preparation of aniline and aniline dyes.3’7 As 
they contain both combustible elements (hydrogen and carbon), as 


lead, &c., for hydrochloric acid the salts of silver, &c., are insoluble in water. How- 
ever, the normal salts of acetic and certain other acids are all soluble. 

% Ammonium nitrate, NH,NOs, is easily obtained by adding a solution of am- 
monia or of ammonium carbonate to nitric acid until it becomes neutral. On evapo- 
rating this solution crystals of the salt are formed which contain no water of crystallisation. 
It crystallises in prisms like those formed by common nitre, and has arefreshing taste ; 
100 parts of water at ¢° dissolve 54 +0°61¢ parts by weight of the salt. It is soluble in 
alcohol, melts at 160°, and is decomposed at about 180°, forming water and nitrous oxide, 
NH,NO;=2H,0+N,0. If ammonium nitrate be mixed with sulphuric acid, and the 
mixture be heated at about the boiling point of water, then nitric acid is evolved, and 
ammonium hydrogen sulphate remains in solution; but if the mixture be heated rapidly 
to 160°, then nitrous oxide is evolved. In the first case the sulphuric acid takes up 
ammonia, and in the second place water. Ammonium nitrate is employed in practice for 
the artificial production of cold, because in dissolving in water it lowers the temperature 
very considerably. For this purpose it is best to take equal parts by weight of the salt 
and water. The salt must first be reduced to a powder and then rapidly stirred up in 
the water, when the temperature will fall from + 15° to —10°, so that the water freezes. 

Ammonium nitrate absorbs ammonia, with which it forms unstable compounds 
resembling compounds containing water of crystallisation. At —10° NH,NOs,2NHs is 
formed : it is a liquid of sp. gr. 1°50, which loses all its ammonia under the influence of heat. 
At + 28° NH,NOs;,NH; is formed : it is a solid which easily parts with its ammonia when 
heated, especially in solution. 

37 The action of nitric acid on cellulose, CgH, Os, is similar. This substance, which 
forms the outer coating of all plant cells, occurs in an almost pure state in cotton, in 


268 PRINCIPLES OF CHEMISTRY 


well as oxygen in unstable combination with nitrogen, in the form 
of the radicle NO, of nitric acid, the nitro-compounds, when ignited or 


common writing-paper, and in flax, &c.; under the action of nitric acid it forms water and 
nitrocellulose, which, although it has the same appearance as the cotton originally taken, 
differs from it entirely in properties. It explodes when struck, bursts into flame very 
easily under the action of sparks, and acts like gurpowder, whence its name of pyroxy- 
lin, or gun-cotton. The composition of gun-cotton is CgH;Ns0;;=CsH1.90; +3NHOs 
—8H,.O. The proportion of the group NO, in nitrocellulose may be decreased by limiting 
the action of the nitric acid, and a compound is obtained which burns without explosion, 
although it is capable of bursting into flame. This substance when dissolved in a mix- 
ture of alcohol and ether is called collodion. The solution when poured on to any 
surface loses all the ether and alcohol by evaporation, and leaves an amorphous mass in 
the form of a transparent membrane insoluble in water. A solution of collodion is em- 
ployed in medicine for covering wounds, and in wet-plate photography for giving on glass 
an even coat of a substance into which the various reagents employed in the process are 
introduced. 

The property possessed by nitroglycerin (occurring in dynamite), nitrocellulose, 
and the other nitro-compounds, of burning with an explosion depends on the reasons 
in virtue of which a mixture of nitre and charcoal deflagrates and explodes; in both 
cases the elements of the nitric acid occurring in the compound are decomposed, 
the oxygen in burning unites with the carbon, und the nitrogen is set free; thus a very 
large volume of gaseous substances (nitrogen and oxides of carbon) is rapidly formed 
from the solid substances originally taken. These gases occupy an incomparably larger 
volume than the original substance, and therefore produce:a powerful pressure and 
explosion. It is evident that in exploding with the development of heat (that is, in 
decomposing, not with the absorption of energy, as is generally the case, but with the 
evolution of energy) the nitro-compounds form stores of energy which are easily set free, 
and that consequently their elements occur in a state of particularly energetic move- 
ment, which is especially strong in the group NO.; this group is common to all nitro- 
compounds, and all the oxygen compounds of nitrogen are unstable, easily decom- 
posable, and (Note 29) absorb heat in their formation. On the other hand, the nitro- 
compounds are instructive as an example and proof of the fact that the elements and 
groups forming compounds are united in definite order in the molecules of a com- 
pound. A blow, concussion, or rise of temperature is necessary to bring the com- 
bustible elements C and H into the most intimate contact with NO., and to distribute 
the elements in a new order in new compounds. 

As regards the composition of the nitro-compounds, it will be seen that the hydrogen 
of a given substance is replaced by the complex group NO, of the nitric acid. The same 
is observed in the passage of alkalis into nitrates, so that the reactions of substitution of 
nitric acid—that is, the formation vf salts and nitro-compounds—may be expressed in 
the following manner. In these cases the hydrogen is replaced by the so-called radicle 
of nitric acid NO, as is evident from the following table :— 


Caustic potash . . . KHO. 
Nitre 2. ee). )6R(NO,)O. 
Hydrate of lime . . CaH.O,. 
Calcium nitrate. . . Ca(NO,)..O,. 
1 Glycerin. . . . . C3H5H;03. 
Nitroglycerin  . . . C3H;(NQ,)30s. 
/ Phenol ... . . C,H50OH. 
Picric acid . . . . CyH.(NO.),0H, Ke. 


The difference between the salts formed by nitric acid and the nitro-compounds con- 
sists in the fact that nitric acid is very easily separated from the salts of nitric acid by 
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even struck, decompose with an explosion, owing to the pressure of the 
vapours and gases formed—free nitrogen, carbonic anhydride, and 
aqueous vapour. In the explosion of nitro-compounds much heat is 
evolved, as in the combustion of gunpowder or detonating gas, and in 
this case the force of explosion in a closed space is great, because from 
a solid or liquid nitro-compound occupying a small space there proceed 
vapours and gases whose elasticity 1s great not only from the small 
space in which they are formed, but owing to the high temperature 
corresponding to the combustion of the nitro-compound.*8 

The combustion of nitro-compounds, as well as that which nitrates 
bring about (in gunpowder), originates in the weakness of the bond 
which holds together the oxygen and nitrogen in nitric acid itself, as 
well as in all the oxygen compounds of nitrogen. If the vapour of 
nitric acid is passed through an even moderately heated glass tube, the 
formation of dark-brown fumes of the lower oxides of nitrogen and the 
separation of free oxygen may be observed —2NHO,=H,0+2NO,+0. 
The decomposition is complete at a white heat—that is, nitrogen is 
formed, 2NHO,=H,O0+N,+0;. Hence it is easily understood 
that nitric acid may part with its oxygen to a number of substances 
capable of being oxidised.39 It is consequently an oxidising agent. 
Charcoal, as we have already seen, burns in nitric acid ; phosphorus, 
sulphur, iodine, and the majority of metals also decompose nitric acid, 


means of sulphuric acid (that is, by a method of double saline decomposition), whilst 
nitric acid is not displaced by sulphuric acid from true nitro-compounds; for instance, 
nitrobenzene, CsHs;NO,. As nitro-compounds are formed exclusively from hydrocarbons, 
they are described with them in organic chemistry. 

The group NO, of nitro-compounds in many cases (like all the oxidised compounds of 
nitrogen) passes into the ammonia group or into the ammonia radicle NH. It is evident 
that this requires the action of reducing substances evolving hydrogen: RNO, + 6H 
=RNH;+2H,,0. Thus Zinin converted nitrobenzene, CgH,'NO,, into aniline, CgH;'NH,, 
‘by the action of hydrogen sulphide. 

Admitting the existence of the group NOg, replacing hydrogen in various compounds, 
then nitric acid may be considered as water in which half the hydrogen is replaced by 
the radicle of nitric acid. In this sense nitric acid is nitro-water, NO."OH, its anhydride 
dinitro-water, (NO,.).O, and nitrous acid nitro-hydrogen, NOH. In nitric acid the radicle 
of nitric acid is combined with hydroxy], just as in nitrobenzene it is combined with the 
radicle of benzene. 

It should here be remarked that the group NO; may be recognised in the salts of 
nitric acid, because the salts have the composition M(NQs),,, just us the metallic chlorides 
have the composition MC],. But the group NO; does not form any other compounds 
beyond the salts, and therefore it should be considered as hydroxyl, HO, in which H_ is 
replaced by NO. 

38 The nitro-compounds play a very important part in mining and artillery. Detailed 
accounts of them must be looked for in special works. The most important and histori- 
cal work in this connection is due to Berthelot, who elucidated much in connection with 
explosive compounds by a series of both experimental and theoretical researches. 

39 Nitric acid may be entirely decomposed by passing its vapour over highly incan- 
descent copper, because the oxides of nitrogen first formed give up their oxygen to the 
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some on heating and others even at the ordinary temperature ; the 
substances taken are oxidised and the nitric acid is deoxidised, yielding 
compounds containing less oxygen. Only a few metals, such as gold 
and platinum, do not act on nitric acid, but the majority decompose it ; 
in so doing, an oxide of the metal is formed, which, if it has the 
character of a base, acts on the remaining nitric acid ; therefore, with 


red-hot metallic copper, so that water and nitrogen gas alone are obtained. This forms 
a means for determining the composition both of nitric acid and of all the other com- 
pounds of nitrogen with oxygen, because by collecting the gaseous nitrogen formed it is 


Fic, 48,—The method of decomposition of nitrous anhydride, also applicable to the other oxides of 
nitrogen, and to their analysis, NO, is generated from nitrate of lead in the retort A. Nitric 
acid and other less volatile products are condensed in B. The tube CC contains copper, and is 
heated from below. Undecomposed volatile products (if any are formed) are condensed in D, 
which is cooled. If the decomposition be incomplete, brown fumes make their appearance in this 
receiver, The gaseous nitrogen is collected in the cylinder E. 


possible to calculate, from its volume, its weight and consequently its amount in a given 
quantity of a nitrogeneous substance, and by weighing the copper before and after the 
decomposition it is possible to determine the amount of oxygen by the increase in 
weight. For nitric acid this de- 
composition is expressed by the 
equation 2HNO;+5Cu=H,O0+ 
N,+5CuO. This reaction must 
be preceded by the formation 
of copper nitrate, Cu(NO3)., be- 
cause oxide of copper forms this 
salt with nitric acid. This salt is 
very unstable, and evolves oxy- 
gen and oxides of nitrogen at a 
red heat. The complete decom- 
position of nitric acid is also 
accomplished by passing a mix- 
ture of hydrogen and nitric acid 
Fia. 49.—Decomposition of nitrous oxide by sodium. vapours through a red-hot tube, 
gaseous nitrogen being formed 
at the expense of the oxidation of the hydrogen. Sodium also decomposes the oxides 
of nitrogen at a red heat, taking up all the oxygen. This method is sometimes used for 
determining the composition of the oxides of nitrogen. 
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metals the result of the reaction is usually not an oxide of the metal, 
but the corresponding salt of nitric acid, and, at the same time, one of 
the lower oxides of nitrogen. The resulting salts of the metals are 
soluble, and hence it is said that nitric acid dissolves nearly all metals.‘ 
This case is termed the solution of metals by acids, although it is not a 
case of simple solution, but a complex chemical change of the substances 
taken. When treated with this acid, those metals whose oxides do not 
combine with nitric acid yield the oxide itself, and not a salt; for 
example, tin acts in this manner on nitric acid, forming a hydrous 
oxide, SnH,O3, which is obtained in the form of a white powder, 
Sn+4NHO,=H,S8n0,+4N0,+H,0. Silver is able to take up still 
more oxygen, and to convert a large portion of nitric acid into nitrous 
anhydride, 4Ag+6HNO,=4AgNO0,+N,0;+3H,O. Copper takes 
up still more oxygen from nitric acid, converting it into nitric oxide, 
a perfectly colourless gas; and, by the action of zinc, nitric acid 
is able to give up a still further quantity of nitrogen, forming nitrous 
oxide, 4Zn+ 10NHO,=4Zn(NO;),+N,.0+5H,0.4! Sometimes, and 
especially with dilute solutions of nitric acid, the deoxidation pro- 
ceeds as far as the formation of hydroxylamine and ammonia, and 


# The application of this acid for etching copper or steel in engraving is based on 
this fact. The copper is covered with a coating of wax, resin, &c. (etching ground), on which 
nitric acid does not act, and then the ground is removed in certain parts with a needle, and 
the whole is washed in nitric acid. The parts covered with the ground remain untouched, 
whilst the uncovered portions are eaten into by the acid. Copper plates for etchings, 
aquatints, &c., are prepared in this manner. 

‘t The formation of such complex equations as the above often presents some diffi- 
culty to the beginner. It should be observed that if the reacting and resultant sub- 
stances be known, it is easy to form an equation for the reaction. Thus, if we wish to 
form an equation expressing the reaction that nitric acid acting on zinc gives nitrous 
oxide, N,O, and zinc nitrate, Zn(NO;)., we must reason as follows :—Nitric acid contains 
hydrogen, whilst the salt and nitrous oxide do not; hence water is formed, and therefore 
it is as though anhydrous nitric acid, N,O;, were acting. For its conversion into nitrous 
oxide it parts with four equivalents of oxygen, and hence it is able to oxidise four equi- 
valents of zinc and to convert it into zinc oxide, ZnO. These four equivalents of zinc 
oxide require for their conversion into the salt four more equivalents of nitric anhydride, 
consequently five equivalents in all of the latter are required, or ten equivalents of nitric 
acid. Consequently ten equivalents of nitric acid are necessary for four equivalents of 
zine in order to express the reaction in whole equivalents. It must not be forgotten, 
however, that there are very few such reactions which can be entirely expressed by simple 
equations. The majority of equations of reactions only express the chief and ultimate 
products of reaction, and thus none of the three preceding equations express all that 
in reality occurs in the action of metals on nitric acid. In no one of them is only one 
oxide of nitrogen formed, but always several together or consecutively—one after the 
other, according to the temperature and strength of the acid. And this is easily under- 
stood. The resulting oxide is itself capable of influencing metals and of being deoxidised, 
and in the presence of the nitric acid it may change the acid and be itself changed. The 
equations given must be looked on as a systematic expression of the main aspects of re- 
actions. Further, these reactions vary considerably with different temperatures and 
varying strengths of acid. 
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sometimes it leads to the formation of ammonia itself. The formation 
of one or other nitrogenous substance from nitric acid is determined 
not only by the nature of the reacting substances, but also by the 
relative mass of water and nitric acid, and also by the temperature and 
pressure, or the sum total of the conditions of reaction ; and as in a 
given mixture these conditions even vary (the temperature and the 
relative mass vary), therefore a mixture of different products of the 
deoxidation of nitric acid is not unfrequently formed. 

Thus the action of nitric acid on metals consists in their being 
oxidised, whilst it is itself converted, according to the temperature, 
concentration in which it is taken, and the nature of the metal, &c., 
into either lower oxides, or even into ammonia.‘? Many compounds 
are oxidised by nitric acid like metals and other elements ; for instance, 
lower oxides are converted into higher oxides. Thus, arsenious acid is 
converted into arsenic acid, suboxide of iron into oxide, sulphurous 
acid into sulphuric acid, the sulphides of the metals, M,S, into sulphates, 
M,SO,, &c. ; in @ word, nitric acid brings about oxidation, its oxygen 
is taken up and transferred to many other substances. Certain sub- 
stances are oxidised by strong nitric acid so rapidly and with so great 
an evolution of heat that they deflagrate and burst into flame. Thus 
turpentine, C,,H,., bursts into flame when poured into fuming nitric 
acid. In virtue of its oxidising property, nitric acid removes the 
hydrogen from many substances. Thus it decomposes hydriodic acid, 
separating the iodine and forming water ; and if fuming nitric acid be 
poured into a flask containing gaseous hydriodic acid, then a rapid 
reaction takes place, accompanied by flame and the separation of 
violet vapours of iodine and brown fumes of oxides of nitrogen.‘ 


42 It is observed that normal nitric acid oxidises many metals with much greater 
difficulty than when diluted with water; iron, copper, and tin are very easily oxidised by 
dilute nitric acid, but remain unaltered under the influence of monohydrated nitric acid 
or of the pure hydrate NHO;. Nitric acid diluted with a large quantity of water does 
not oxidise copper, but it oxidises tin; dilute nitric acid also does not oxidise either silver 
or mercury; but, on the addition of nitrous acid, even dilute acid acts on the above metals. 
This naturally depends on the smaller stability of nitrous acid, and on the fact that after 
the commencement of the action the nitric acid is itself converted into nitrous acid, which 
continues to act on the silver and mercury. 

45 When nitric acid acts on many organic substances it often happens that not only 
is hydrogen removed, but also oxygen is combined ; thus, for example, nitric acid con- 
verts toluene, C;Hg, into benzoic acid, C;HgO,g. In certain cases, also, a portion of 
the carbon contained in an organic substance burns at the expense of the oxygen of the 
nitric acid. So, for instance, phthalic acid, CsH,O,, is obtained from naphthalene, C, )Hg. 
Thus the action of nitric acid on the hydrocarbons is often most complex; there takes 
place (besides nitrification) the separation of carbon, the displacement of hydrogen, 
and the combination of oxygen. There are few organic substances which can with- 
stand the action of nitric acid. Hence nitric acid acts in a powerfully transforming 
manner on a number of organic substances. It leaves a yellow stain on the skin, and in 
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As nitric acid is very easily decomposed with the separation of 
oxygen, it was for a long time supposed that it was not capable of 
forming the corresponding nitric anhydride, N,O, ; but first Deville, 
and then Weber and others, discovered the methods of its formation. 
Deville obtained nitric anhydride by decomposing silver nitrate by 
chlorine under the influence of a moderate heat. Chlorine acts on the 
above salt at a temperature of 95° (2AgNO,+Cl, = 2AgC1+N,0,+0), 
and when once the reaction is started it continues by itself without 
further heating. Brown fumes are given off, which are condensed in a 
tube surrounded by a freezing-mixture. A portion condenses in this 
tube and a portion remains in a gaseous state. The latter contains 
free oxygen. <A crystalline mass and a liquid substance are obtained in 
the tube ; the liquid is poured off, and a current of dry carbonic acid 
gas is passed through the apparatus in order to remove all traces of 
volatile substances (liquid oxides of nitrogen) adhering to the crystals 
of nitric anhydride. These forma voluminous mass of rhombic crystals 
(density 1:64), which sometimes are of rather large size ; they melt at 
about 30° and distil at about 47°. In distilling, a portion of the sub- 
stance is decomposed. With water these crystals give nitric acid. 
Nitric anhydride is also obtained by the action of phosphoric anhydride, 
P,O,, on cold pure nitric acid (below 0°). During the very careful dis- 
tillation of equal parts by weight of these two substances a portion 
of the acid decomposes, giving a liquid compound, H,0,2N,0, 
=N,0,,2HNO,, whilst the greater part of the nitric acid gives the 
anhydride according to the equation 2NHO,+ P,0,=2PHO,+N,0s. 
On heating, and sometimes even spontaneously with explosion, nitric 
anhydride decomposes into nitric peroxide and oxygen, N,O,; 
=N,0,+0. 

Nitrogen peroxide, N,O,, and nitrogen dioxide, NO,, express one 
and the same composition, but they should be distinguished like ordinary 
oxygen and ozone, although in this case their mutual conversion is 
more easily accomplished, even by vaporisation ; also, O, loses heat in 
passing into O,, whilst N,O, absorbs heat in forming NQg. 

Nitric acid in acting on tin and on many organic substances (for 
example, starch) gives brown vapours, consisting of a mixture of N,O, 
and NO,. A purer product is obtained by the decomposition of lead 
nitrate by heat, Pb(NO,),=2NO,+0+PbO, when non-volatile lead 


a large quantity causes a wound and entirely eats away the membranes of the body. 
The membranes of plants are eaten into with the greatest ease by strong nitric acid in 
just the same manner. One of the most durable blue vegetable dyes which is employed 
in dyeing tissues is indigo, yet it is easily converted into a yellow substance by the 
action of nitric acid, and small traces of free nitric acid may be recognised by this means. 
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oxide, oxygen gas, and nitrogen peroxide are formed. The latter, in a 
strongly cooled vessel, condenses into a brown liquid, which boils at 
about 22°: The purest peroxide of nitrogen, solidifying at —9°, is 
obtained when dry oxygen is mixed in a freezing-mixture with twice 
its volume of dry nitric oxide, NO, when transparent prisms of nitrogen 
peroxide are formed in the receiver ; they melt into a colourless liquid 
at about —10°. When the temperature of the receiver is above 
—9°, the crystals melt,‘* and at 0° give a reddish-yellow liquid, like 
that obtained in the decomposition of lead nitrate. The vapours of 
nitrogen peroxide have a characteristic odour, and at the ordinary 
temperature are of a dark-brown colour, but at lower temperatures the 
colour of the vapour is much fainter. When heated, especially above 
50°, the colour becomes a very dark brown, so that the vapours almost 
lose their transparency. 

The causes of these peculiarities of nitrogen peroxide were not 
clearly understood until Deville and Trooste determined the density 
and dissociation of the vapour of this substance at different temperatures, 
and showed that the density varies, If the density be referred to that 
of hydrogen at the same temperature and pressure, then it is found to 
vary from 38 at the boiling point, or about 27°, to 23 at 135°, after 
which the density remains constant up to those high temperatures at 
which the oxides of nitrogen are decomposed. As, on the basis of the 
laws enunciated in the following chapter, the density 23 corresponds 
with the compound NO, (because the weight corresponding with this 
molecular formula=46, and the density referred to hydrogen as unity is | 
equal to half the molecular weight), therefore at temperatures above 135° 
the existence of nitrogen dioxide only must be recognised. It is this 
gas which is of a brown colour. At a lower temperature it forms 
nitrogen peroxide, N,O,, whose molecular weight, and therefore density, 
is twice that of the dioxide. This substance, which is isomeric with 
nitrogen dioxide, as ozone is isomeric with oxygen, and has twice as 
great a vapour density (46 referred to hydrogen), is formed in greater 
quantity the lower the temperature, and crystallises at—10°. The 
reasons both of the variation of the colour of the gas (NO, gives 
colourless and transparent vapours, whilst those of NO, are brown and 
opaque) and the variation of the vapour density with the variation of 


44 According to certain investigations, if a brown liquid 1s formed from the melted 
crystals by heating above --9°, then they no longer solidify at — 10°, probably because a 
certain amount of NOs (and oxygen) is formed, and this substance remains liquid at 
— 80°, or it may be that the passage from 2NO, into N,O, is not so easily accomplished 
as the passage from NO, into 2NO». 

Liquid nitrogen peroxide (that is, a mixture of NO, and N,O,) is employed in admix- 
ture with hydrocarbons as an explosive. 
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temperature are thus made quite clear, and as at the boiling point a 
density 38 was obtained, therefore at that temperature the vapours 
consist of a mixture of 79 parts by weight of N,O, with 21 parts by 
weight of NO,.* It is evident that a decomposition here takes place 
whose peculiarity consists in the fact that the product of decomposition, 
NO,, 18 polynierised (7.e. becomes denser, combines with itself) at a. 
lower temperature ; that is, the reaction, 


N,0,=NO0,+NO, 


is a reversible reaction, and consequently the whole phenomenon repre- 
sents a dissociation in a homogeneous gaseous medium, where the 
original substance, N,O,, and the resultant, NO,, are both gases. The 
measure of dissociation will be expressed if we find the proportion of the 
quantity of the substance decomposed to the whole amount of the sub- 
stance. At the boiling point, therefore, the measure of the decomposi- 
tion of nitrogen peroxide will be 21/(79+21)=0-°21, or 21 p.c.; at 
135° it=1, and at 10° it=O—that is, the N.O, is not then de- 
composable. Consequently here the limits of dissociation are — 10° and 
135° at the atmospheric pressure.‘ Within the limits of these tem- 
peratures the vapours of nitrogen peroxide have not a constant density, 
and above and below these limits definite substances exist. Thus 
above 135° N.O, has ceased to exist and NO, alone remains. It is 


# Because if x equal the amount by weight of N.O,, its volume will =z 46, and the 
amount of NO, will =100—., and consequently its volume will =(100—z),23. But the 
mixture, having a density 38, will weigh 100, consequently its volume will =100,38. 
Hence 7/46 + (100—2)/23= 100 36, or x= 79°0. 

46 The phenomena and laws of dissociation, considered by us in only separate and 
particular instances, are discussed in detail in works on theoretical chemistry. Besides, 
certain points in the doctrine of chemical equilibria are still subject to some doubt owing 
to the recent date at which the exact study of this subject commenced. Nevertheless, 
in respect to nitrogen peroxide, as an historically important example of dissociation in a 
homogeneous gaseous medium, we will cite the results of the careful investigations 
(1885-1886) of E. and L. Natanson, who determined the densities under variations of 
temperature and pressure. The measure of dissociation, expressed as above (it may also 
be expressed otherwise—for example, by the ratio of the substance decomposed to that 
unaltered), proves to increase at all temperatures as the pressure diminishes, which 
would be expected for a homogeneous gaseous medium, as a decreasing pressure aids 
the formation of the lightest product of dissociation (that having the least density or 
largest volume). Thus,in Natansons’ experiments the measure of dissociation at 0° in- 
creases from 10 p.c. to 80 p.c., with a decrease of pressure of from 251 to 38 mm.; at 49°7° it 
increases from 49 p.c. to 93 p.c., with a fall of pressure of from 498 to 27 mm., and at 100° it 
increases from 892 p.c. to 99°7 p.c., with a fall of pressure of from 732°5 to 11:7 mm. At 
130° and 150° the decomposition is complete—that is, NO, only remains at the low pres- 
sures (less than the atmospheric) at which the Natansons made their determinations; 
but it is probable that at considerable pressure (of several atmospheres) molecules of 
N2O, would still be formed, and it would be exceedingly interesting to trace the pheno- 
mena under the conditions of both very considerable pressures and of relatively large 
volumes. 
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evident that at the ordinary temperature there is a partially dis- 
sociated system or mixture of nitrogen peroxide, N,O,, and nitrogen 
dioxide, NO,. In the brown liquid boiling at 22° probably a portion 
of the N.O, has already passed into NO,, and it is only the colourless 
liquid and crystalline substance at—10° that can be considered as pure 
nitrogen peroxide.‘? 

The above explains the action of nitrogen peroxide on water at low 
temperatures. N,O, then acts on water like a mixture of the anhy- 
drides of nitrous and nitric acids. The first, N,O3, may be looked on 
as water in which the two atoms of hydrogen are replaced by the radicle 
NO, while in the second the hydrogen is replaced by the radicle NO,, 
proper to nitric acid ; and in nitrogen peroxide one atom of the 


hydrogen of water is replaced by NO and the other by NO,, as is seen 
from the formule— 


H\,. NO)¢, NOs\o. NO )o. 
H}°3 Nol? wo, {°? wNo,) 2} 
or H,O; N,O,; N,O,; N,.O. 


In fact, nitrogen peroxide at low temperatures gives with water (ice) 
both nitric, HNO;, and nitrous, HNO,, acids. The latter, as we shall 
afterwards see, splits up into water and the anhydride, N,O3. If, how- 


ever, warm water act on nitrogen peroxide, only nitric acid and oxide 
of nitrogen are formed : 3NO,+H,O=NO+2NHO,. 

Although NO, is not decomposed into N and O even at 500°, 
still in many cases it acts as an oxidising agent. Thus, for instance, 
it oxidises mercury, converting it into mercurous nitrate, 2NO,+ 
Hg=HgNO,+N0, it being itself deoxidised into nitric oxide, into 


47 The fact that the presence of a portion of dioxide, NO,, must be acknowledged in 
liquid nitrogen peroxide, N2O,, at temperatures of from 0° to 22°, is not only of great 
significance for the theory which regards solutions as liquid systems of equilibrium, consist- 
ing of combined and decomposed substances, but it also shows the nature of solutions of 
gaseous substances, because the NO. must be regarded as a gas dissolved in the volatile 
liquid N2O,. 

Liquid nitrogen peroxide is said by Geuther to boil at 22°-26°, and to have a sp. gr. 
at 0°=1°494 and at 16°=1'474. It is evident that, in the liquid as in the gaseous state, 
the variation of density with the temperature depends not only on physical, but also on 
chemical changes, as the amount of N.O, decreases and the amount of NO, increases with 
the temperature, and they (as polymeric substances) should have different densities, as we 
find, for instance, in the hydrocarbons C,H, and Cy oHap. 

It may not be superfluous to here mention that the measurement of the specific heat 
of a mixture of the vapours of N.O, and NO, enabled Berthelot to determine that the 
transformation of 2NQ, into NO, is accompanied by the evolution of about 13000 units 
of heat, and as the reaction proceeds with equal facility in either direction, it will be 
exothermal in the one direction and endothermal in the other; and this clearly demon- 
strates the possibility of reactions of both aspects proceeding in either direction, although, 
as a rule, reactions evolving heat proceed with greater ease. 
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which nitrogen dioxide in many other instances passes, and from which 
it is easily formed.*® 

Nitrous anhydride, N,O3, corresponds *® with nitrous acid, NHO,, 
and with the latter corresponds a series of salts, the nitrites—for ex- 
ample, the sodium salt NaNO,, the potassium salt K NO,, the ammonium 
salt (NH,)NO,,” the silver salt AgNO,,°' &c. Neither the anhydride 
nor the hydrate of the acid is known in a perfectly pure state. The 
anhydride has only been obtained as a very unstable substance, and has 
not yet been investigated with proper fulness ; and when efforts are 
made to obtain the acid N HO, from its salts, it always gives water and 
the anhydride, whilst the latter, as an intermediate oxide, easily splits 
up into NO+NO,. But the salts of nitrous acid are distinguished for 
their great stability. Potassium nitrate, KNO;, may be converted into 
potassium nitrite by depriving it of a portion of its oxygen; for 
instance, by fusing it (at a not too great heat) with metals, such as 
lead, KNO,+ Pbh=KNO,+PbO. The resultant salt is soluble in 
water, whilst the oxide of lead is insoluble. With sulphuric and other 
acids the solution of potassium nitrite *? immediately evolves a brown 
gas, nitrous anhydride: 2KNO,+ H,SO,=K,S0,+N,0,+H,O. The 
same gas (N.O;) is obtained by passing nitric oxide at 0° through 
liquid peroxide of nitrogen,*’ or by heating starch with nitric acid of sp. 


48 Nitric acid of sp. gr. 1°51 in dissolving nitrogen peroxide becomes brown, whilst 
nitric acid of sp. gr. 1°32 is coloured greenish blue, and acid of sp. gr. below 1:15 remains 
colourless on absorbing nitrogen peroxide. 

49 Nitrogen peroxide as a mixed substance has no corresponding independent salts. 

50 Ammonium nitrite may be easily obtained in solution by a similar method of double 
decomposition (for instance, of the barium salt with ammonium sulphate) to the other 
salts of nitrous acid, but it decomposes with great ease when evaporated, with the evo- 
lution of gaseous nitrogen, as has been already mentioned (Chap. V.). If the solution, 
however, be evaporated at the ordinary temperature under the receiver of an air-pump, 
a solid saline mass is obtained, which is easily decomposed when heated. The dry salt 
even decomposes with an explosion when struck, or when heated to about 70°—NH,NO,= 
2H,0+N,. It is also formed by the action of aqueous ammonia on a mixture of nitric 
oxide and oxygen, or by the action of ozone on ammonia, and in many other instances. 

51 Silver nitrite, AgNOg, is obtained as a very slightly soluble substance, as a prect- 
pitate, on mixing solutions of silver nitrate, AgNO;, and potassium nitrite, KNO,. It 
is soluble in a large volume of water, and this is taken advantage of to free it from 
silver oxide, which is also present in the precipitate, owing to the fact that potassium 
nitrite always contains a certain amount of oxide, which with water gives the hydroxide, 
forming oxide of silver with silver nitrate. The solution of silver nitrite gives, by double 
decomposition with metallic chlorides (for instance, barium chloride), insoluble silver 
chloride and the nitrite of the metal taken (for instance, barium nitrite, Ba(NO.).). 

32 Probably potassium nitrite, KNO,., when strongly heated, especially with metallic 
oxides, evolves N and O, and gives potassium oxide, K,O, because nitre is liable to such 
a decomposition, but it has, us yet, been but little investigated. 

53 It is evident that the reaction N,0;=NO.+ NO is reversible, and that it resembles 
the conversion of N,O, into NO,, but as yet this reaction has not been thoroughly 
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yr. 1:3. Ata very low temperature it condenses into a blue liquid boiling 
below 0°.5! but then partially decomposing into NO+NO, Nitrous an- 
hydride evinces a remarkable capacity for oxidising. Ignited bodies burn 
in it, nitric acid absorbs it. and then acquires the property of acting on 
silver and other metals, even when diluted. Potrannin iodide is 
oxidised by this gas just as it is by ozone (and by peroxide of hydrogen. 
chromic and other acids, but not by dilute nitric acid nor by sulphuric 
acid), with the separation of iodine. This iodine may be recognised 
(xee Ozone, Chap. IV.) by its turning starch blue. The smallest traces 
of nitrites may be easily discovered by this method. If, for example, 
starch and potassium iodide are added to a solution of potassium 
nitrite (there will be no change, there being no free nitrous acid), and 
then sulphuric acid be added, then the nitrous acid (or its anhvdnde) 
immediately set free evolves iodine, which communicates a blue colour 
to the starch. Nitric acid does not act in this manner. but in the 
presence of zinc the coloration takes place, which proves the formation 
of nitrous acid in the deoxidation of nitric acid.>* Nitrous acid (or 
even a mixture of HNO,+NO) acts directly on ammonia, forming 
nitrogen and water, HNO, + NH,=N,+2H,0.*% 

As nitrous anhydride easily splits up into NO,+ NO, so with warm 
water it, like NO., gives nitric acid and nitric oxide, according to the 
equation 3N,0; + H,O=4N0O + 2NHO3,. 

- Being in a lower degree of oxidation than nitric acid, nitrous acid 


wtudied. The brown colour of the vapours of nitrous anhydride probably depends on 
the presence of NO». 

If nitrogen peroxide be cooled to — 20°, and half its weight of water be added to it drop 
hy drop, then the peroxide is decomposed, as we have already said, into nitrous and nitric 
acids; the former does not then remain as a hydrate. but straightway passes into the 
anhydride, and, therefore, if the resultant liquid be slightly warmed vapours of nitrous 
anhydride, N.O;5, are evolved, and condense into a blue liquid, as Fritzsche showed. 
This method of preparing nitrous anhydride evidently gives the purest product. 

§@ According to Thorpe, N.O- boils at +18?. According to Geuther, at + 3°5°, and its 
mp. gr. at 0° = 1°449. | 

54 In its oxidising action nitrous anhydride gives nitric oxide, N.O,;=2NO+0. Thus 
ita analogy to ozone becomes still closer, because in ozone it is only one-third of the 
oxygen that acts in oxidising ; from O, there is obtained O, which acts as an oxidiser, and 
common oxygen Oy. In a physical aspect the affinity between N.O; and O; is expressed 
by both substances being of a blue colour when in the liquid state. 

56 This reaction is taken advantage of for converting the amides, NH.R (where R is 
an element or a complex group) into hydroxides, RHO. In this case NH.R+NHO., forms 
YN +H,.0+ RHO; NH¢ is replaced by HO, the radicle of ammonia by the radicle of water. 
This reaction is employed for transforming many nitrogenous organic substances having 
the properties of amides into their corresponding hydroxides, Thus aniline, C;Hs’NHb», 
which is obtained from nitrobenzene, CeH, NO, (Note 87), is converted by nitrous anhy- 
dride into phenol, CgH,'OH, which occurs in the creosote extracted from coal tar. Thus 
the H of the benzene is successively replaced by NO... NH», and HO—a method which is 
suitable for other cases also. 
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and its anhydride are oxidised in solutions by many oxidising 
substances —for example, by potassium permanganate— into nitric acid.*’ 

Nitric oxide, NO.—This permanent gas °® (that is, unliquefiable by 
pressure without the aid of cold) may be obtained from all the above- 
described compounds of nitrogen with oxygen. The deoxidation of 
nitric acid by metals is the usual method employed for its preparation. 
Dilute nitric acid (sp. gr. 1:18, but not stronger, as then N.O, and 
NO, are produced) is poured into a flask containing metallic copper.*® 
The reaction commences at the ordinary temperature. Mercury and 
silver also give nitric oxide with nitric acid. In these reactions with 
metals one portion of the nitric acid is employed in the oxidation of the 
metal, whilst the other, and by far the greater, portion combines with the 
metallic oxide so obtained, with formation of the nitrate corresponding 
with the metal taken. The first action of the copper on the nitric acid 
is thus expressed by the equation 


2NHO,+3Cu=H,0+ 3Cu 0O+2NO. 
The second reaction consists in the formation of copper nitrate— 
6NHO, +3Cu0=3H,0 + 3Cu(NO3)>. 


Nitric oxide is a colourless gas which is only slightly soluble in 
water (,, of a volume at the ordinary temperature). Reactions of 
double decomposition in which nitric oxide readily takes part are not 
known—that is to say, it is an indifferent, not a saline, oxide. Like the 
other oxides of nitrogen, it is decomposed into its elements at a red heat. 
The most characteristic property of nitric oxide consists in its capacity 
for directly and easily combining with oxygen (owing to the evolution 
of heat in the combination), With oxygen it forms nitrous anhydride 


57 The action of a solution of potassium permanganate, KMnQ,, on nitrous acid in 
the presence of sulphuric acid is determined by the fact that the higher oxide of man- 
ganese, Mn.O,., contained in the permanganate is converted into the lower oxide MnO, 
which as a base forms manganese sulphate, MnSQ,, and the oxygen serves for the oxida- 
tion of the N.Os; into NOs, or its hydrate. As the solution of the permanganate is of a 
red colour, whilst that of manganese sulphate is almost colourless, this reaction is clearly 
seen, and may be employed for the recognition and determination of nitrous acid and 
its salts. 

58 The absolute boiling point =93° (see Chap. II. Note 29). 

59 Kammerer proposed preparing nitric oxide, NO, by pouring a solution of 
sodium nitrate over copper shavings, and adding sulphuric acid drop by drop. The 
oxidation of ferrous salts by nitric acid also gives NO. One part of strong hydrochloric 
acid is taken and iron is dissolved in it (FeCl.,), and then an equal quantity of hydro- 
chloric acid and nitre is added to the solution. On heating, nitric oxide is evolved. When 
nitric oxide is prepared by either of the above methods, the apparatus first becomes full 
of brown fames of nitrogen peroxide, formed by the oxygen of the air and the nitric 
oxide, and therefore the pure gas can only be collected ufter it has displaced all the air 
in the apparatus, and when the latter becomes full of colourless gas. 
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and nitrogen peroxide, 2NO+O0=N,0;, 2NO+0,=2NO,. If nitric 
oxide is mixed with oxygen and immediately shaken up with caustic 
potash, it is almost entirely converted into potassium nitrite, whilst 
after a certain time, when the formation of nitric peroxide has already 
commenced, a mixture of potassium nitrite and nitrate is obtained. If 
oxygen is passed into a bell jar filled with nitric oxide, then brown 
fumes of nitrous anhydride and nitric peroxide are formed, which in the 
presence of water give, as we already know, nitric acid and nitric 
oxide, so that in the presence of an excess of water and oxygen the 
whole of the nitric oxide is easily and directly converted into nitric 
acid. This reaction of the re-formation of nitric acid from nitric oxide, 
air, and water, 2NO+H,0+0; =2HNO,, is frequently made use of in 
practice. The experiment showing the conversion of nitric oxide into 
nitric acid is very striking and instructive. As the intermixture of the 
oxygen with the oxide of nitrogen proceeds, the nitric acid formed dis- 
solves in water, and if an excess of oxygen has not been added the 
whole of the gas (nitric oxide), being converted into HNO, is 
absorbed, and the water entirely fills the bell jar previously containing 
the gas. It is evident that nitric oxide §' in combining with oxygen 


* This transformation of the permanent gases nitric oxide and oxygen into liquid 
nitric acid in the presence of water, and with the evolution of heat, presents a most 
striking instance of liquefaction produced by the action of chemical forces. They per- 
form with ease the work which physical (cooling) and mechanical (pressure) forces do 
with difficulty. In this the motion, which is so clearly the property of the gaseous mole- 
cules, is extinguished. In other cases of chemical action its appearance arises from 
latent energy—that is, in all probability, from the movement of the atoms in the moleculer. 

$1 Nitric oxide is capable of entering into many characteristic combinations; 
it is absorbed by the solutions of many acids (for instance, tartaric, acetic, phos- 
phoric, sulphuric), and also by the solutions of many salts, especially those formed by 
suboxide of iron (for instance, ferrous sulphate). In this case a brown compound 
is formed which is exceedingly unstable, like all the analogous compounds of 
nitric oxide. The amount of nitric oxide combined in this manner is in atomic pro- 
portion with the amount of the substance taken; thus ferrous sulphate, FeSQ,, 
absorbs it in the proportion of NO to 2FeSO,. Ammonia is obtained by the action of 
a caustic alkali on the resultant compound, because the oxygen of the nitric oxide and 
water are transferred to the ferrous oxide, forming ferric oxide, whilst the nitrogen 
combines with the hydrogen of the water. According to the investigations of Gay 
(1885), the compound is formed with the evolution of a large quantity of heat, and is 
easily dissociated, like a solution of ammonia in water. This subject must be regarded 
as not sufficiently studied. On passing nitric oxide through nitric acid, nitrogen per- 
oxide and nitrous anhydride are formed, whose solutions in the nitric acid are, as we 
have already mentioned, of various colours. It is evident that oxidising substances (for 
example, potassium permanganate, KMnO,, Note 57) are able to convert it into nitric 
acid. If the presence of a radicle NO, composed like nitrogen peroxide, must be recog- 
nised in the compounds of nitric acid, then a radicle NO, having the composition of 
nitric oxide, may be admitted in the compounds of nitrous acid. The compounds in 
which the radicle NO is recognised are called nitroso-compounds. The compounds are 
described in Prof. Bunge’s work (Kief, 1863). 
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has a strong tendency to give only the higher types of nitrogen com- 
pounds, which we see in nitric acid, HNO, or NO,(OH), in nitric an- 
hydride, N,O, or (NO,),O, and inammonium chloride, NH,Cl. IfX 
stand for an atom of hydrogen, or its equivalents, chlorine, hydroxyl, &c., 
and if O, which is, according to the law of substitution, equivalent to 
H,, be indicated by X,, then the three above-named compounds of 
nitrogen should be considered as compounds of the type or form NX;,. 
For example, in nitric acid X,=O,+(OH), where O,=X,, and 
OH=X ; whilst nitric oxide is a compound of the form NX,. Hence 
this lower form, as is true of lower forms in general, strives by combina- 
tion to attain to the higher forms proper to the compounds of a given 
element. NX, passes consecutively into NX,—namely, into N,O, and 
NHO,, NX, (for instance NO,) and NX,. 

As the decomposition of nitric oxide begins at temperatures above 
600°, many substances burn in it ; for instance, ignited phosphorus con- 
tinues to burn in nitric oxide, but sulphur and charcoal are extinguished 
in it. This is due to the fact that the heat evolved in the combustion of 
these two substances is insufficient for the entire decomposition of the 
nitric oxide, whilst the heat developed by burning phosphorus suffices 
to produce this decomposition. That this is the true explanation of 
the behaviour of nitric oxide in these cases is proved by the fact that 
charcoal when very strongly ignited will burn in the gas.® 

The compounds of nitrogen with oxygen which we have so far con- 
sidered may all be prepared from nitric oxide,and may themselves be 
converted into it. Thus nitric oxide stands in intimate connection 
with them.°* The passage of nitric oxide into the higher degrees of . 

6? A mixture of nitric oxide and hydrogen is inflammable. If a mixture of both | 
gases be passed over spongy platinum, the nitrogen and hydrogen even combine, forming 
ammonia. A mixture of nitric oxide with many combustible vapours and gases is very in- 
flammable. A very characteristic flame is obtained in burning a mixture of nitric oxide 
and the vapour of the combustible carbon bisulphide, CS,. The latter substance is very 
volatile, so that it is sufficient to pass the nitric oxide through a layer of the carbon bisul- 
phide (for instance, in a» Woulfe’s bottle) in order that the gas escaping should contain a 
considerable amount of the vapours of this substance. This mixture continues to burn 
when set light to, and the flame emits a large quantity of the so-called ultra-violet rays, 
which are capable of bringing about chemical combinations and decompositions, and 
therefore the flame may be employed in photography in the absence of sufficient day- 
light (magnesium and electric light have the same property). A mixture of nitric 
oxide with many gases (for instance, ammonia) explodes in a eudiometer. 

6 The oxides of nitrogen do not proceed directly from oxygen and nitrogen by contact 
alone, naturally because their formation is accompanied by the absorption of a large 
quantity of heat, namely (see Note 29), about 21500 heat units are absorbed when 16 parts 
of oxygen and 14 parts of nitrogen combine, consequently the decomposition of nitric oxide 
into oxygen and nitrogen is accompanied by the evolution of this amount of heat; and 
therefore with nitric oxide, as with all explosive substances and mixtures, the reaction 


once started is able to proceed by itself. In fact, Berthelot remarked the decomposition 
of nitric oxide in the explosion of fulminate of mercury. This decomposition does not take 
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oxidation and the converse reaction is employed in practice as a 
means for transferring the oxygen of the air to substances cupable of 
being oxidised. Having nitric oxide, it may easily be converted, with 
the aid of the oxygen of the atmosphere and water, into nitric acid, 
nitrous anhydride, and nitric peroxide, and by their means employed to 
oxidise other substances. In this oxidising action nitric oxide is again 
formed, and it may again be converted into nitric acid, and so on with- 
out end, if only there be oxygen and water. Hence the fact, which 
at first appears to be a paradox, that by means of a small quantity of 
nitric oxide in the presence of oxygen and water it is possible to oxidise 
an indefinitely large quantity of substances which cannot be directly 
oxidised either by the action of the atmospheric oxygen or by the 
action of nitric oxide itself. The sulphurous anhydride, SO,, which 
is obtained in the combustion of sulphur and in roasting many metallic 
sulphides in the air, is an example of this kind. In practice this 
gas is obtained by burning sulphur or iron pyrites, the latter being 
thereby converted into oxide of iron and sulphurous anhydride. In 
contact with the oxygen of the atmosphere this gas does not pass into 
the higher degree of oxidation sulphuric anhydride, SO,, and if it does 
form sulphuric acid with water and the oxygen of the atmosphere, 
SO, + H,O+ O0=H,SQ,, it does so very slowly. With nitric acid (and 
especially with nitrous acid, but not with nitrogen peroxide) and water, 
sulphurous anhydride, on the contrary, very easily forms sulphuric acid, 
and especially so when slightly heated (about 40°), the nitric acid (or, 
better still, nitrous acid) being converted into nitric oxide— 


The presence of water is absolutely indispensable here, otherwise 
sulphuric anhydride is formed, which combines with the oxides of 
nitrogen (nitrous anhydride), forming a crystalline substance contain- 
ing oxides of nitrogen (chamber crystals, which will be described in the 
chapter on sulphur). Water destroys this compound, forming sulphuric 
acid and separating the oxides of nitrogen. The water must be taken 
in a greater quantity than that required for the formation of the hydrate 
H,SO,, because the latter absorbs oxides of nitrogen. With an excess of 
water, however, solution does not take place. If, in the above reaction, 
only water, sulphurous anhydride, and nitric or nitrous acid be taken in 


place spontaneously ; substances even burn with difficulty in nitric oxide, probably because 
a certain portion of the nitric oxide in decomposing gives oxygen, which combines with 
another portion of nitric oxide and forme nitric peroxide, a somewhat more stable com- 
pound of nitrogen andoxygen. The further combinations of nitric oxide with oxygen all pro- 
ceed with the evolution of heat, and tuke place spontaneously by contact with air alone. 
From these examples it is seen how the use of thermochemical data is limited by facts. 
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a definite quantity, then a definite quantity of sulphuric acid and nitric 
oxide will be formed, according to the preceding equation ; but there 
the reaction ends, the excess of sulphurous anhydride, if there be any, 
will remain unchanged. But if we add air and water, then the nitric 
oxide will unite with the oxygen to form nitrogen peroxide, and the 
latter with water to form nitric and nitrous acids, which again give 
sulphuric acid from a fresh quantity of sulphurous anhydride. Nitric 
oxide is again formed, which is able to start the oxidation afresh if 
there be sufficient air. Thus it is possible with a definite quantity of 
nitric oxide to convert an indefinitely large quantity of sulphurous 
anhydride into sulphuric acid, water and oxygen only being required.® 
This may be easily demonstrated by an experiment on a small scale, if 
a certain quantity of nitric oxide be first introduced into a flask, and 
sulphurous anhydride, steam, and oxygen be then continually passed in. 
Thus the above-described reaction may be expressed in the following 
manner : 


nSO, +20 +(n+m)H,0 + NO=nH,S80O,,mH,0+ NO, 


if we consider only the original substances and those finally formed. 
Thus a definite quantity of nitric oxide may serve for the conversion of 
an indefinite quantity of sulphurous anhydride, oxygen, and water into 
sulphuric acid. In reality, however, there is a limit to this, because a 
portion of the resulting oxides of nitrogen are dissolved by the sulphuric 
acid, so that in employing even pure oxygen the amount of free (undis- 
solved) or active nitric oxide decreases little by little. If air, and not 
pure oxygen, be employed for the oxidation, as it is necessary to do in 
practice, then it is necessary to remove the nitrogen of the air and to 
introduce a fresh quantity of air. A certain quantity of nitric oxide 
will pass away with this nitrogen, and will in this way be lost.” 


6 The instance of the action of a small quantity of NO in inciting a definite 
chemical reaction between large masses (SO.+0O+H.O=H.SO,) is very instructive, 
because the particulars relating to it have been studied, and show that intermediate 
forms of reaction may be discovered in the so-called contact or catalytic phenomena. 
The essence of the matter here is that A (=SO.) reacts upon B (=O and H,O) in the pre- 
sence of C, because it gives BC, a substance which forms AB with A, and again liberates 
C. Consequently C is a medium, a transferring substance, without which the matter does 
not proceed of its own accord. Many similar phenomena may be found in other depart- 
ments of life. Thus the merchant is an indispensable medium between the producer and 
the consumer ; thus experiment is a medium between the phenomena of nature and the 
cognisant faculties; thus language, forms, and laws are media which are as necessary 
for the consolidation of social intercourse asx nitric oxide for the relations between sul- 
phurous anhydride and oxygen and water. 

6 If the sulphurous anhydride be prepared by roasting iron pvrites, FeS., then 
each equivalent of pyrites (equivalent of iron 56, of sulphur 32, of pyrites 120) requires 
six equivalents of oxyyen (that ix 96 parts) for the conversion of its sulphur into sul- 
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The preceding series of changes serve as the basis of the manw- 
facture of sulphurve acid or so-called chamber acid. This acid is 
prepared on a very large scale in chemical works because it is the 
cheapest acid whose action can be applied in a great number of cases. 
It is thus used in immense quantities. 

The process is carried on in a series of chambers (or in one divided 
Ly partitions as in fig. 50, which shows the beginning and end of a 
chamber) constructed of sheet lead. These chambers are placed one 
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Fig. 50.— Section of sulphuric acid chambers, the first and last chambers only being represented. 


The tower to the left is called the Glover's tower, and that on the right the Gay-Lussac’s tower, 
Less than x}, of the natural size. 


after the other, and communicate with one another by tubes or special 
orifices so placed that the inlet tubes are in the upper portion of the 
chamber, and the outlet in the lower and opposite end. Thecurrent of 


phuric acid (for forming 2H.,SO, with water), besides 14 equivalents (24 parts) for con- 
verting the iron into oxide, Fe.0;; hence the combustion of the pyrites for the formation 
of sulphuric acid and ferric oxide requires the introduction of an equal weight of oxygen 
(120 parts of oxygen to 120 parts of pyrites), or five times its weight of air, whilst four 
parts by weight of nitrogen will remain inactive, and in the removal of the exhausted 
air will carry off the remaining nitric oxide. If not all, at least a large portion of the 
nitric oxide may be collected by passing the escaping air, still containing some oxygen, 
through substances which absorb oxides of nitrogen. Sulphuric acid itself may be 
employed for this purpose if it be taken as the hydrate H.SO,, or containing only a 
smull amount of water, because such sulphuric acid dissolves the oxides of nitrogen. 


+ 
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steam and gases necessary for the preparation of the sulphuric acid 
passes through these chambers and tubes. The acid as it is formed falls 
to the bottom of the chambers, or runs down their walls, and flows from 
one chamber to another (from the last to the first, to permit of which 
the partitions do not reach to the bottom of the chambers), and there- 
fore the floor and walls of the chambers should be made of a material 
on which the sulphuric acid will not act. Among the ordinary metals 
lead is the only one suitable. The other metals, such as iron, zinc, or 
copper, are corroded by the acid ; glass and earthenware are not acted 
on, but would not withstand the changes of temperature which occur in 
the chambers, and would be difficult to join closely ; whilst wood and 
similar materials are destroyed by the acid. 

For the formation of the sulphuric acid it is necessary to introduce 
sulphurous anhydride, steam, air, and nitric acid, or some oxide of 
nitrogen, into the chambers. The sulphurous anhydride is produced by 
burning sulphur or iron pyrites. This is carried on in the furnace with 
four hearths to the left of the drawing. Ai$r is led into the chambers 
and furnace through orifices in the furnace doors. The current of air 
and oxygen is regulated by opening or closing these orifices to a greater 
or less extent. The ingoing draught in the chambers is brought about 
by the fact that heated gases and vapours pass into the chambers whose 
temperature is further raised by the reaction itself, and also by the 
remaining nitrogen being continually withdrawn from the outlet (above 
the tower k) by a tall chimney situated near the chambers. Nitric 
acid is prepared from a mixture of sulphuric acid and Chili saltpetre, in 
the same furnaces in which the sulphurous anhydride is evolved (or in 
special furnaces). Not more than 8 parts of nitre are taken to 100 parts 
of sulphur burnt. On leaving the furnace the vapours of nitric acid 
and oxides of nitrogen mixed with air and sulphurous anhydride first 
pass along the horizontal tubes T into the receiver b B, which is partially 
cooled by water flowing in on the right-hand side and running out on 
the left by 0, in order to reduce the temperature of the gases entering 
the chamber. The gases then pass up a tower filled with coke, and 
shown to the left of the drawing. In this tower are placed lumps of 


They may be easily expelled from this solution by heating or by dilution with water, as 
they are only slightly soluble in aqueous sulphuric acid. Besides which, sulphurous 
anhydride acts on such sulphuric acid, being oxidised at the expense of the nitrous anhy- 
dride, and forming nitric oxide from it, which again enters into the cycle of action. 
Therefore the sulphuric acid which has absorbed the oxides of nitrogen escaping from 
the chambers in the tower K (see fig. 50) is led back into the first chamber, where it 
comes into contact with sulphurous anhydride, by which means the oxides of nitrogen 
are reintroduced into the reaction which proceeds in the chambers. This is the use of 
the towers (Gay-Lussac’s and Glover’s) which are erected at either end of the chambers. 
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coke (partially distilled coal), over which trickles sulphuric acid from 
the reservoir M. This acid has absorbed in the end tower k the oxides of 
nitrogen escaping from the chamber. This end tower is also filled with 
coke, over which a stream of strong sulphuric acid trickles from the 
reservoir M. The acid spreads over the coke, and, owing to the large 
surface offered by the coke, absorbs the greater purt of the oxides of 
nitrogen escaping from the chambers. The sulphuric acid in passing 
down the tower becomes saturated with the oxides of nitrogen, and 
flows out at A into a special receiver (in the drawing situated by the 
side of the furnaces), from which it is forced up the tubes /'h' by steam 
pressure into the reservoir m, situated above the first tower. The gases 
passing through this tower from the furnace on coming into contact 
with the sulphuric acid take up the oxides of nitrogen contained in it, 
and these are thus returned to the chamber and again participate in the 
reaction. The sulphuric acid left after their extraction flows into the 
chambers. Thus, on leaving the first coke tower the sulphurous anhy- 
dride, air, and vapours of nitric acid and of the oxides of nitrogen pass 
through the upper tube m into the chamber. Here they come into 
contact with steam introduced by lead tubes into various parts of the 
chamber. The reaction takes place in the presence of water, the sul- 
phuric acid falls to the bottom of the chamber, and the same process 
takes place in the following chambers until the whole of the sulphurous 
anhydride is consumed. A somewhat greater proportion of air than is 
strictly necessary is passed in, in order that no sulphurous anhydride 
should be left unaltered for want of sufficient oxygen. The presence of 
an excess of oxygen is shown by the colour of the gases escaping from 
the last chamber (into pb). If they be of a pale colour it indicates an 
insufficiency of air (and the presence of sulphurous anhydride), as other- 
wise peroxide of nitrogen would be formed. A very dark colour shows 
an excess of air, which is also disadvantageous, because it increases the 
inevitable loss of nitric oxide by increasing the mass of escaping 


66 
gases. 


6 By this means as much as 2500000 kilograms of chamber acid, containing about 
60 p.c. of the hydrate H,SO, and about 40 per cent. of water, may be manufactured 
per year in one plant of 5000 cubic metres capacity (without stoppages). This process 
has been brought to such a degree of perfection that as much as 300 parts of the hydrate 
H..SO, are obtained from 100 parts of sulphur, whilst the theoretical amount is not 
vreater than 306 parts. The acid parts with its excess of water on heating. For this 
purpose itis heated in lead vessels. However, the acid containing about 75 per cent. of 
the hydrate (60? Baume¢), already begins to act on the lead when heated, and therefore 
the further removal of water is conducted by evaporating in glass or platinum vessels, as 
will be described in our article on sulphuric acid. The aqueous acid (50° Baumé) 
obtained in the chambers is termed chamber acid. The acid concentrated to 60° 
Baume is more generally employed, and sometimes the hydrate (66° Baumé) termed 
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Nitrous oxide, N,O,*' is similar to water in its volumetric composi- 
tion. Two volumes of nitrous oxide are formed from two volumes of 
nitrogen and one volume of oxygen, which may be shown by the common 


vitriol acid is also used. In England alone more than 1000 million kilograms of 
chamber acid are produced by this method. The formation of sulphuric acid by the 
action of nitric acid was discovered by Drebbel, and the first lead chamber was erected 
by Roebuck, in Scotland, in the middle of the last century. The essence of the process 
was ably brought to light at the beginning of this century, when many improvements 
were introduced into practice. 

67 Hyponitrous acid, corresponding with nitrous oxide (as its anhydride), is not 
known in a pure state, but its salts are known. They are prepared by the reduction of 
nitrous (and consequently of nitric) salts by sodium amalgam. If this amalgam be 
added to a cold solution of an alkaline nitrite until the evolution of gas ceases, and 
the excess of alkali saturated with acetic acid, an insoluble yellow precipitate of silver 
hyponitrite, NAgO, will be obtained on adding a solution of silver nitrate. The hyponi- 
trite is insoluble in cold acetic acid, and decomposes when heated, with the evolution of 
nitrous oxide. If rapidly heated it decomposes with an explosion. It is dissolved 
unchanged by feeble minefal acids, whilst the stronger acids (for example, sulphuric 
and hydrochloric acids) decompose it, with the evolution of nitrogen, nitric and nitrous 
acids remaining in solution. Among the other salts of hyponitrous acid, HNO, the salts 
of lead, copper, and mercury are insoluble in water. This is almost all that is at 
present known (according to the researches of Divers) concerning this compound, which 
in its composition and reactions presents a certain analogy to hypochlorous acid. 
There is even reason to think that the composition of silver hyponitrite, AgNO, is more 
complex than was at first supposed. As a substance which has not been sufficiently 
fully investigated, hyponitrous acid must be ranked with those compounds which yet 
present much that is doubtful. Itis evident from the very method of its formation that 
it belongs to the class of compounds which are intermediate between the oxygen and 
hydrogen compounds of nitrogen. If its composition be NHO, then perhaps it =NHs, 
in which two equivalents of hydrogen are replaced by oxygen (see p. 258). A substance 
of this composition, containing the hydrogen combined with the nitrogen, should most 
probably be isomeric, and not identical, with the true hydrate of nitrous oxide, because 
in the latter the hydrogen would be in the form of hydroxyl. Among such insufficiently 
investigated compounds—which, however, are of great interest—we must rank amidogen, 
or hydrazine, N2H4, which was prepared by Curtius (1847) by means of ethyl diazo- 
acetate, or triazoacetic acid. Curtius and Jay (1489) showed that triazoacetic acid, 
CHN,.COOH (the formula should be trjpled), when heated with water or a mineral 
acid gives (quantitatively) oxalic acid and amidogen (hydrazine), CHN..COOH + 
2H.,O0 =C,0,(OH).+ N.H,—12.e. (empirically), the oxygen of the water replaces the nitro- 
gen of the azoacetic acid. The amidogen is thus obtained in the form of a salt. 
With acids amidogen forms very stable salts of the two types, NogH,HX, and NgH,H,X., 
as, for example, with HCl, H,SO,, &c. These salts are easily crystallised ; in acid solu- 
tions they act as powerful reducing agents, evolving nitrogen; when ignited they are 
decomposed into ammoniacal salts, nitrogen, and hydrogen; with nitrites they evolve 
nitrogen. The sulphate, N.H4,H.SO,, is sparingly soluble in cold water (3 parts in 100 
of water), but is very soluble in hot water; its specific gravity is 1:37, it fuses at 254°, 
with decomposition. The hydrochloride, N.H,,2HCI, erystullises in octahedra, is very 
soluble in water, but not in alcohol; it fuses at 198°, evolving hydrogen chloride, and 
forming the salt N.H,HC1; when rapidly heated it decomposes with an explosion ; with 
platinic chloride it immediately evolves nitrogen, forming platinous chloride. By the 
action of the alkalis the salts N.H,2HX give hydrate of amidugen, N.Hy,H,O, 
which is a fuming liquid, boiling at 119°, almost without odour, and whose aqueous 
solution corrodes glass and india-rubber, has an alkaline taste and poisonous properties. 
The reducing capacities of the hydrate are clearly seen from the fact that it reduces the 
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method of the analysis of the oxides of nitrogen (by passing them over 
red-hot copper or sodium). In contradistinction to the other oxides of 
nitrogen, it is not directly oxidised by oxygen, but it may be obtained 
from the higher oxides of nitrogen by the action of certain deoxidising 
substances ; thus, for example, a mixture of two volumes of nitric 
oxide and one volume of sulphurous anhydride if left in contact with 
water and spongy platinum is converted into sulphuric acid and 
nitrous oxide, 2NO+S0,+H,O=H,SO,+N,0. Nitric acid, also, 
under the action of certain metals —for instance, of zinc ®*— gives nitrous 
oxide, although in this case mixed with nitric oxide. The usual method 
of preparing nitrous oxide consists in the decomposition of ammonium 
nitrate by the aid of heat, because in this case only water and nitrous 
oxide are formed, NH,NO,=2H,0+N,0 (a mixture of NH,Cl and 
KNO, is sometimes taken). The decomposition © proceeds very easily 
in an apparatus like that used for the preparation of ammonia or 
oxygen—that is, in a retort or flask with a gas-conducting tube. The 
decomposition must, however, be carried on carefully, as otherwise 
nitrogen is formed from the decomposition of the nitrous oxide.”” 
Nitrous oxide is not a permanent gas (absolute boiling point + 36°), 
it is easily liquefied by the action of cold under a high pressure ; at 
15° it may be liquefied by a pressure of about 40 atmospheres. This 
gas is usually liquefied by means of the force pump”! shown in fig. 51. 


metals platinum and silver from their solutions. With mercuric oxide it explodes. It 
reacts directly with the aldehydes RO, forming N.R, and water; for example, with benz- 
aldehyde it gives the very stable insoluble benzalazine (CgHs;CHN),, of a yellow colour. 
Further research should explain the relation of these very interesting sults to amidogen 
(N2Hy,) itself, which has not yet been isolated. Amidogen must be regarded as a substance 
which stands to ammonia in the same relation as hydrogen peroxide stands to water. 
Water, H(OH), gives, according to the law of substitution, as was clearly to be expected, 
(OH)(OH)—that is, peroxide of hydrogen is the free radicle of water (hydroxyl). So also 
ammonia, H(NH,), forms hydrazine, (NH.)(NH.)—that is, the free radicle of ammonia, 
NH,, or amidogen. In the case of phosphorus a similar substance, as we shall after- 
wards see, has long been known under the name of liquid phosphuretted hydrogen, P.H,. 
68 It is remarkable that electro-deposited copper shavings give nitrous oxide with a 

10 p.c. solution of nitric acid, whilst ordinary copper gives nitric oxide. It is here 
evident that the physical and mechanical structure of the substance effects the course of 
the reaction—that is to say, it is a case of contact. 

69 This decomposition is accompanied by the evolution of about 25000 calories per 
molecular quantity NH,NOs, and therefore takes place with ease, and sometimes with 
an explosion. . 

70 In order to remove any nitric oxide that might be present, the gas obtained is 
passed through a solution of ferrous sulphate. As nitrous oxide is very soluble in cold 
water (at 0° 100 volumes of water dissolve 180 volumes of N.O, at 20°, 67 volumes), it 
must becollected over warm water. The nitrous oxide is much more soluble than nitric 
oxide, which is in agreement with the fact that the nitrous oxide is much more easily 
liquefied than the nitric oxide. 

71 Faraday obtained liquid nitrous oxide by the same method as liquid ammonia, 
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As it is liquefied with comparative ease, and as the cold produced by its 
vaporisation is very considerable,’? it (as also liquid carbonic anhy- 
dride) is often employed in investigations requiring a low temperature. 


Or 


’ 


TMM ae 


Fig. 51.—Natterer’s apparatus for the preparation of liquid nitrous oxide and carbonic anhydride. 
The gas first passes through the vessel V, for drying, and then into the pump (a section ‘of the 
upper part of the apparatus is given on the left). The piston ¢ of the force pump is woved by the 
crank E and fly-wheel turned by hand. The gas is pumped into the iron chamber A, where it is 
liquefied. The valve 8 allows the yas to enter A, but not to escape from it. The chamber and 
pump are covled by the jacket B, filled with ice. When the gas is liquetied the vessel A is un- 
screwed from the pump, and the liquid may be poured from it by inverting it and unscrewing the 
valve e, and the liquid then runs out of the tube z. 


by heating dry ammonium nitrate in a closed bent tube, one arm of which was immersed 
in a freezing mixture. In this case two layers of liquid are obtained at the cooled end, 
a lower layer of water and an upper layer of nitrous oxide. Thisexperiment should be 
conducted with great care, as the pressure of the nitrous oxide in a liquid state is con- 
siderable, namely (according to Regnault), at +10°=45 atmospheres, at 0° =36 atmo- 
spheres, at —10°=29 atmospheres, and at -- 20" =23 atmospheres. It boils at —92°, 
and the pressure is then therefore =1 atmosphere. 

72 Liquid nitrous oxide, in vaporising at the same pressure as liquid carbonic 
anhydride, gives rise to almost equal or even slightly lower temperatures. Thus at a 
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Nitrous oxide forms a very mobile, colourless liquid, which acts on the 
skin, and which is incapable in a cold state of oxidising either 
metallic potassium, phosphorus, or carbon; its specific gravity 1s 
slightly less than that of water (0°94). When evaporated under the 
receiver of an air-pump, the temperature falls to—100°, and the 
liquid solidifies into a snow-like mass, and partially forms transparent 
crystals. Both these substances are solid nitrous oxide. Mercury 
is immediately solidified in contact with evaporating liquid nitrous 
oxide.?3 | 

When introduced into the respiratory organs (and consequently 
into the blood also) nitrous oxide produces a peculiar kind of drunken- 
ness accompanied by spasmodic movements, and hence this gas, dis- 
covered by Priestley in 1776, received the name of ‘ laughing gas.’ On a 
prolonged respiration it produces a state of insensibility (it is an 
anesthetic like chloroform), and it is therefore employed in dental and 
surgical operations. | 

Nitrous oxide is easily decomposed into nitrogen and oxygen by the 
action of heat, or a series of electric sparks ; and this explains why a 
number of substances which cannot burn in nitric oxide do so with 
great ease in nitrous oxide. In fact, when nitric oxide gives some 
oxygen on decomposition, this oxygen immediately unites with a fresh 
portion of the gas to form nitric peroxide, whilst nitrous oxide does 
not possess this capacity for further combination with oxygen.“ A 
mixture of nitrous oxide with hydrogen explodes like detonating 
gas, gaseous nitrogen being formed, N,O+H,=H,O+N,. The 
volume of the remaining nitrogen is equal to the original volume of 
nitrous oxide, and is equal to the volume of hydrogen entering into 


pressure of 25mm. carbonic anhydride givesa temperature as low as —115°, and nitrous 
oxide of —125° (Dewar). The similarity of these properties and even of the absolute 
boiling point (CO, + 32°, N.0 + 36°) is all the more remarkable because these gases have: 
the same molecular weight =44 (Chap. IV. Note 10, and Chap. VII.). 

73 A very characteristic experiment of simultaneous combustion and of intense 
cold may be conducted by means of liquid nitrous oxide; if liquid nitrous oxide be 
poured into a test tube containing some mercury, then the mercury will solidify, and if 
w& piece of red-hot charcoal be thrown upon the surface of the nitrous oxide it will con- 
tinue to burn very brilliantly, giving rise to a high temperature. 

74 In the following chapter we shall consider the volumetric composition of the 
oxides of nitrogen. It explains the difference between nitric and nitrous oxide. 
Nitrous oxide is formed with a diminution of volumes (contraction), nitric oxide without 
contraction, its volume being equal to the sum of the volumes of nitrogen and oxygen of 
which it is composed. By oxidation, if it could be directly accomplished, two volumes of 
nitrous oxide and one volume of oxygen would not give three but four volumes of nitric 
oxide. These facts must be taken into consideration in comparing the calorific equiva- 
lents of formation, the capacity for supporting combustion, and other properties of nitrous 
and nitric oxides, N,O and NO, 
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combination with the oxygen ; hence in this reaction equal volumes of 
nitrogen and hydrogen replace each other. Nitrous oxide is also very 
easily decomposed by red-hot metals ; and sulphur, phosphorus, and 
charcoal] burn in it, although not so brilliantly as in oxygen. An equal 
quantity of a substance in burning in nitrous oxide evolves more heat 
than in burning in oxygen; which most clearly shows that in the 
formation of nitrous oxide by the combination of nitrogen with oxygen 
there was not an evolution but an absorption of heat, there being no 
other source for the excess of heat in the combustion of substances in 
nitrous oxide. If a given volume of nitrous oxide be decomposed by 
a metal—for instance, sodium--then there remains, after cooling and 
total decomposition, an exactly equal volume of nitrogen to that of 
the nitrous oxide taken ; consequently, the oxygen is, so to say, distri- 
buted between the atoms of nitrogen without producing an increase 
in the volume of the nitrogen. 


v2 
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CHAPTER VII : 


MOLECULES AND ATOMS. THE LAWS OF GAY-LUSSAC AND 
AVOGADRO-GERHARDT 


HypDroGEN combines with oxygen in the proportion of two volumes to 
one. The composition by volume of nitrous oxide is exactly similar— 
it is composed of two volumes of nitrogen and one volume of oxygen. 
By decomposing ammonia by the action of an electric spark it is easy 
to prove that it contains one volume of nitrogen to three volumes of 
hydrogen. So, similarly, it is found, whenever a compound is decom- 
posed and the volumes of the gases proceeding from it are measured, 
that the volumes of the gases or vapours entering into combination 
are in a very simple proportion one to another. With water, nitrous 
oxide, &c., this may be proved by direct observation, but in the majority 
of cases, and especially with substances which, although volatile—that 
is, capable of passing into a gaseous (or vaporous) state—are liquid at 
the ordinary temperature, such a direct method of observation pre- 
sents many difficulties. But then, if the densities of the vapours and 
gases be known, the same simplicity in their ratio is shown by calcula- 
tion. The volume of a substance is proportional to its weight and 
inversely proportional to its density, and therefore by dividing the 
amount by weight of each substance entering into the composition of 
a compound by its density in the gaseous or vaporous state we shall 
obtain factors which will be in the same proportion as the volumes of 
the substances entering into the composition of the compound.! So, 


1 If the weight be indicated by P, the density by D, and the volume by V, then 


Pp 

D> KV, 

where K is a coefficient depending on the system of the expressions P, D, and V. If D 
be the weight of a cubic measure of a substance referred to the weight of the same 
measure of water—if, as in the metrical system (Chap. I. Note 9), the cubic measure of 
one part by weight of water be taken as a unit of volume—then K=1. But whatever it 
be, it is cancelled in dealing with the comparison of volumes, because comparative and not 
absolute measures of volumes are taken. In this chapter, as throughout the book, the 
weight P is given in grams in dealing with absolnte weights; and if comparative, as in 
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for example, water contains eight parts by weight of oxygen to one 
part by weight of hydrogen, and their densities are 16 and 1, conse- 
quently their volumes (or the above-mentioned factors) 1 and 4, and 
therefore it is seen without direct experiment that water contains two 
volumes of hydrogen for every one volume of oxygen. So also, know- 
ing that nitric oxide contains fourteen parts of nitrogen and sixteen 
parts of oxygen, and knowing that the specific gravities of both these 
gases are fourteen and sixteen, we find that the volumes in which nitro- 
gen and oxygen combine for the formation of nitric oxide are in the 
proportion of 1:1. Consequently, nitric oxide is a combination of equal 
volumes of nitrogen and oxygen. We will cite another example. In 
the last chapter we saw that the density of NO, only becomes constant 
and equal to twenty-three (referred to hydrogen) above 135°, and there- 
fore a method of direct observation of the volumetric composition of 
this substance would be very ditficult at so high a temperature. But 
it may be easily calculated. NO,, as is seen from its formula and 
analysis, contains thirty-two parts by weight of oxygen to fourteen 
parts by weight of nitrogen, forming forty-six parts by weight of NO,, 
and knowing the densities of these gases we find that one volume of 
nitrogen with two volumes of oxygen gives two volumes of nitrogen 
peroxide. Therefore, knowing the amounts by weight of the substances 
participating in a reaction or forming a given substance, and knowing 
the density of the gas or vapour,? the volumetric relations of the sub- 


the expression of chemical composition, then the weight .of an atom is taken as unity. 
The density of gases, D, is also taken in reference to the density of hydrogen, and the 
volume V in metrical units (cubic centimetres or cubic metres, &c.), if it be a matter of 
absolute magnitudes of volumes, and if it be a matter of chemical transformations—that 
is, of relative volumes—then the volume of an atom of hydrogen, or of one part by weight 
of hydrogen, is taken as unity, and all volumes are expressed according to these units, 

2 As the volumetric relations of vapours and gases, next to the relations of substances 
by weight, form the most important province of chemical learning and the most important 
means for the attainment of chemical conclusions, and inasmuch as these volumetric 
relations are determined by the densities of gases and vapours, therefore the methods 
of determining the densities of vapours (and also of gases) form important means 
in chemical research. These methods are described in detail in works on physics and 
physical and analytical chemistry, and therefore we here only touch on the general 
principles of the subject. 

If we know the weight p and volume v, occupied by the vapour of a given substance 
at a temperature ¢ and pressure h, then its density may be directly obtained by dividing 
p by the weight of a volume v of hydrogen (if the denajty be expressed according to 
hydrogen, see Chap. II. Note 23) at ¢ and A. Hence, the methods of determining the 
density of vapours and gases are based on the determination of p, v, t, and hk. The two 
last data (the temperature ¢ and pressure /) are given by the thermometer and barometer 
and the heights of mercury or other liquid confining the gas, and therefore do not 
require further explanation. It need only be remarked that: (1) In the case of easily- 
volatile liquids there is no difficulty in procuring a bath with a constant temperature, 
but that it is, nevertheless, best (especially considering the inaccuracy of thermo- 
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stances acting in a reaction or entering into the composition of a com- 
pound, may be also determined. 


meters) to have a medium of absolutely constant temperature, and therefore to take 
either a bath in which some substance is melting—such as melting ice at 0° or crystals of 
sodium acetate, melting at +56°—or, as is more generally practised, to place_the vessel 
containing the substance to be experimented with in the vapour of a liquid boiling at a 
definite temperature, and, knowing the pressure under which it is boiling, to determine 
the temperature of the vapour. For this purpcse the boiling points of water at different 
pressures are given in Chap. I. Note 11, and the boiling points of certain easily procurable 
liquids at various pressures are given in Chap. II. Note 27. (2) With respect to tempera- 
tures above 800° (below which mercurial thermometers may be conveniently employed), 
they are most simply obtained constant (to give time for the weight and volume of a 
substance being observed in a given space, and to allow that space to attain the calcu- 
lated temperature ¢) by means of substances boiling at a high temperature. Thus, for 
instance, at the ordinary atmospheric pressure the temperature ¢ of the vapour of 
sulphur is about 448°, of phosphorus pentasulphide 518°, of tin chloride 606°, of cad- 
mium 770°, of zinc 980° (according to Violle and others), or 1040° (according to Deville), 
&c. (3) The indications of the hydrogen thermometer must be considered as the most 
exact (but hydrogen diffuses through ignited platinum, and therefore nitrogen is then 
employed). (4) The temperature of the vapours used as the bath should in every case 
be several degrees higher than the boiling point of the liquid whose density is to be 
determined, in order that no portion should remain in a liquid state. But even in this 
case, as is seen from the example of nitric peroxide (Chap. VI.), the vapour density 
does not always remain constant with a change of ¢, as it should were the law of the 
expansion of gases and vapours absolutely exact (Chap. I. Note 26). If variations of 
a chemical and physical nature similar to that which we saw in nitric peroxide take 
place in the vapours, the main interest is centred in constant densities, which do not 
vary with f, and therefore the possible effect of ¢ on the density must always be kept 
in mind in having recourse to this means of investigation. (5) Usually, for the sake of 
convenience of observation, the vapour density is determined at the atmospheric pres- 
sure which is read on the barometer; but in the case of substances which are volati- 
lised with difficulty, and also of substances which decompose, or, in general, vary at 
temperatures near their boiling points, it is best or indispensable to conduct the deter- 
mination at low pressures, whilst for substances which decompose at low pressures the 
observations have to be conducted under a more or less considerably increased pressure. 
(6) In many cases it is convenient to determine the vapour density of a substance in 
admixture with other gases, and consequently under the partial pressure, which may be 
found, knowing the volume of the mixture and that of the intermixed gas (see Chap. L 
Note 1). This method is especially important for substances which are easily decom- 
posable, because, judging by the phenomena of dissociation, a substance is able to remain 
unchanged in the atmosphere of one of its products of decomposition. Thus, Wurtz 
determined the density of phosphoric chloride, PCl,, in admixture with the vapour of 
phosphorous chloride, PCls. (7) It is evident, from the example of nitric peroxide, that a 
change of pressure may alter the density and aid decomposition, and therefore identical 
results are sometimes attained (if the density be variable) by raising ¢ and lowering hk; 
but if the density does not vary under these variable conditions (at least, not to an 
observable degree exceeding the limits of experimental error), then this constant density 
indicates the gaseous and invariable state of a substance. The laws hereafter laid down 
refer only to such vapour densities. But the majority of volatile substances show such 
a constant density at a certain distance from their boiling points up to the starting point 
of decomposition. Thus, the density of aqueous vapour does not vary for ¢ between 
the ordinary temperature and 1000° (there are no trustworthy determinations beyond 
this) and for pressures varying from fractions of an atmosphere up to several atmo- 
spheres. If, however, the density does vary considerably with a variation of A and ¢, 
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Such an investigation (either direct, or by calculation from the densi- 
ties and composition) of every chemical reaction, resulting in the forma- 


the fact may serve as a guiding string for the investigation of the chemical changes 
which are undergone by the substance in a state of vapour, or, at least, as an indi- 
cation of a deviation from the laws of Boyle, Mariotte, and Gay-Lussac (for the expansion 
of gases from ¢). In certain cases the separation of one form of deviation from the other . 
may be explained by special hypotheses. 

With respect to the means of determining p and v, with a view to finding the vapour 
density, we may distinguish three chief methods: (a) by weight, by ascertaining the 
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Fic. 52.—Apparatus for determining the vapour density 
by Dumas’ method. A small quantity of the liquid 
whose vapour density is to be determined is placed in 
the glass globe, and heated in a water or oil bath toa 
temperature above the boiling point of the liquid. 
When all the liquid has been converted into vapour 
and has displaced all the air from the globe, the latter is 

sealed up and weighed. The capacity of the globe is 
then measured, and in this manner the volume occu- 


Fic. 53.—Deville and Troost’s apparatus for 
determining the vapour densities, accord- 
ing to Dumas’ method, of substances 
which boil at hightemperatures. A porce- 
lain globe containing the substance whose 
vapour density is to be determined is 
heated in the vapour of mercury (350°), 
sulphur (410°), cadmium (850°), or zinc 
(10402). The globe is sealed up in an 


pied by a known weight of vapour at a known tem- oxyhydrogen flame. 
perature is determined. 


weight of a definite volume of vapour; (4) by volume, by measuring the volume occupied 
by the vapour of a definite weight of a’substance ; and (c) by displacement. The last- 
mentioned is essentially volumetric, because a known weight of a substance is taken, 
and the volume of the air displaced by the vapour at a given ¢ and h is determined. 

The method by weight (a) is the most trustworthy and historically important. Dumas’ 
method is typical. An ordinary spherical glass or porcelain vessel, like those shown 
respectively in figs. 52 and 53, is taken, and an excess of the substance to be experimented 
upon is introduced into it. The vessel is heated to a temperature ¢ higher than the boil- 
ing point of the liquid; this gives a vapour which displaces the air, and fills the sphe- 
rical space. When the air and vapour cease escaping from the sphere, it is fused 
up or closed by some means; and when cool, the weight of the vapour remaining 
in the sphere is determined (either by direct’ weighing of the vessel with the vapour 
and introducing the necessary corrections for the weight of the air and of the vapour 
itself; or the weight of the volatilised substance is determined by chemical methods), 
and the volume of the vapour at ¢ and the barometric pressure /t is then calculated. 
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tion of definite chemical compounds, shows that the volumes of the react- 
ing substances in a gaseous or vaporous state are either equal or are in 


The volumetric methods (b) originally employed by Gay-Lussac and then modified by 
Hofmann and others, is based on the principle that a weighed quantity of the liquid to 
be experimented with (placed in asmall closed vessel, which is sometimes fused up before 


Fic. §4.—Hofmann's apparatus for ! 
determining vapour densities. The 
internal tube, about one metre long, 
which is calibrated and graduated, 
is filed with mercury and inverted Cc {- 
in amercury bath. A small bottle 
(depicted in {ta natural size on the 
left) containing a weighed quantity 


i> | -—assesTos 


Fiq. 55.—Victor Meyer's apparatus for 


of the liquid whose vapour density is 
to be determined, is introduced into 
the Torricellian vacuum. Steam, 
or the vapour of amyl alcohol, &c., 
is passed through the outer tube, 
and heats the internal tube to the 
temperature f, at which the volume 
of vapour is measured. 


determining vapour densities. The 
tube bis heated in the vapour of 
a quid of constant boiling point. 
A glass tube, containing the liquid 
to be experimented upon, is caused 
to fall from d. The air displaced is 
collected in the cylinder e,in the 
trough f. 


weighing, and which, if quite full of the liquid, breaks when heated in a vacuum) is intro- 
duced into a graduated cylinder heated to ¢, or simply into a Torricellian vacuum, as 
shown in fig. 54, and the number of volumes occupied by the vapour noted when the 
space holding it is heated to the desired temperature f. | 
The method of displacement (c) proposed by Victor Meyer is based on the fact that a 
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simple multiple proportion. This forms the first law of those discovered 
by Gay-Lussac. This law may be formulated as follows: The amounts of 
substances entering into chemical reaction, occupy under similar physical 
conditions, in a gaseous or vaporous state, equal or multiple volumes. 
This law not only refers to elements, but also to compounds entering 
into mutual chemical combirfation ; thus, for example, one volume of 
ammonia gas combines with one volume of hydrogen chloride. For in 
the formation of sal-ammoniac, NH,Cl, there enters into reaction 17 parts 
by weight of ammonia, NH.,, which is 8} times denser than hydrogen, 
and 36-5 parts by weight of hydrogen chloride, whose vapour density is 
18} times that of hydrogen, as has been proved by direct experiment. 
By dividing the weights by the respective densities we find that the 
volume of ammonia, NH;, is equal to two, and so also the volume of 
hydrogen chloride. Hence the volumes of the compounds which here 
combine together are equal to each other. By taking into considera- 
tion that the law of Gay-Lussac holds good, not only for elements, but 
also for compounds, it should be expressed as follows: Substances 
interuct with one another in commensurable volumes of their vapours.‘ 


space b is heated to a constant temperature ¢ (by the surrounding vapours of a liquid of 
constant boiling point), and the air (or other gas enclosed in this space) is allowed to 
attain this temperature, and when it has done so a glass bulb containing a weighed quan- 
tity of the liquid to be experimented with is dropped into the space. The liquid is imme- 
diately converted into vapour, and displaces the air into the graduated cylinder e. The 
amount of this air is calculated from its volume, and consequently the volume at ¢, and, 
therefore, also the volume occupied by the vapour, is found. The general arrangement 
of the apparatus is given in fig. 65. 

5 Vapours and gases, as was explained in the second chapter, are subject to the same 
laws, which are, however, only approximate. It is evident that for the deduction of the 
laws which will presently be enunciated it is only possible to take into consideration a 
perfect gaseous state (removed from the liquid state) and ‘chemical invariability in 
which the vapour density is constant—that is, the volume of a given gus or vapour 
varies like a volume of hydrogen, air, or other gas, with the pressure and temperature. 

It is necessary to make this statement in order fhat it may be clearly seen that the 
laws of gaseous volumes, presently to be described, are in the most intimate connec- 
tion with the laws of the variations of volumes with pressure and temperature. And 
as these latter laws (Chap. II.) are not infallible but only approximately exact, the same, 
therefore, applies to the laws presently to be described. And as it ix possible to find more 
exact laws (a second approximation) for the variation of v with p and ¢ (for example, 
Van der Waals’ formula, Chap. II. Note 33), so also a more exact expression of the 
relation between the composition and the density of vapours and gases is also possible. 
But to prevent anv doubt arising at the very beginning as to the breadth and general 
application of the laws of volumes, it will be sufficient to mention that the density of 
such gases as oxygen, nitrogen, and carbonic anhydride is already known to remain 
constant (within the limits of experimental error) between the ordinary temperature 
and a white heat; whilst, judging from what is said in my work on the ‘Tension 
of Gases’ (vol. i. p. 9), it may be said that, as regards pressure, the density remains 
very constant even when the deviations from Mariotte’s law are very considerable. How- 
ever, in this respect the number of data is yet too small for forming an exact conclusion. 

$ We must recollect that this law is only approximate, like Boyle and Mariotte’s law, 
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The law of combining volumes and the law of multiple proportions 
were discovered independently of each other—the one in France by 
Gay-Lussac, the other in England by Dalton, almost simultaneously. 
In the language of the atomic hypothesis it may be said that atomic 
quantities of elements occupy equal or multiple volumes. 

The first law of Gay-Lussac expresses the relation between the 
volumes of the component parts of a compound ; let us now consider 
the relation existing between the volumes of the component parts and 
of the compounds which proceed from them. This may sometimes be 
determined by direct observation. Thus the volume occupied by water, 
formed by two volumes of hydrogen and one volume of oxygen, may be 
determined by the aid of the apparatus shown in fig. 56. The long 
glass tube is closed at the top and open at the bottom, which is 
immersed in a cylinder containing mercury. The closed end is 
furnished with wires like a eudiometer (p.168). The tube is filled with 
mercury, and then a certain volume of detonating gas is introduced. 
This gas is obtained from the decomposition of water, and therefore in 
every three volumes contains two volumes of hydrogen and one volume 
of oxygen. The tube is surrounded by a second and wider glass tube, and 
the vapour of a substance boiling above 100°—that is, whose boiling point 
is higher than that of water—is passed through the annular space be- 
tween them. Amy] alcohol, whose boiling point is 132°, may be taken 
for this purpose. The amy] alcohol is boiled in the vessel to the right 
hand and its vapour passed between the walls of the twotubes. In the 
case of amyl alcohol, the outer glass tube would be connected with a 
condenser to prevent the escape into the air of the unpleasant-smelling 
vapour. The detonating gas is thus heated up to a temperature of 132°. 
When its volume becomes constant it is measured, the height of the 
_ column of mercury in the tube above the level of the mercury in the 
cylinder being noted. Let this volume equal v ; it will therefore con- 
tain } vof oxygen and 3 v of hydrogen. The current of vapour is 
then stopped, the open end of the tube filled with mercury, and then 
closed, and the gas exploded ; water is formed, which condenses into a 
liquid. The volume occupied by the vapour of the water formed has 
now to be determined. For this purpose the vapour of the amy] 
alcohol is again passed between the tubes, and the whole of the water - 
formed is converted ito vapour at the same temperature as that at 
which the detonating gas was measured, and the cylinder of mercury 
being raised until the column of mercury in the tube stands at the same 
height above the surface of the mercury in the cylinder as it did before 


and that, therefore, exact expressions may be found for the exceptions which occur to its 
application. 
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the explosion, it is found that the volume of the water formed is equal to 
two-thirds v—that is, it is equal to the volume of the hydrogen contained 
in the water. Consequently, the volumetric composition of water should 
be expressed in the following terms: Two volumes of hydrogen 
combine with one volume of oxygen to form two volumes of aqueous 
vapour. For substances which are gaseous at the ordinary tempera- 
ture, this direct method of observation is sometimes very easily con- 
ducted ; for instance, with ammonia, nitric, and nitrous oxides. Thus 
to determine the composition by volume of nitrous oxide, the above- 
described apparatus may be employed. Nitrous oxide is introduced 
into the tube, and having measured its volume a series of electric 
' sparks are passed through the gas, and it is found that two volumes of 
nitrous oxide give three volumes of gases—namely, two volumes of 
nitrogen and one volume of oxygen. Consequently, the composition of 
nitrous oxide is similar to that of water: two volumes of nitrogen and 
one volume of oxygen give two volumes of nitrous oxide. By decom- 
posing ammonia it is found to be composed in such a manner that two 
volumes give one volume of nitrogen and three volumes of hydrogen ; 
also, two volumes of nitric oxide are formed by the union of one volume 
of oxygen with one volume of nitrogen. The same may naturally be 
proved by calculation from the vapour densities, as was described above ; 
hence the composition by volume of vapours may be determined in the 
simplest manner, if their density, composition, and the densities of the 
component parts are known. Thus, according to Thomsen, the density 
of NO referred to hydrogen=15, and it contains 14 parts of nitrogen, 
and 16 parts of oxygen in 30 parts ; hence the volumetric composition 
is 1 volume of nitrogen and 1 volume of oxygen in 2 volumes of 
nitric oxide. 

Comparisons of various results made by the aid of direct observa- 
tions or calculation, an example of which has just been cited, led Gay- 
Lussac to the conclusion that the volume of a compound in a gaseous or 
vaporous state rs always in simple multiple proportion to the volume 
of each of the component parts of which it is formed (and consequently 
to the sum of the volumes of the elements of which it is formed). This 
is the second law of Gay-Lussac, which indicates the simplicity of the 
volumetric relations existing for compounds, which is of the same 
nature as that shown by the elements entering into mutual combina- 
tion. Hence not only the substances forming a given compound, but 
also the substances formed, exhibit a simple relation of volume when 
as vapour or gas.° 


5 This second law of volumes may be considered as a consequence of the first law. 
The first law requires simple ratios between the volumes of the combining substances 4 
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When a compound is formed from two or more components, there 
is or is not a contraction ; the volume of the acting substances is in 
this case either equal to or greater than the volume of the resultant 
compound. The reverse is naturally observed in the case of decom- 
positions, when from one substance there are produced several of 
simpler nature. Therefore in the future we shall term combination 
a reaction in which a contraction is observed—that is, a diminution in 
the volume of the component bodies in a state of vapour or gas ; and 
we shall term decomposition a reaction in which an expansion is pro- 
duced ; while those reactions in which the volumes in a gaseous or 
vaporous state remain constant (the volumes being naturally com- 
pared at the same temperature and pressure) we shall term reactions 
of substitution or of replacement or of double decomposition. Thus 
the transition of oxygen into ozone is a reaction of combination, the 
formation of nitrous oxide from oxygen and nitrogen will also be a 
combination, the formation of nitric oxide from the same will be 
a reaction of substitution, the action of oxygen on nitric oxide a 
combination, and 80 on. 

The degree of contraction proceeding in the formation of chemical 
compounds not unfrequently leads to the possibility of distinguishing 
the degree of change which takes place in the chemical character of 
the components when combined. In those cases in which a contrac- 
tion takes place, the properties of the resultant compound are very 
different from the properties of the substances of which it is composed. 
Hence ammonia bears no resemblance in its physical or chemical 
properties to the elements from which it is derived ; a contraction takes 
place in a state of vapour, and consequently approachment of parts— 
the distance between the atoms is diminished, and from gaseous sub- 
stances there is formed a liquid substance, or at least one which is 
easily liquetied. For this reason nitrous oxide formed by the conden- 
sation of two permanent gases is a substance which is somewhat 
easily converted into a liquid ; again nitric acid, which is formed 
from elements which are permanent gases, is a liquid, whilst, on ‘the 
contrary, nitric oxide, which is formed without contraction and is de- 
composed without expansion, remains a gas which is as difficult to 
liquefy as nitrogen and oxygen. In order to obtain a still more com- 


and B. A substance AB is produced by their combination. It may, according to the 
law of multiple proportion, combine not only with substances C, D, &c., but also with A 
and with B. In this new combination the volume of AB, combining with the volume of 
A, should be in simple multiple proportion with the volume of 4A; hence the volume of 
the compound AB is in simple proportion to the volume of its component parts. There. 
fore, only one law of volumes need be accepted. We shall afterwards see that the third 
law of volumes may also embrace in itself the two first laws. 
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plete iter of the dependence of the properties of a compound on the 
propertios of the component substances, it is further necessary to know 
tho quantity of heat which is developed in the formation of the com- 
pound, LE this quantity be large—as, for example in the formation of 
water then the amount of energy in the resultant compound will be 
Gouniderably less than the energy of the elements entering into its com- 
position ; whilst, on the contrary, if the amount of heat evolved in the 
formation of a compound be small, or if there even be an absorption 
of heat, as in the formation of nitrous oxide, then the energy of the 
wlements is not destroyed or is only altered to a slight extent : hence, 
notwithstanding the contraction (compression) involved in its forma- 
(ion, nitrous oxide supports combustion. 

‘he preceding laws were deduced from purely experimental and 
empirical data, and as such evoke further consequences, as the law of 
multiple proportions evoked the atomic theory and ‘the law of equiva- 
lents (Chapter IV.). In point of view of the atomic conception of the 
constitution of substances, the question naturally arises as to what 
then are the relative volumes proper to those physically-indivisible 
mulecules which chemically react on each other and consist of the 
atoms of elements. The simplest possible hypothesis in this respect 
would be that the volumes of the molecules of substances are equal ; or, 
what is the same thing, to suppose that equal volumes of vapours and 
eases contain an equal number of molecules. This proposition was 
tirst enunciated by the Italian savant, Acogadro,in 1810 It was 
also admitted by the French physico-mathematician, Ampere (1815), 
for the sake of simplifying all kinds of physico-mathematical concep- 
tions respecting gases. But Avogadro and Ampeére’s propositions were 
not generally received in science until Gerhardt in the forties had 
applied them to the generalisation of chemical reactions, and had 
demonstrated by aid of a series of phenomena that the reactions of 
substances are actually accomplished with the greatest simplicity, and 
before all, that such reactions take place between those quantities of 
substances which occupy equal volumes, and until he had stated the 
hypothesis in an exact manner and deduced the consequences that 
necessarily flow from it. Following Gerhardt, Clausius, in the fifties, 
placed the hypothesis of the equality of the number of molecules in 
equal volumes of gases and vapours on the basis of the kinetic theory 
of gases. Since then the hypothesis of Avogadro and Gerhardt has 
become the basis of contemporary physical, mechanica], and chemical 
conceptions ; the consequences arising from it have often been subject 
to doubt, but in the end have been verified by the most diverse methods, 
and now, when all efforts to refute those consequences have proved 
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fruitless, the hypothesis must be considered as verified,® and the law of 
Avogadro-Gerhardt must be spoken of as fundamental, and as of great 
importance for the comprehension of the phenomena of nature. The 
law may now be formulated in two aspects. In the first place, from a 
physical aspect: equal volumes of gases (or vapours) at equal tempera- 
tures and pressures contain an equal number of molecules —or of such 
quantities of matter which are neither mechanically nor physically 
divisible-previous to chemical change. In the second place, from a 
chemical] aspect, the same law may be expressed thus : the quantities of 
substances entering into chemical reactions occupy, in @ state of vapour, 
equal volumes. For our purpose, the chemical aspect is the most im- 
portant, and therefore, before developing the law and its consequences, 
we will stay toconsider the chemical phenomena from which the law is 
deduced or by which it may be explained. 

When two isolated substances interact with each other directly and 
easily—as, for instance, an alkali on an acid —then it is found that the 
reaction is accomplished between quantities which in a gaseous state 
(at equal temperatures and pressures) occupy equal volumes. Thus, 
ammonia, NH,, reacts directly with hydrochloric acid, HCl, forming 
sal-ammoniac, NH,Cl, and in this case the NH, or 17 parts by weight 
of ammonia, occupy the same volume as the 36°5 parts by weight of 
hydrochloric acid.?. Ethylene, C,H,, combines with chlorine, Cl,, in 
only one proportion, forming ethylene dichloride, C,H,Cl,, and this 
combination proceeds directly and with great facility ; the reacting 
quantities occupying equal volumes. Chlorine reacts with hydrogen in 
only one proportion, forming hydrochloric acid, HCl, and in this case 


6 It must not he forgotten that Newton’s law of gravity, or of the unity of the forces 
causing a body to fall to the earth, and the planets to be attracted to and revolve round the 
sun, was first a hypothesis, but it became a trastworthy, perfect theory, and acquired 
the qualities of a fandamental law owing to the concord between its consequences 
and reality. All laws, all theories of natural phenomena, are firat hypotheses. Some 
are rapidly established by their exact consequences, which agree with facts; others only 
take root by slow degrees. 

7 This is not only seen from the above calculations, but may be proved by experiment. 
A glass tube, divided in the middle by a stop-cock, is taken, and one portion filled with 
dry hydrogen chloride (the dryness of the gases is strictly necessary, because ammonia 
and hydrogen chloride are both very soluble in water, and hence a small trace of water 
may contain a large amount of these gases in solution) and the other with dry ammonia, 
under the atmospheric pressure. One orifice (for instance, of that portion which contains 
the ammonia) is firmly closed, and the other is immersed under mercury, and the cock is 
then opened. Solid sal-ammoniac is formed, but if the volume of one gas be greater 
than that of the other, some of the first gas will remain. By immersing the tube in the 
mercury in order that the internal pressure shall equal the atmospheric pressure, it may 
easily be shown that the volume of the remaining gas is equal to the difference between 
the volumes of the two portions of the tube, and that the remaining gas is that whose 
volume was the greater. 
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equal volumes interact with each other. If an equality of volumes is 
observed in cases of combination, it should be all the more frequently 
encountered in cases of decomposition taking place in substances which 
split up into two others. Indeed, acetic acid breaks up into marsh 
gas, CH,, and carbonic anhydride, CO,, and in the proportions in which 
they are formed from acetic acid they occupy equal volumes. Also 
from phthalic acid, C,H,O,, there may be obtained benzoic acid, 
C,;H,0,, and carbonic anhydride, CO,, and as all the elements of 
phthalic acid enter into the composition of these substances, therefore, 
although they cannot re-form it by their direct action on each other (the 
reaction is not reversible), still they form the direct products of its 
decomposition, and they occupy equal volumes. But benzoic acid, 
C;H,0,, is also composed of benzene, C,H,, and carbonic anhydride, 
CO,, which also occupy equal volumes.* There is an immense number 
of similar examples among those organic substances to whose study 
Gerhardt consecrated his whole lifeand work, and he did not allow such 
facts as these tu escape his attention. Still more frequently in the 
phenomena of substitution, when two substances act on one another, 
and two are produced without a change of volumes—that is, when the 
first definition given (p. 4) corresponds with that given on p. 301—it 
is found that the two substances acting on each other occupy equal 
volumes as well as each of the two resultant substances. Thus, 
in general, reactions of substitution take place between volatile acids, 
HX, and volatile alcohols, R(OH), with the formation of ethereal salts, 
RX, and water, H(OH), and the volume of the vapour of the reacting 
quantities, HX, R(OH), and RX, is the same as that for water 
H(OH), whose weight, corresponding with the formula, 18, occupies 2 
volumes, if 1] part by weight of hydrogen occupy 1 volume and the 
density of aqueous vapour referred to hydrogen is 9. Such general 
examples, of which there are many,’ show that the reaction of 
equal volumes forms a chemical phenomenon of frequent occur- 
rence, indicating the necessity of acknowledging the law of Avogadro- 
Gerhardt. 


8 Let us demonstrate this by figures. From 122 prams of benzoic acid there is 
obtained (a) 78 grams of benzene, whose density referred to hydrogen = 39, hence the 
relative volume = 2, and (d) 44 grams of carbonic anhydride, whose density = 22, and 
hence the volume = 2. It is the same in other cases. 

9 A large namber of such generalised reactions, showing reaction by equal 
volumes, occur in the case of the hydrocarbon derivatives, because many of these com- 
pounds ure volatile. The reactions of alkalis on acids, or anhydrides on water, Xc., 
which are so frequent between mineral substances, present but few such examples, 
because many of these substances are not volatile and their vapour densities are 
unknown. But essentially, the same is seen in these cases also; for instance, sulphuric 
acid, H,50,, breaks up into the anhydride, SO;,and water, H..O, which exhibit an equality 
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But the question arises: What is the relation of volumes if the 
reaction of two substances takes place in different proportions, accord- 
ing to the law of multiple proportions? A definite answer can only be 
given in cases which have been very thoroughly studied. Thus chlorine, 
in acting on marsh gas, CH,, forms four compounds, CH;Cl, CH,C1., 
CHCl,, and CCl,, and it may be established by direct experiment that 
the substance CH,Cl (methylic chloride) precedes the remainder, and 
that the latter proceed from it by the further direct action of chlorine. 
And this substance, CH;Cl, is formed by the reaction of equal volumes 
of marsh gas, CH,, and chlorine, Cl,, according to the equation CH, + 
Cl,=CH,C1+ HCl. A great number of similar cases are met with 
amongst organic—that is, carbon—compounds. Gerhardt was led to 
the discovery of his law by having investigated many such reactions, 
and from observing that in them the reaction of equal volumes precedes 
all others. 

But if nitrogen or hydrogen give several compounds with oxygen, 
the above proposed question cannot be answered with complete clear- 
ness, because the consecutive formation of one degree of combination 
after the other cannot be so strictly defined. It may be supposed, but 
neither affirmed with assurance nor confirmed by experiment, that nitro- 
gen and oxygen first give nitric oxide, NO, and only afterwards the brown 
vapours NO; and NO,. Such a sequence in the combination of nitro- 
gen with oxygen can only be supposed on the basis of the fact that NO 
forms N,O, and NO,directly with oxygen. Ifit be admitted that NO 
{and not NO or NO,) be first formed, then this instance would also 
confirm the law of Avogadro-Gerhardt, because nitric oxide contains 
equal volumes of nitrogen and oxygen. So, also, it may be admitted 
that, in the combination of hydrogen with oxygen, hydrogen peroxide 
is first formed (equal volumes of hydrogen and oxygen), which is de- 
composed by the heat evolved into water and oxygen, all the more as 
this explains the presence of traces of hydrogen peroxide (Chap. IV.) 
in almost al] cases of the combustion or oxidation of hydrogenous sub- 
stances ; for it cannot be supposed that water is first formed and then 
the peroxide of hydrogen, because up to now such a reaction has not 
been accomplished, whilst the formation of H,O from H,Q, is very 
easily reproduced.!° 


‘of volumes. Let us take another example where three substances combine in equal 
volumes : carbonic anhydride, CO,, ammonia, NHs, and water, HO (the volumes of all are 
equal to 2), form acid ammonium carbonate, (NH,)HCOs. 

19 This opinion as to the primary origin of hydrogen peroxide and of the forma- 
tion of water by means of its decomposition, which was always held by me (in the first 
editions of this work), has in latter days become more generally accepted, thanks more 
especially to the work of Traube. Probably, it explains most simply the necessity for 

VOL. I. x 
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Thus a whole series of phenomena show that the chemical reaction 
of substances actually takes place, as a rule, between equal volumes, 
but this does not remove the possibility of the frequent reaction of un- 
equal volumes, although, in this case, it is often possible to discover a 
preceding reaction between equal volumes.!! 


the presence of traces of water in many reactions, as, for instance, in the explosion of 
carbonic oxide with oxygen, and perhaps the very theory of the explosion of detonating 
gas and of the combustion of hydrogen gain in clearness and truth if we take into con- 
sideration the preliminary formation of hydrogen peroxide and its decomposition. We 
may here point out the fact that Ettingen (at Dorpat, 1888) observed the existence of 
currents and waves in the explosion of detonating gas by taking photographs, which 
showed the periods of combustion and the waves of explosion, which should be taken into 
consideration in the theory of this subject. As the formation of HO, from O, and H, 
corresponds with a less amount of heat than the formation of water from Hp, and O, it 
may be that the temperature of the flame of detonating gas depends on the pre-formation 
of hydrogen peroxide. 

11 The possibility of reactions between unequal volumes, notwithstanding the general 
application of the law of Avogadro-Gerhardt, may, in addition to what has been said 
above, depend on the fact that the participating substances, at the moment of reaction, 
undergo a preliminary modification, decomposition, isomeric (polymeric) transformation, 
&c. Thus, if NO, seems to proceed from N.Os, if O, is formed from Os, and the converse, 
then it cannot be denied that the production of molecules containing only one atom is 
also possible—for instance, of oxygen—as also of higher polymeric forms—as_ the 
molecule N from Ny, or H; from H,. In this manner it is naturally possible, by means of a 
series of hypotheses, to explain the cases of the formation of ammonia, NH; from 8 vols. 
of hydrogen and 1 vol. of nitrogen. But it must be observed that perhaps our 
information in similar instances is, as yet, far from being complete. If the existence of 
hydrazine or diamide N..H, (Chap. VI. Note 6) be verified, then, perhaps, an »mide N,H. 
will be discovered [this substance is now stated to,have been obtained] in which 2 vols. 
of hydrogen are combined with 2 vols. of nitrogen—that is, the reaction is accom- 
plished between equal volumes. If it be shown that diamide gives nitrogen and 
ammonia (3N.H,= N2+ 4NH>5) under the action of sparks, heat, or the silent discharge, 
&c., then it will be possible to admit that it is formed before ammonia. And, perhaps, 
the still less stable amide N.H,, which may also decompose with the formation of 
ammonia, is produced before the amide N.H,. 

I mention this to show that the fact of there being apparent exceptions to the law of re- 
actions between equal volumes does not prove the impossibility of their being included under 
the law on further study of the subject. Having admitted a certain law or hypothesis, then 
consequences must be deduced from it, and if by their means a clearness and harmony 
is arrived at—and all the more, if by their means that which could not otherwise be 
known can be recognised—then the consequences verify the hypothesis. This was the case 
with the law now under discussion. The simplicity alone of the deduction of the weight 
proper to the atoms of the elements, or the fact alone that having admitted the law it 
follows, as will afterwards be shown, that the vis viva of the molecules of al] gases 
is a constant quantity, is alone a sufficient reason for retaining the hypothesis 
if not for believing in it as a fact beyond doubt. And as by the acceptance 
of the law it became possible to foretell even the properties and atomic weights of 
elements which had not yet been discovered, and as these predictions afterwards proved 
to be in agreement with the actual facts, it isevident that the law of Avogadro-Gerhardt 
penetrates deeply into the nature of the chemical relation of substances. This being 
granted, it is possible at the present time to expound and deduce the truth under 
consideration in many ways, and in every case it, like all that is highest in science (for 
example, the law of the indestructibility of matter, the law of the conservation of energy. 
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The law of Avogadro-Gerhardt may also be easily expressed in an 
algebraical form. If the weight of a molecule, or of that quantity of a 
substance which enters into chemical reaction, and occupies in a state 
of vapour, according to the law, a volume equal to the molecules of 
other bodies, be indicated by the letters M,, Mg.............. or, in 
general, M, and if the letters D,, D,.................., or, in general, D, 
stand for the density or weight of a given volume of the gases or 
vapours of the corresponding substances under certain definite con- 
ditions of temperature and pressure, then the law requires that 


MM) rear = M_¢o 


D 


where C is a certain constant. This expression directly shows that the 
volumes corresponding with the weights M,, M,............M, are equal 
to a certain constant, because the volume is proportional to the weight 
and inversely proportional to the density. The magnitude of C is 
naturally conditioned by and dependent on the units taken for the 
expression of the weights of the molecules and the densities. The 
weights of the molecules (equal to the sum of the atomic weights of 
the elements forming a given substance) are usually expressed by 
taking the weight of an atom of hydrogen as unity, and hydrogen is 
now also chosen as the unit for the expression of the densities of gases 
and vapours ; it is therefore only needful to find the magnitude of the 
constant for any one compound, as it will be the same for all others. 
Let us take water. Its reacting mass is expressed (conditionally) 
by the formula or molecule H,O, for which M=18, if H=1], as 
we already know from the composition of water. Its vapour density, 
or D, compared to hydrogen=9, and consequently for water C=2, and 


therefore and in general for the molecules of all substance p=?. 


Consequently, the weight of a molecule is equal to twice its vapour 
density expressed in relation to hydrogen, and conversely the density of 
a gas is equal to half the molecular weight referred to hydrogen. 

The truth of this may be seen from an infinitely large number of 


and the law of gravity, «c.), proves to be not an empirical deduction from direct obser- 
vation and experiment, not a direct result of analysis, but a creation, a penetration of an 
inquiring mind, which is guided and directed only by experiment and observation—a 
synthesis to which the exact sciences are capable to an equal extent with the highest forms 
of art. Without such a synthetical process of reasoning, science would only be a 
collection of the results of arduous labour, and would not be distinguished by that force 
with which it is really endowed when once it succeeds in attaining a synthesis, or con- 
cordance of outward form with the inner nature of things, without departing from the 
analysis of individual parts; in short, when it discovers by means of outward forms, 
which are apparent to the sense of touch, to observation, and to the mind, the internal 
signification of things—discovering simplicity in complexity and uniformity in 
diversity. 
x 2 
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observed vapour densities by comparing them with the results obtained 
hy calculation, As an illustration, we may point out that for ammonia, 
NIl,, the weight of the molecule or quantity of the reacting sub- 
ntance, as well as the composition and weight corresponding with the 
formula, is expressed by the figures 14+3=17. Consequently, M=17. 
Hence, according to the law, D=8-5. And this result is also obtained 
hy experiment. The density, according to the formula and experiment, 
of nitrous oxide, N,O, is 22, of nitric acid 15, and of nitric peroxide 23. 
Tn the case of nitrous anhydride, N,O3,asa substance which dissociates 
into NO+NO,, the density should vary between 38 (so long as the 
N,03 remains unchanged), and 19 (when NO+NO, is obtained). 
There are no figures of constant density for H,0,, NHO,, N,O,, and 
many similar compounds which are either wholly or partially decom- 
posed in passing into vapour. Salts and similar substances either have © 
no vapour density because they do not pass into vapour (for instance, 
potassium nitrate, KNO,) without decomposition, or if they pass 
into vapour without decomposing, their vapour density is observed 
with dithculty only at very high temperatures. The practical de- 
termination of the vapour density at these high temperatures (for 
example, for sodium chloride, ferrous chloride, stannous chloride, «c.), 
requires special methods which have been worked out by Sainte-Claire, 
Deville, Crafts, Nilson and Pettersson, Meyer, Scott, and others. 
Having overcome the difficulties of experiment, it is found that the 
law of Avogadro-Gerhardt holds good for such salts as potassium 
iodide, beryllium chloride, aluminium chloride, ferrous chloride, &c.— 
that is, the density obtained by experiment. proves to be equal to, half 
the molecular weight—naturally within the limits of experimental 
error or of possible deviation from the law. 

Gerhardt deduced his law from a great number of examples of 
volatile carbon compounds. We shall become acquainted with certain of 
them in the following chapters ; their entire study, from the complexity 
of the subject, and from long-established custom, forms the subject 
of a special branch of chemistry, termed ‘organic’ chemistry. With all 
these substances the observed and calculated densities are very similar. 

When the consequences of a law are verified by a great number of 
observations, it should be considered as confirmed by experiment. But 
this does not exclude the possibility of apparent deviations. They may 


evidently be of two kinds : the fraction . may be found to be either 


greater or less than 2—that is, the calculated density may be either 
greater or less than the observed density. When the difference between 
the results of experiment and calculation fall within the possible errors 
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of experiment (for example, equal to hundredths of the density), or 
within a possible error owing to the laws of gases having an only 
approximate significance (as is seen from the deviations, for instance, 


from the law of Boyle and Mariotte), then the fraction . proves but 


slightly different from 2 (between 1°9 and 2:2), and such cases 
as these may be classed among those which ought to be expected 
from the nature of the subject. It is a different matter if the quotient 


of = be several times, and in general a multiple, greater or less than 


2. The application of the law must then be explained or it must be 
laid aside, because the laws of nature admit of no exceptions. We will 


therefore take two such cases, and first one in which the quotient = 


is greater than 2, or the density obtained by experiment is less than is 
an accordance with the law. 

It must be admitted as a consequence of the law of Avogadro- 
Gerhardt, that there is a decomposition in those cases where the volume 
of the vapour corresponding with the weight of the amount of a 
substance entering into reaction is greater than the volume of two 
parts by weight of hydrogen. Suppose the density of the vapour of 
water to be determined at a temperature above that at which it is 
decomposed, then, if not all, at all events a large portion of the water 
will be decomposed into hydrogen and oxygen. The density of such a 
mixture of gases, or of detonating gas, will be less than that of aqueous 
vapour ; it will be equal to 6 (compared with hydrogen), because 
1 volume of oxygen weighs 16, and 2 volumes of hydrogen 2; 
and, consequently, 3 volumes of detonating gas weigh 18, and 1 
volume 6, whilst the density of aqueous vapour =9. Hence, if the 
density of aqueous vapour be determined after its decomposition, the 


quotient = would be found to be 3 and not 2. This phenomenon 


might be considered as a deviation from Gerhardt’s law, but this would 
not be correct, because it may be shown by means of diffusion through 
porous substances, as described in Chap. ITI., that water is decomposed 
at sych high temperatures. In the case of water itself there can 
naturally be no doubt, because its vapour density agrees with the law 
at all temperatures at which it has been determined.!? But there are 


12 As the density of aqueous vapour remains constant within the limits of experi- 
mental accuracy, even at 1000°, when dissociation has certainly commenced, it must be 
admitted that only a very small amount of water is decomposed at these temperatures. 
If even 10 p.c. of water were decomposed, then the density would be 8°57 and the 
quotient M;D =2'1, but at the high temperatures here concerned the error of experiment 
is not greater than the difference of this quantity. And probably at 1000° the dissocia- 
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many substances which decompose with great ease directly they are 
volatilised, and which only exist as solids or liquids, but not in a state 
of vapour. There are, for example, many salts of this kind, besides all 
definite solutions having a constant boiling point, all the compounds of 
ammonia—for example, all ammonium salts-—&c. Their vapour 
densities, determined by Bineau, Deville, and others, show that they 
do not agree with Gerhardt’s law. Thus, the vapour density of 
sal-ammoniac, NH,Cl, is nearly 14 (compared with hydrogen), 
whilst its molecular weight is not less than 53:5, whence the 
vapour density should be nearly 27 according to the law. The 
molecule of sal-ammoniac cannot be less than NH,Cl, because it is 
formed from the molecules NH, and HCl, and contains single atoms of 
nitrogen and chlorine, and therefore it cannot be divided ; it, further, 
never enters into reactions with the molecules of other substances (for 
instance, potassium hydroxide or nitric acid) in quantities of less than 
53°5 parts by weight, kc. The calculated density (27) is here double 


the observed density (about 14), hence 7 =4 and not 2. For this 


reason the vapour density of sal-ammoniac for a long time served as 
an argument for doubting the truth of the law. But it proved other- 
wise, after the matter had been fully studied. The low density 
depends on the decomposition of sal-ammoniac, on volatilising, into 
ammonia and hydrogen chloride. The observed density is not that of 
sal-ammoniac, but of a mixture of NH, and HCl, which should be 
nearly 14, because the density of NH,=8°5 and of HCl=18°5, and 
therefore the density of their mixture (in equal volumes) should be 
13-3.'3 The actual decomposition of the vapours of sal-ammoniac was 
demonstrated by Pebal and Than by the same method as the decom- 
position of water, by passing the vapour of sal-ammoniac through a 
porous substance. The experiment demonstrating the decomposition 
during volatilisation of sal-ammoniac may be made very easily, and is 
a very instructive point in the history of the law of Avogadro-Gerhardt, 
because without its aid it would never have been imagined that sal- 
ammoniac decomposed in volatilising, as this decomposition bears all 
the signs of simple sublimation ; consequently, the knowledge of the 
decomposition itself was forestalled by the law. The whole force 


tion is far from being equal to10 p.c. Therefore, the variation in the vapour density 
of water cannot be the means of ascertatning the amount of tts dissociation. 

13 This explanation of the vapour density of sal-ammoniac, sulphuric acid, and 
similar substances which decompose in being distilled was the most natural to resort to 
as soon as the application of the law of Avogadro-Gerhardt to chemical relations 
was begun; it was, for instance, given in my work on Spectfic volumes, 1856, 
p. 99. The formula, M,D=2, which later was applied by many other investigators, had 
already been applied in that work. 
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and visible use of the discovery of the laws of nature lies in, and is 
expressed by, the fact that they enable the unknown to be foretold, and 
the unobserved to be foreseen. The arrangement of the experiment is 
based on the following reasoning.'4 According to the law and to 
experiment the density of ammonia, NH,, is 84, and of hydrochloric 
acid, HCl, 18}, if the density of hydrogen=1. Consequently, in a 
mixture of NH, and HCl, the ammonia will penetrate much more 
rapidly through a porous mass, or a fine orifice, than the heavier hydro- 
chloric acid, just as in a former experiment the hydrogen penetrated 
more rapidly than oxygen. Therefore, if the vapour of sal-ammoniac 
comes into contact with a porous mass, the ammonia will pass through 
it in greater quantities than the hydrochloric acid, and this excess of 
ammonia may be discovered by means of moist red litmus paper, which 
should be turned blue. If the vapour of sal-ammoniac were not 
decomposed, it would pass through the porous mass as a whole, and the 
colour of the litmus paper would not be altered, because sal-ammoniac 
is a neutral salt. Thus, by testing with litmus the substance passing 
through the porous mass, it may be decided whether the sal-ammoniac 
is decomposed or not when passing into vapour. Sal-ammoniac 
volatilises at so moderate a temperature that the experiment may be 
conducted in a glass tube heated by means of a lamp, an asbestos 
plug being placed in the central portion of a glass tube.!> The asbestos 
forms a porous mass, which is not changed at a high temperature. <A 
piece of dry sal-ammoniac is placed at one side of the asbestos plug, 
and is heated by a Bunsen’s burner. The vapours formed are driven 
by a current of air forced from » gasometer or bag through two tubes 
containing pieces of moist litmus paper, one blue and one red paper in 
each.. If the sal-ammoniac be heated, then the ammonia appears on the 
opposite side of the asbestos plug, and the corresponding litmus turns 
blue. And as an excess of hydrochloric acid remains on the side where 
the sal-ammoniac is heated, therefore it turns the litmus at that end 
red. This proves that the sal-ammoniac, when converted into vapour, 
splits up into ammonia and hydrochloric acid, and at the same time 
gives an instance of the possibility of correctly conjecturing a fact on 
the basis of the law of Avogadro-Gerhardt. 

So also the fact of a decomposition may be proved in the other 


M 
instances where 7, proved greater than 2, and hence the apparent 


14 The beginner must remember that an experiment and the mode in which it is 
carried out must be determined by the principle or fact which it is intended to illustrate, 
and not vice versé as some suppose. The idea which determines the necessity of an 
experiment is the chief consideration. 

'S It is important that the tubes, asbestos, and sal-ammoniac should be dry, as other- 
wise the moisture retains the ammonia and hydrogen chloride. 
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deviations appear in reality as an excellent proof of the general applica- 
tion and significance of the law of Avogadro-Gerhardt. 


M 
In those cases where the quotient y proves to be /ess than 2, or 


the observed density greater than that calculated by a multiple number 
_ of times, the matter is evidently more simple, and the fact observed 
only indicates that the weight of the moiecule is as many times greater, 
as that taken as the quotient obtained isless than 2. So, for instance, 
in the case of ethylene, whose composition is expressed by CH,, the 
density was found by experiment to be 14, and in the case of amy- 
lene, whose composition is also CH,, the density proved to be 35, and 
consequently the quotient for ethylene=1, and for amylene=?. If 
the molecular weight of ethylene be taken, not as 14, as might be 
imagined from its composition, but as twice as great— namely, as 28— 
and for amylene as five times greater—that is as 70—then the molecular 
composition of the first will be C,H,, and of the second C,H, , and for 
both of them will be equal to 2. This application of the law, 
which at first sight may appear perfectly arbitrary, is nevertheless 
strictly correct, because the amount of ethylene which reacts—for 
example, with sulphuric and other acids—is not equal to 14, but to 28 
parts by weight. Thus with H,SO,, Br, or HI, &c., ethylene com- 
bines in a quantity C,H,, and amylene ina quantity C,H)», and not 
CH,. On the other hand, ethylene is a gas which liqueties with dith- 
culty (absolute boiling point= + 10°), whilst amylene is a liquid boiling 
at 35° (absolute boiling point=+192°), and by admitting the greater 
density of the molecules of amylene (M=70) its difference from the 
lighter molecules of ethylene (M=28) becomes clear. Thus, the 


smaller quotient + 1s an indication of polymerisation, as the larger 


quotient is of decomposition. The difference between the densities of 
oxygen and ozone (Chap. IV.) is a case in point. 

On turning to the elements, it is found in certain cases, especially 
with metals—for instance, mercury, zinc, and cadmium—that that 
weight of the atoms which must be acknowledged in their compounds 
(of which mention will be afterwards made) appears to be ‘also the 
molecular weight. Thus, the atomic weight of mercury must be taken 
as=200, but the vapour density=100, and the quotient=2. Con- 
sequently, the molecule of mercury contains one atom, Hg. Itis the same 
with sodium, cadmium, and zinc. This is the simplest possible molecule, 
which necessarily is only possible in the case of elements, as the mole- 
cule of a compound must contain at least two atoms. However, the 
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molecules of many of the elements prove to be complex—for instance, 
the weight of an atom of oxygen=16, and its density=16, so that its 
molecule must contain two atoms O,, which might already be concluded 
by comparing its density with that of ozone, whose molecule contains 
O, (Chap. IV.). So also, the molecule of hydrogen equals H,, of 
chlorine Cl,, of nitrogen N,, &c. If chlorine react with hydrogen, the 
volume remains unaltered after the formation of hydrochloric acid, 
H,+Cl,=HCI+HCl. Itisa case of substitution between the one 
and the other, and, therefore, the volumes remain constant. There are 
elements whose molecules are much more complex—for instance, sulphur, 
S,;—although by heating the density is reduced to a third, and 8, is 
formed. Judging from the vapour density of phosphorus (D=62) 
the molecule contains four atoms P,. Hence, many elements, when 
polymerised, appear in molecules which are more complex than 
the simplest possible. In carbon, as we shall afterwards find, a 
very complex molecule must be admitted, as otherwise its nonvola- 
tility and other properties cannot be understood. And if compounds 
are decomposed by a more or less powerful heat, and if polymeric 
substances are depolymerised (that is, the weight of the molecule 
diminishes) by a rise of temperature as N,O, passes into NO,, 
or ozone, O;, into ordinary oxygen, O,, then we might expect to 
find the splitting-up of the complex molecules of elements into 
the simplest molecule containing a single atom only—that is to 
say, if O, be obtained from O;, then the formation of O might also 
be looked for. The likelihood of such a proposition is indicated 
by the vapour of iodine. Its normal density=127 (Dumas, Deville, 
and others), which corresponds with the molecule I,. At tempera- 
tures above 800° (up to which the density remains almost con- 
stant), this density distinctly decreases, as is seen from the verified 
results obtained by Victor Meyer, Crafts, and Troost. At the ordinary 
pressure and 1000° it is about 100, at 1250° about 80, at 1400° about 
75, and it apparently strives to reduce itself to one-half—that is, to 63. 
Under a reduced pressure this splitting-up, or depolymerisation, of 
iodine vapour actually reaches a density '® of 66, as Crafts demon- 
strated by reducing the pressure to 100 mm. and raising the temperature 
to 1500°. From this it may be concluded that at high temperatures and 
low pressures the molecule I, gradually passes into molecule I containing 
one atom like mercury, and that something similar occurs with other ele- 
ments at a considerable rise of temperature, which tends to bring about 


16 Just as we saw (Chap. VI. Note 46) an increase of the dissociation of N,O,4 and the 
formation of a large proportion of NO, with a decrease of pressure. The splitting-up of 
I, into I+I is a similar dissociation. 
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the disunion of compounds and the decomposition of complex molee 
cules.!” 


Besides these cases of apparent discrepancy from the law of Avogadro- 
Gerhardt there is yet a third, which is the last, and one which is very 
instructive. In the investigation of separate substances they have to 
be isolated in the purest possible form, and their chemical and physical 
properties, and among them the vapour density, then determined. 
If it be normal—that is, if D=M /2—it is a proof of the purity of the 
substance and of its freedom from all impurities. If it be abnormal— 
that is, if D be not equal to M/2—then for those who do not believe 
in the law it appears as a new argument against it and nothing more ; 
but to those who have already grasped the important significance of 
the law it becomes clear that there is some error in the observation, 
or that the density was determined under conditions in which the 
vapour does not follow the laws of Boyle or Gay-Lussac, or else that 
the substance has not been sufficiently purified, and contains impurities, 
&c. The law of Avogadro-Gerhardt then appears as a convincing 
evidence of the necessity of a fresh and more exact research. And as 
yet the causes of error have always been found. There are not a few 
examples in point in the recent history of chemistry. We will cite 
one instance. In the case of pyrosulphury] chloride, 8,0;Cl,, M = 215, 
and consequently D should=107°5, instead of which Ogier and others 


17 Although at first there appeared to bea similar phenomenon in the case of chlorine, 
it was afterwards proved that if there is a decrease of density it is only a small one. In 
the case of bromine it is not much greater, and is far from being equal to that for iodine. 

As we in general very often involuntarily confuse chemical processes with physical, 

it may be that a physical process of change in the coefficient of expansion with a change 
of temperature and molecular weight participates, if not wholly, at all events partially, 
in the matter of the decrease of the density of chlorine, bromine, and iodine. Thus, I 
have remarked (Comptes Rendus, 1876) that the coefficient of expansion of gases increases 
with their molecular weight, and (Chap. II. Note 26) the results of direct experiment 
show the coefficient of expansion of hydrobromic acid (M=H81) to be 0°:00886 instead of 
0°00867 for hydrogen (M=2). Therefore, in the case of the vapour of iodine (M =254) a 
very large coefficient of expansion is to be expected, and from this cause alone the 
density would fall. As the molecule of chlorine Cl, is lighter (==71) than that of bromine 
(=160), which is lighter than that of iodine (=254), therefore the order in which the 
decomposability of the vapours of these haloids is observed corresponds with the expected 
rise in the coefficient of expansion. Taking the coefficient of expansion of iodine vapour 
as 0°004, then at 1000° its density would already be 116. Therefore it may be that the 
dissociation of iodine is only an apparent phenomenon. However, on‘ the other hand, 
-the heavy vapours of mercury (M=200, D=100) scarcely decrease in density at a tem- 
perature of 1500° (D = 98, according to Victor Meyer); but it must not be forgotten that 
the molecule of mercury contains only one atom, whilst that of iodine contains two, which 
would signify much. Questions of this kind which are difficult to decide by experimental 
means (especially the accurate determination of ¢) must remain long without being defi- 
nitely explained by reason of the difficulty, and sometimes impossibility, of separating 
physical from chemical changes. 
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obtained 53-8—that is, a density half as great ; and further, Ogier 
(1882) demonstrated clearly that the substance is not dissociated by 
distillation into SO, and SO,Cl,, or any other two products, and thus 
the abnormal density of S,0,Cl, remained unexplained until D. P. 
Konovaloff (1885) showed that the previous investigators were working 
with a mixture (containing SO,HC1), and that pyrosulphury] chloride has 
a normal density of approximately 107. Had not the law of Avogadro- 
Gerhardt served as a guide, the impure liquid would have still passed 
as pure ; all the more as the determination of the amount of chlorine 
could not aid in the discovery of the impurity. Thus, by following a 
true law of nature we are aided in the attainment of true deductions. 
All cases which have been studied confirm the law of Avogadro- 
Gerhardt, and as by it a deduction is obtained, from the deter- 
mination of the vapour density (a purely physical property), as to the 
size of the molecule or quantity of a substance entering into chemical 
reaction, therefore, this law links together the two provinces of learn- 
ing—physics and chémistry—in the most powerful manner. Besides 
which, the law of Avogadro-Gerhardt places the conceptions of mole- 
cules and atoms on a firm foundation, which was previously wanting. 
Although since the days of Dalton it had become evident that it was 
necessary to admit the existence of the atom (the chemical individual 
indivisible by chemical or other forces) of elements, and the groups of 
atoms or molecules of compounds indivisible by mechanical and physical 
forces ; still the relative magnitude of the molecule and atom was not 
defined with sufficient clearness. So, for instance, the atomic weight of 
oxygen might be taken as 8 or 16, or any multiple of these numbers, 
and nothing indicated a means for the acceptation of one or another of 
these magnitudes ; '* whilst as regards the weight of the molecules of 
elements and compounds there was no trustworthy conception whatever. 
18 And so it was in the fifties. Some took O=8, others O=16. Water in the first 
case would be HO and hydrogen peroxide HO,, and in the second case, as is now gene- 
rally accepted, water H.,O and hydrogen peroxide H,,0. or HO. Discussion and confu- 
sion were reigning. In 1860 the chemists of the whole world met at Carlsriihe for the 
purpose of arriving at some agreement and uniformity of opinion. I was present at this 
Congress, and well remember how great was the difference of opinion, and how a condi- 
tional agreement was defended with the greatest acumen by the ranks of science, and with 
what warmth the followers of Gerhardt, at whose head stood the Italian professor, 
Canizzaro, followed up the consequences of the law of Avogadro. In the reign of 
scientific freedom (without which science would make no progress, and would remain 
petrified as in the middle ages) and with the simultaneous necessity of scientific conser- 
vatism (without which the roots of past study could give no fruit) a conditional agree- 
ment was not arrived at, and ought not to have been, but instead of it truth, in the form 
of the law of Avogadro-Gerhardt, received by means of the Congress a wider develop- 
ment, and soon afterwards conquered all minds. Then the new so-called Gerhardt 


atomic weights established themselves, and in the seventies they hud already become 
generally used. 
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With the establishment of the law the conception of the molecule 


was fully defined, and from it the conception of the magnitude of the 
atom of elements. 

The particle or chemical particle or molecule must be considered as 
the quantity of a substance entering into chemical reaction with other 
molecules, and which in a state of vapour occupies the same volume as 
two parts by weight of hydrogen. 

The molecular weight (which has been indicated by M) of a sub- 
stance is determined by its composition, transformations, and vapour 
density. 

The molecule is not divisible by the mechanical and physical 
changes of substances, but in chemical reaction it is either altered in 
its properties, or quantity, or structure, or in the nature of the move- 
ment of its parts. 

An agglomeration of molecules, which are alike in all chemical 
respects, makes up the masses of definite homogeneous substances in all 
states. !® . 

Molecules consist of atoms in a certain state of distribution and 
movement, just as the solar system?® is made up of inseparable parts. 
(the sun, planets, satellites, comets, ‘c.), The greater the number of 


19 A volume of gas, u drop of a liquid, or the smallest crystal, presents an agglomeration 
of a number of molecules, ina state of movement, continuously repeated (like the stars of 
the milky way), distributing themselves in order or forming their new systems. If the aggre- 
gation of all kinds of heterogeneous molecules be possible in a gaseous state, where the 
molecules are considerably removed from each other, then ina liquid state, where the 
molecules are already close together, such an aggregation becomes possible only in that 
aspect of mutual reaction between the molecules which appears in their chemical attrac- 
tion, and especially in the faculty of heterogeneous molecules for combining together. 
Solutions and other so-called indefinite chemical compounds should be regarded in this 
light. According to the representation evolved in this work we should regard them as 
containing both the compounds of the heterogeneous molecules themselves and the pro- 
ducts of their decomposition, as in peroxide of nitrogen NO, and NO. And we must. 
consider that those molecules A, which at a given moment are combined with B in AB, 
will in the following moment become free in order to again enter into a combined form. 
The instances of chemical equilibria proper to dissociated systems cannot be regarded in 
any other sense. 

2 This strengthens the fundamental idea of the unity and harmony of the type of 
creation which forms one of those ideas which impress themselves on man in all ages, 
and give rise to a hope of arriving in time, by means of a lengthy labour of discoveries, 
observations, experiments, laws, hypotheses, and theories, at a comprehension of the 
internal and invisible structure of concrete substances with the same degree of clearness. 
and exactitude as has been attained in the visible structure of the heavenly bodies. It. 
is not many years ago since the law of Avogadro-Gerhardt took root in science. It is 
within the memory of many living scientific men. It is not surprising, therefore, that as. 
yet little progress has been made in the province of molecular mechanics ; but the theory: 
of gases alone, which is intimately connected with the conception of molecules, shows by 
its success that the time is approaching when our knowledge of the internal structure of 
matter will grow rapidly. 
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atoms in a molecule, the more complex is the resultant substance. The 
equilibrium between the dissimilar atoms may then be more or less 
stable, and may for this reason give more or less stable substances. 
Physical and mechanical transformations alter the velocity of the 
movement and the distances between the individual molecules, or of the 
atoms in the molecules, or of their sum total, but they do not alter the 
original equilibrium of the system ; whilst chemical changes, on the 
other hand, alter the molecules themselves, that is, the velocity of 
movement, the relative distribution, and the quality and quantity of 
the atoms in the molecules. 

Atoms are the smallest quantities or indivisible chemical masses of 
the elements forming the molecules of elements and compounds. 

Atoms have weight, the sum of their weights forms the weight of 
the molecule, and the sum of the weights of the molecules forms the 
weight of masses, and is the cause of gravity, and of all the phenomena 
which depend on the mass of a substance. 

The elements are characterised, not only by their independent exist- 
ence, their incapacity of being converted into each other, &c., but also 
by the weight of their atoms. 

Chemical and physical properties depend on the weight, composi- 
tion, and properties of the molecules forming a substance, and on the 
weight and properties of the atoms forming the molecules. 

This is the substance of those conceptions of molecular mechanics 
which lie at the basis of all contemporary physical and chemical 
constructions since the establishment of the law of Avogadro-Gerhardt. 
The fecundity of the principles enunciated is encountered at every step 
in the entire sum of the particular cases forming the present store of 
chemical data. We will here cite a few examples of the application of 
the law. 

As the weight of an atom must be understood as the minimum 
quantity of an element entering into the composition of all the mole- 
cules formed by it, therefore, in order to find the weight of an atom of 
oxygen, let us take the molecules of those of its compounds which have 
been already described, together with the molecules of certain of those 
carbon compounds which will be described in the following chapter :— 


Molecular Amount of Molecular Amount of 

Weight. Oxygen, Weight. Oxygen. 
H,0 18 16 | HNO, 63 48 
N,O 44 16 CO. 28 16 
NO 30 16 CO, 44 32 


NO, 16 32 
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The number of substances taken might be considerably increased, 
but the result would be the same—that is, the molecules of the com- 
pounds of oxygen would never be found to contain less than 16 parts 
by weight of this element, but always 716, where m is a whole number. 
The molecular weights of the above compounds are found either directly 
from the density of their vapour or gas, or from their reactions. Thus, 
the vapour density of nitric acid (as a substance which easily decom- 
poses above its boiling point) cannot be accurately determined, but the 
fact of its containing one part by weight of hydrogen, and all its pro- 
perties and reactions, indicate the above molecular composition and no 
other. In this manner it is very easy to find the atomic weight of all 
the elements, knowing the molecular weight and composition of their 
compounds. It may, for instance, be easily proved that less than 12 
parts of carbon never enters into the molecules of carbon compounds, 
and therefore C must be taken as 12, and not as 6 which was the case be- 
fore Gerhardt. In similar manner the atomic weights now accepted for 
the elements oxygen, nitrogen, carbon, chlorine, sulphur, &c., were found 
and indubitably established, and they are even now termed the Gerhardt 
atomic weights. As regards the metals, many of which do not give a 
single volatile compound, we shall afterwards see that there are also 
methods by which their atomic weights may be established, but never- 
theless the law of Avogadro-Gerhardt is here also ultimately re- 
sorted to, in order to remove any doubt which may be encountered. 
Thus, for instance, although much that was known concerning the 
compounds of beryllium necessitated its atomic weight being taken as 
Be=9—that is, the oxide as BeO and the chloride BeCl,— still certain 
analogies gave reason for considering its atomic weight to be Be=13-5, 
in which case its oxide would be expressed by the composition Be,Q,, 
and the chloride BeCl,.?!_ It was then found that the vapour density 
of beryllium chloride was approximately 40, when it became quite clear 
that its molecular weight was 80, and as this satisfies the formula 
BeC], but does not suit the formula BeCl,, it therefore became neces- 
sary to regard the atomic weight of Be as 9 and not as 131. 


71 If Be=9, and beryllium chloride be BeCl,, then for every 9 parts of beryllium 
there are 71 parts of chlorine, and the molecular weight of BeCl,= 80; hence the vapour 
density should be 40 or 240. If Be=13°5, and beryllium chloride be BeCls, then to 13'5 
of beryllium there are 106°5 of chlorine; hence the molecular weight would be 120, and 
the vapour density 60 or n60. The compositior is evidently the same in both cases, 
because 9: 71::13°5: 1065. Thus, if the symbol of an element designate different 
atomic weights, what seem to be very different formule may equally well express both 
the percentage composition of compounds, and those properties which are required by 
the laws of multiple proportions and equivalents. The chemists of former days 
accurately expressed the composition of substances, and accurately applied Dalton’s laws, 
by tuking H=1, O=8, C=6, Si=14, &c. The Gerhardt equivalents are also satisfied by 
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With the establishment of a true conception of molecules and atoms, 
chemical formule became direct expressions, not only of composi- 
tion,”? but also of molecular weight or vapour density, and consequently 


them, because O=16, C=12, Si=28, &c., are multiples of them. The choice of 
one or the other multiple quantity for the atomic weight is impossible without a firm and 
concrete conception of the molecule and atom, and this is only obtained as a consequence 
of the law of Avogadro-Gerhardt, and therefore the contemporary atomic weights are 
the results of this law. 

72 In order to calculate the percentage amounts of the elements contained in a given 
compound from its formula, it is necessary to use a very simple proportion sum. Thus, 
for example, to find the percentage amount of hydrogen in hydrochloric acid we reason 
as follows :—HC! shows that hydrochloric acid contains 35°5 of chlorine and 1 part of 
hydrogen. Hence, in 86°5 parts of hydrochloric acid there is 1 part by weight of 
hydrogen, consequently 100 parts by weight of hydrochloric acid will contain as many 
more units of hydrogen as 100 is greater than 86:5; therefore, the proportion is as 
followa—z:1::100:36:50r z= re = 2°739. Therefore 100 parts of hydrochloric acid con- 
tain 2°789 parts of hydrogen. In general, when it is required to transfer a formula into 
its percentage composition, we must replace the symbols by their corresponding atomic 
weights and find their sum, and knowing the amount by weight of a given element in it, it 
is easy by proportion to find the amount of this element in 100 or any other quantity of 
parts by weight. If, on the contrary, it be required to find the formula from a given 
percentage composition, we must proceed as follows: Divide the percentage amount of 
each element entering into the composition of a substance by its atomic weight, and 
compare the figures thus obtained together—they should be in simple multiple proportion 
toeach other. Thus, for instance, from the percentage composition of hydrogen peroxide, 
5°88 of hydrogen and 94°12 of oxygen, it is easy to find its formula; it is only necessary to 
divide the amount of hydrogen by unity and the amount of oxygen by 16. The numbers 
5°88 and 5°88 are thus obtained, which are in the ratio of 1: 1, which means that in 
hydrogen peroxide there is one atom of hydrogen to one atom of oxygen. 

The following is a proof of the above practical rule :—That to find the ratio of the 
number of atoms from the percentage composttion, tt is necessary to divide the per- 
centage amounts by the atomic weights of the corresponding substances, and to find 
the ratio which these numbers bear to each other. Let us suppose that two radicles 
(simple or compound), whose symbols and combining weights are A and B, combine 
together, forming a compound composed of xz atoms of A and y atoms of B. The 
formula of the substance will be ArBy. From this formula we know that our compound 
contains zA parts by weight of the first element, and yB of the second. In 100 parts of 

. , 100.rA 100.yB 
our compound there will be (by proportion) nr fe of the first element, and on et 
of the second. Let us divide these quantities, expressing the percentage amounts by the 


100r 
aera | h 
rA+yB or the first element and 


for the second element. And these numbersare in the ratio z : y—that is, in 


corresponding combining weights; we then obtain 


100y 
zrA+yB 
the ratio of the number of atoms of both substances. 

It may be further observed that even the very language or nomenclature of 
chemistry acquires a particular clearness and conciseness by means of the conception of 
molecules, because then the names of substances may directly indicate their composition. 
Thus the term ‘carbon dioxide’ tells more about and expresses CO. better than carbonic 
acid gas, or even carbonic anhydride. Such nomenclature isalready employed by many. But 
expressing the composition without an indication or even hint as to the properties, would 
be neglecting the advantageous sides of the present nomenclature. Sulphur dioxide, 
SO,, expresses the same as barium dioxide, BaO,, but sulphurous anhydride indicates 
the acid properties of SO,. Probably in time one harmonious chemical language will 
succeed in embracing both advantages. 
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of a series of fundamental cliemical and physical data, inasmuch as a 
number of the properties of substances are dependent on their vapour 
density, or molecular weight and composition. Therefore, the vapour 


density pa For instance, the formula of ethyl ether is C,H,,0, 


hence it corresponds with the molecular weight 74, and the vapour 
density of 37, which is the fact. Therefore, the density of vapours and 
gases ceased to be an empirical magnitude obtained by experiment 
only, and it acquired a rational meaning. It is only then needful to 
remember that 2 grams of hydrogen, or the molecular weight of this 
primary gas in grams, occupies, at 0° and 760 mm. pressure, a volume 
of 22-3 litres (or 22300 cubic centimetres), in order to directly reduce 
the weights of cubical measures of gases and vapours from their 
formulae, because the molecular weights of all other vapours at 0° and 
760 mm. occupy the same volume, 22°3 litres. Thus, for example, in the 
case of carbonic anhydride, CO,, the molecular weight M=44, hence 44 
grams of carbonic anhydride at 0° and 760 mm. occupy a volume of 
22-3 litres—consequently, a litre weighs 1:97 grams. By combining the 
laws of gases —Gay-Lussac’s, Mariotte’s, and Avogadro-Gerhardt’s—we 
obtain 7 a general formula for gases 
62553(273+4+t)=Mp 

where s is the weight in grams of a cubic centimetre of a vapour or gas 
at a temperature ¢ and pressure p (expressed in centimetres of mer- 
cury) if the molecular weight of the gas=M. Thus, for instance, at 
100° and 760 millimetres pressure (t.¢., at the atmospheric pressure) 
the weight of a cubic centimetre of the vapour of ether (M=7+4) is 
equal to s=0°0024.74 

As the molecules of many elements (hydrogen, oxygen, nitrogen, 


2% This formula (which is given in my work on ‘The Tension of Gases,’ and in a 
somewhat modified form in the ‘Comptes Rendus,’ Feb. 1876) is deduced in the following 
manner. According to the law of Avogadro-Gerhardt, M=2D for all gases, where M is 
the molecular weight and D the density referred to hydrogen. But they equal the weight 
S, of a cubic centimetre of a gas in grams at 0° and 76 c.m. pressure, divided by 
00000896, for this is the weight in grams of a cubic centimetre of hydrogen. But the 
weight s ofa cubic centimetre of a gas at a temperature ¢ and under a pressure p 
(in centimetres) is equal to sp,76 (1+at). Therefore, sy=s8.76 (1l+at)p; hence 
D=76.S (1+at),0.0000896p, whence M=152s (1+ at)/0°0000896p, which gives the above 
expression, because 1,@=278. m;v, where am is the weight and v the volume of a 
vapour, may be taken instead of s. 

24 The above formula may be applied in order to ascertain directly the molecular 
weight for a given vapour density, as s =the weight of vapour m, divided by the volume 
v, and consequently by experiment, M = 6,255 m (273+ ¢);pv. Therefore, instead of the 
formula (see Chap. II. Note 83), pv =R(278+2¢), where R varies with the mass and 
nature of a gas, we may apply the formula pu=6,255(;M) (273+ ¢), and taking o 
weight of a gas 7 equal to its molecular weight, pu = 6,255 (273 + ¢) for all gases. 


MOLECULES AND ATOMS $21 


chlorine, bromine, sulphur—at least at high temperatures) are of uni- 
form composition, therefore, the formule of the compounds formed by 
them, directly indicates the composition by volume. So, for example, 
the formula HNO, directly shows that in the decomposition of nitric 
acid there is obtained 1 vol. of hydrogen, 1 vol. of nitrogen, and 3 vols. 
of oxygen. 

And as a great number of mechanical, physical, and chemical 
properties are directly dependent on the elementary and volumetric 
composition, and on the vapour density ; so the accepted system of 
atoms and molecules gives the possibility of simplifying a number of 
most complex relations. For instance, it may be easily demonstrated 
that the vis viva of the molecules of all vapours and gases is alike. For 
it is proved by mechanics that the vie viva of a moving mass=} mv?, 
where m is the mass and v the velocity. For a molecule m=M, or the 
molecular weight, and the velocity of the movement of gaseous 
molecules=a constant which we will designate by C, divided by the 
square root of the density of the gas*=C/D}, and as D=M/2, 
therefore, the vis viva of molecules=C?—that is, a constant for all 
molecules. (.#.D.° The specific heat of gases (as we shall afterwards 
see), and many other of their properties, are determined by their 
density, and consequently by their molecular weight. Gases and 
vapours in passing into a liquid state evolve the so-called latent heat, 
which also proves to be in connection with the molecular weight. The 
observed latent heats of] carbon bisulphide, CS,=90, of ether, 


*$ Chap. I. Note 84. 

#6 The velocity of the transmission of sound through gases and vapours closely 
bears on this. It =~ Kpg;D(1+at) where K is the ratio between the two specific 
heats (it is approximately 1:4 for gases containing 2 atoms in a molecule), p the pressure 
of the gas expressed by weight (that is, the pressure expressed by the height of a column 
of mercury multiplied by the density of mercury), g the acceleration of gravity, D the 
weight of a cubic measure of the gas, a =0°00367, and ¢ the temperature. Hence, if K 
be known, and as D can be found from the composition of a gas, we can calculate the 
velocity of the transmission of sound in that gas. Or if this velocity be known, we can 
find K. The relative velocities of sound in two gases can be determined with peculiar 
ease (Kundat). 

If a horizontal glass tube (about 1 metre long and closed at both ends) be full of a 
gas, and be firmly fixed in the middle, then it is eusy to bring the tube and gas into a 
state of vibration, by rubbing it from centre to end with a damp cloth. The vibration of 
the gas is easily rendered visible, if the interior of the tube be dusted with lycopodium 
(the yellow powder-dust or spores of the lycopodium plant is often employed in medicine), 
before the gas is introduced and the tube fused up. The fine lycopodium powder forms 
itself into figures, whose number depends on the velocity of sound in the gas. If there 
be 10 figures, then the velocity of sound in the gas is ten times slower than in glass. It 
is evident that thisis an easy method of comparing the velocity of sound in gases. It 
has been demonstrated by experiment that the velocity of sound in oxygen is four times 
less than in hydrogen, and the square roots of the densities and molecular weights of 
hydrogen and oxygen stand in this ratio. 
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C,H,,0,=94, of benzene, C,H,,=109, of alcohol, C,H,O,=200, of 
chloroform, CHCl;,=67, &c. These figures show the amount of heat 
expended in converting one part by weight of the above substances 
into vapour. A great uniformity is observed if the measures of heat 
be referred to the weights of the molecules. For carbon bisulphide 
the formula CS, expresses a weight 76, hence the latent heat of eva- 
poration referred to the molecular quantity, CS,=76 x 90=6840, for 
ether=9656, for benzene=8502, for alcohol=9200, for chloroform 
=8007, for water=9620, &c. Consequently, for molecular quantities, 
the latent heat varies comparatively little, from 7000 to 10000 heat 
units, whilst for single parts by. weight it is for water ten times greater 
than for chloroform and many others.?? 

We will cite yet one more example, showing the direct dependence 
of the properties of a substance on the molecular weight. If one 
molecular part by weight of the various chlorides—for instance, of 
sodium, calcium, barium, &c.—be dissolved in 200 molecular parts by 
weight of water (for instance, in 3600 grams) then it is found that 
the greater the molecular weight of the salt dissolved, the greater is 
the specific gravity of the resultant solution.2* Thus :— 


poner Sp. gr. at 15°. penal Sp. gr. at 15°. 
HCl 36°5 1:0041 CaCl, 111 1:0236 
NaCl 58°5 1:0106 | NiCl, 130 1:0328 
KCl 74:5 1:0121 ZnCl, 136 1:0331 
BeCl, 80 10138 BaCl, 208 10489 
MgCl, 95 1-0203 


However, all properties of substances do not depend on the 
molecular weight alone.” Not only chemical, but also many physical, 


27 If the conception of the molecular weights of substances does not give an exact 
law when applied to the latent heat of evaporation, it, at all events, brings to light a 
certain uniformity in figures, which otherwise only represent the simple result of obser- 
vation. Molecular quantities of liquids appear to expend almost equal amounts of heat 
in their evaporation. It may be said that the latent heat of evaporation of molecular 
' quantities is approximately constant, because the vis viva of the movement of the 
molecules is, as we saw above, a constant quantity. 

78 Particulars bearing on this are given in my work: “The Investigation of Aqueous 
Solutions by their Specific Gravity,” 1487, p. 425. 

79 Among the most noteworthy of the applications of the conceptions arising from 
the law of Avogadro-Gerhardt, are those generalisations concerning dilute solutions 
which have been mentioned in the Chap. I. (Notes 19, 49, 50, 51). It is first necessary 
to mention the fundamental experiments, Traube, Pfeiffer, and more especially, De Vries. 
Traube showed that certain specially-prepared films (precipitated membranes) of 
insoluble substances (for example, those which are formed from the salts of copper and 
ferrocyanide of potassium) have the property of allowing the passage of water whilst 
retaining the substances dissolved in it, and it was therefore possible by this means to 
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properties are determined by the composition of the molecules, and by the 
properties of the elements forming them. Thus the density of solids 


determine the osmotic pressure, as in the experiment described in Chap. I. Note 19. 
De Vries found in vegetable cells a convenient means of determining such (isotonic) 
solutions, which produce indentical osmotic pressures. A thin slice of a coloured plant 
tissue—for instance, of Tradescantita discolor—is moistened under the microscope with 
the solution to be tested. If its osmotic pressure be equal, or less than that of the 
liquid contained in the cells, no visible change occurs ; but if the liquid taken be endued 
with a greater osmotic pressure than the cellular sap, then the water will pass from 
the cell, and the coloured matter of the cell will shrink away from the envelope, and 
this process is easily observed under the microscope. Knowing, then, the osmotic 
pressure for any one substance—for instance, for sugar—with different strengths of solu- 
tions, it is possible to find the osmotic pressure of all other substances investigated, 
because it is shown by direct experiment that the osmotic pressure increases in pro- 
portion to the strength of the solution. Thus having fixed on any one substance— for 
instance, sugar—and on one of its solutions, we may see the substance of the results 
which have been attained. 

If (as on p. 64) a one per cent. solution of sugar be taken, then according to the 
experiments made by Pfeiffer (1877) its osmotic pressure = 53°5 centimetres at 14°. 
According to the formula of sugar, C,2H..0);, its molecular weight M = 342, and as the 
weight of a cubic centimetre of a one per cent. solution of sugar =1'003 gram, therefore 
the weight of sugar in a cubic centimetre of the solution, or s in the preceding formula 
(p. 820 : 6255 s (273 + ¢t) = Mp), is equal to 0°01003 gram, and therefore, according to this 
formula (as M = 342 and ¢= 14), p--52°6 centimetres. This shows that if the sugar were, 
instead of being in solution, 72 a state of vapour, then in following the law of Avogadro- 
Gerhardt it would produce a pressure equal to the osmotic pressure. This deduction 
(whose sense is at present not clear) forms the substance of Van't Hoff’s doctrine 
(Chap. I. Note 19), when z=1 (Chap. I. Note 49). 

Consequently, the molecular weight determines the osmotic pressure (and together 
with it the vapour tension and temperature of freezing, according to Note 49, Chap. I.), 
and therefore the molecular weight itself may be determined by the osmotic pressure as 
well as by the vapour density. 

But so simple a relation only exists for dilute solutions of substances like sugar, 
which do not conduct an electric current, for which t=1. For salts and acids which 
conduct a current, this factor varies up to 1=4 (Chap. I. Note 49). Arrhenius explains 
this phenomenon by supposing (partially after Hittorf and Clausius) that a portion of 
such substances in solutions, and especially in dilute solutions, occurs in a state of dis- 
sociation, and owing to this the number of molecules is multiplied (Chap. I. Note 45). 
As the conceptions of this order have been as yet but very little developed, and as in 
regarding solutions from this point of view, which is warmly supported by Ostwald, the 
water or solvent in general, which certainly plays an important part in solutions, and 
especially dilute ones, is entirely lost sight of, I consider it premature at present to ex- 
plain the theory of Arrhenius, but think that it contains the seeds for further develop- 
ment and for its being merged into a fuller theory of solutions. 

For the matter now under our consideration we need not see in the fact of the 
variability of # any hindrance to employing (a) the determination of the osmotic pressure, 
(b) the freezing point of a solvent (the so-called Raoult’s method), and (c) the variation 
of the vapour density as means for finding the molecular weight of a substance in solu- 
tion, not only in the ordinary cases when 7=1, but even in those cases where 7 > 1. 
These methods have already proved useful for solving the question of the molecular 
weight in many particular instances among the hydrocarbons, and some portion of their 
application to inorganic compounds will be mentioned in the further course of this work. 

It may not be superfluous to remark that the osmotic pressure in the cells of organisms 
attains several atmospheres, and probably forms one of the causes determining the 
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and liquids (as will afterwards be shown) is chiefly determined by the 
weights of the atoms of the elements entering into their composition, 
inasmuch as heavy (free) elements and compounds are only met with 
among substances containing elements with large atomic weights, such 
as gold, platinum, and uranium. And these elements themselves, in a 
free state, are the heaviest of allelements. Substances containing such 
light elements as hydrogen, carbon, oxygen, and nitrogen (like many 
organic substances) never have a high specific gravity ; in the majority 
of cases it scarcely exceeds that of water. The density generally 
decreases with the augmentation of the amount of hydrogen, as the 
lightest element, and a substance is often obtained lighter than water. 
The refractive power of substances also entirely depends on the com- 
position and the properties of the component elements.*” The history 


individual functions of the cells. The further development of the questions touching 
on this subject should in this manner not only aid the perfecting of the theory of solu- 
tions but also the further progress of physiological science. 

50 With respect to the optical refractive power of substances, it must first be observed 
that the coefficient of refraction is determined by two methods: (a) either all the data 
are referred to one definite ray—for instance, to the Frauenhofer (sodium) line D of the 
solar spectrum—that is, to a ray of definite wave length, and often to that red ray (of the 
hydrogen spectrum) whose wave length is 656 million parts of a millimetre; (2) or 
Cauchy’s formula is used, showing the relation between the coefficient of refraction and 


dispersion to the wave length n=A + ae where A and B are two constants vary- 
a 


ing for every substance but constant for all rays of the spectrum, and a is the wave length 
of that ray whose coefficient of refraction is 2. In the latter method the investigation 
usually concerns the magnitudes of A, which are independent of dispersion. We shall 
afterwards cite the data, investigated by the first method, by which Gladstone, Landolt, 
and others established the conception of the refraction equivalent. 

The cveffictent of refraction n for a given substance decreases, as has long been 
known, with the density of a substance D, so that the magnitude (n—1) +D=c is almost 
constant for a given ray (having a definite wave length) and for a given substance. This 
constant is called the refractive energy, and its product with the atomic or molecular 
weight of a substance the refraction equivalent. The coefficient of refraction of oxygen is 
1°00021, of hydrogen, 100014, their densities (referred to water) are 0°00143 and 0°00009, 
and their atomic weights, O=16, H=1; hence their refraction equivalents are 3 and 1'5. 
Water contains H.O, consequently the sum of the equivalents of refraction is (2 x 1°5)+ 
3=6. But as the coefficient of refraction of water =1'331, therefore its refraction equi- 
valent = 5°958, or nearly 6. The comparison shows that, approximately, the sum of the 
refraction equivalents of the atoms forming compounds (or mixtures) is equal to the re- 
fraction equivalent of the compound. According to the researches of Gladstone, Landolt, 
Hagen, Briihl and others, the refraction equivalent of the elements are—H =1°3, Li=8'8, 
B=4°0, C=5'0, N=4'1 (in its highest state of oxidation, 5°3), O=3°0, F=1'4, Na=4'8, 
Mg=7'0, Al=4'4, Si=6'8, P= 18°83, S=16-0, Cl=9'9, K =8'1, Ca=10'4, Mn =12'2, Fe=12°0, 
(in the salts of its higher oxides 20°1), Co=10°8, Cu=11°6, Zn=10°2, As=15'°4, Bi=153, 
Ag=15°7, Cd=18°6, [=24°5, Pt=26°0, Hg=20°2, Pb=24°8, &c. The refraction equi- 
valents of many elements could only be calculated from the solutions of their compounds. 
The composition of a solution being known it is possible to calculate the refraction 
equivalent of one of its component parts, those for all its other components being known, 
The results are founded on the acceptance of a law which cannot be strictly applied. 
Nevertheless the conception of the refraction equivalents gives an easy means for directly, 
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of chemistry presents a striking example in point—Newton fore- 
saw from the high refractive index of the diamond that it would 
contain a combustible substance since so many combustible oils have 
a high refractive power. 

As regards purely chemical relations, especially the understanding 
of reactions and the structure of substances, the fecundity of the law 
of Avogadro-Gerhardt is evinced at every step of the contemporary 
path of chemistry. Starting from the laws and conceptions of 
Lavoisier the chemistry of our time is entirely founded on the laws 
of Dalton and Avogadro-Gerhardt, on the doctrine of Berthollet 
respecting the equilibria brought about in chemical actions, and on the 
conceptions of dissociation introduced into the science by Saint-Claire 
Deville. 


although only approximately, obtaining the coefficient of refraction from the chemical com- 
position of a substance. For instance, the composition of carbon bisulphide, CS, =76, 
and from its density, 1:27, we find its coefficient of refraction to be 1618 (because the 
refraction equivalent =5 +2 x 16=87), which is very near the actual figure. It is evident 
that in the above representation compounds are looked on as simple mixtures of atoms, 
and the physical properties of a compound as referable to the properties present in 
the elementary atoms forming it. If this representation of the presence of simple 
atoms in compounds did not exist, then the effort to combine by a few figures a whole 
mass of data relating to the coefficient of refraction of different substances would hardly 
wrise, 


— 
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CHAPTER VIII 


CARBON AND THE HYDROCARBONS 


It is necessary to clearly distinguish between the two closely-allied 
terms, charcoal and carbon. Charcoal is well known to everybody, 
although it is no easy matter to obtain it in a chemically pure state. 
Pure charcoal is a simple, insoluble, infusible, combustible substance 
produced by heating organic matter, and has the familiar aspect of a 
black mass, devoid of any crystalline structure, and completely in- 
soluble. Charcoal is a substance possessing a certain combination of 
physical and chemical properties. This substance, whilst in a state of 
ignition, combines directly with oxygen ; in organic substances it is 
found in combination with hydrogen, oxygen, nitrogen, and sulphur. 
But in all these combinations there is no real charcoal, as in the same 
sense there is no ice in steam. What is found in such combinations is 
termed ‘carbon ’—that is, an element common to charcoal, to those sub- 
stances which can be formed by it, and also to those substances from 
which it can be obtained. Carbon may take the form of charcoal, 
but appears also as diamond and as graphite. It is true that no 
other element has such a limitation in its terminology. Oxygen was 
always called ‘oxygen,’ whether it was in a free gaseous state, or oxygen 
in the form of ozone, or oxygen in water, or in nitric acid or in carbonic 
anhydride. But here there is a certain confusion. In water it is 
evident that there is no oxygen in @ gaseous form, such as can be 
obtained in a free state, no oxygen in the form of ozone, but a sub- 
stance which is capable of producing both oxygen, ozone, and water. 
As an element oxygen possesses a known chemical individuality, and 
an influence on the properties of those combinations into which it 
enters. Hydrogen gas is a substance which reacts with difficulty, but 
hydrogen as an element represents in its combinations an easily dis- 
placeable component part. Carbon may be considered as an atom of 
carbon matter, and charcoal as a collection of such atoms forming a 
whole substance, as molecules in the mass of the substance. The 
accepted atomic weight of carbon is 12, because that is the least 
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quantity of carbon which enters into combination in molecules of its 
compounds ; but the weight of the molecules of charcoal is probably 
very great. This weight remains unknown, because charcoal is capable 
of but few direct reactions, and those only at a high temperature (when 
the weight of its molecules probably changes, as when ozone changes into 
oxygen), when it does not turn into vapour. Carbon exists in nature, 
both in a free and combined state, in most varied forms and aspects. 
Carbon in a free state is found in at least three different forms, as 
charcoal, graphite, and the diamond. In a combined state it enters 
into the composition of what are called organic substances—a 
multitude of substances which are found in all plants and animals. It 
exists as carbonic anhydride both in air and in water, and in the soil 
and crust of the earth as salts of carbonic acid and as organic remains. 

The variety of the substances of which the structure of plants and 
animals is built up is familiar to all. Wax, oil, turpentine, and tar, 
cotton and albumin, the tissue of plants and the muscular fibre of 
animals, vinegar and starch, are all vegetable and animal matters, and 
all carbon compounds.' The sphere of carbon compounds is so vast 


' Wood is the non-vital part of ligneous plants; the vital part of ordinary trees is 
situated between the bark and the lignin. Every year a layer of lignin is deposited 
on this part by the juices which are absorbed by the roots and worked up by the leaves; 
for this reason the age of trees may be determined by the number of lignin layers depo- 
sited. The following year the juices travel over a new layer, and in this way the layer 
already deposited serves only as a support for the vital parts of the tree. A living tree 
may be regarded as an agglomeration of many plants living on one support. The woody 
matter consists principally of fibrous tissue on to which the lignin or so-called incrust- 
ing matter has been deposited. The tissue has the composition CgH,,O., the substance 
deposited on it contains more carbon and hydrogen and less oxygen. This matter is 
saturated with moisture when the wood is in a fresh state. Fresh birch wood contains 
about 31 p.c. of water, lime wood 47 p.c., oak 35 p.c., pine and fir about 37 p.c. When 
dried in the air the wood loses a considerable quantity of water and not more than 19 p.c. 
remains. By artificial means this loss of water may be increased. If water be driven 
into the pores of wood it becomes heavier than water, as the lignin of which it is com- 
posed has a density of about 1:6. One cubic centimetre of birch wood does not weigh 
ore than 0°901 grams, fir 0°894, lime tree 0°817, poplar 0°765 when in a fresh state ; when 
in a dry state birch weighs 0°622, pine 0°550, fir 0°355, lime 0°430, guaiacum 1°342, 
ebony 1:226. It is not out of place to remark here that on one deciatin (2°7 acres) 
of woodland the yearly growth averages an amount of 8000 kilograms, or 180 poods of 
wood, but rarely reaches as much as 5000. The average chemical composition of wood dried 
in air may be expressed as follows :— Hygroscopic water 15 p.c., carbon 42 p.c., hydrogen 
5 p.c., oxygen and nitrogen 387 p.c., ash 1 p.c. Wood parts with its hygroscopic water at 
150°, and decomposes at about 300°, giving a brown, brittle, so-called red charcoal ; above 
350° black charcoal is produced. From the above-mentioned average composition of 
wood it is evident that the hydrogen may be accepted as being in about the quantity to 
combine with the oxygen, as the hydrogen contained in the wood requires for its combus- 
tion about forty parts by weight of oxygen. Therefore all that burns of the wood is the 
carbon which it contains, 100 parts of wood only giving out as much heat as forty parts 
of charcoal. Charcoal gives out much more useful heat than wood because the water con- 
tained in the wood, or formed by the combination of its oxygen and hydrogen, has to be 
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that it forms a separate branch of chemistry, which treats of the com- 
pounds of carbon, part of which are met with in plants and animals. 


evaporated during its combustion. The above-mentioned composition of wood shows 
that it would be far more profitable to use charcoal for heating purposes than wood, if it 
were possible to obtain it in such quantities as correspond with its percentage ratio—that 
is, forty parts per 100 parts of wood. Generally, however, the quantity produced is far 
less, not more than 80 p.c., because part of the carbon is given off as gas, tar, &c. If 
wood has to be transported great distances, or if it is necessary to obtain a very high 
temperature by burning it, then even as little as 25 p.c. of charcoal from 100 parts of 
wood may be advantageous. Charcoal (wood) develops on burning 8000 heat units, 
whilst wood dried in air does not develop more than 2800 units of heat; therefore 
seven parts of charcoal give as much heat as twenty parts of wood; but twenty parts of 
wood are only capable of yielding five parts of charcoal. This datum may be used for com- 
paring the heating power of wood and charcoal. As regards the temperature of combus- 
tion, it is far higher with charcoal than with wood, because twenty parts of burning wood 
give, besides the carbonic anhydride which is also formed with charcoal, eleven parts of 
water, the evaporation of which requires a considerable amount of heat. 

The composition of the growing parts of plants, the leaves, young branches, shoots, &c., 
differs from the composition of the wood in that these vital parts contain a considerable 
quantity of sap which contains much nitrogenous matter (in the wood itself there is very 
little), mineral salts, and a large amount of water. Taking, for example, tho composition 
of clover and pasture hay in the green and dry state. In 100 parts of green clover there 
is about 80 p.c. of water and 20 p.c. of dry matter, in which there are about 8°5 parts of 
nitrogenous matter, about 95 parts of soluble and about 5 parts of insoluble 
non-nitrogenous matter, and about 2 p.c. of ash. In dry clover or clover-hay there is 
about 15 p.c. of water, 18 p.c. of nitrogenous matter, and 7 p.c. of ash. This cqn- 
position of grassy substances shows that they are capable of forming the same sort of char- 
coal as wood itself. It also shows the difference of nutritive properties existing between 
wood and the substances mentioned. These latter serve as food for animals, because 
they contain those substances which are capable of being dissolved (entering into the 
blood) and forming the body of animals; such substances are proteids, starch, &c. Let 
us remark here that with a good harvest an acre of land gives in the form of grass as 
much organic substance as it yields in the form of wood. 

One hundred parts of dry wood are capable of giving, by means of dry distillation, 
besides 25 p.c. of charcoal and 10 p.c. or more of tar, 40 p.c. of watery liquid, containing 
acetic acid and wood spirit, and about 25 p.c. of gases, which may be used for heating or 
lighting purposes, because they do not differ from ordinary illuminating gas, which can 
indeed be obtained from wood. As wood-charcoal and tar are costly products, in some 
cases the dry distillation of wood is carried on principally for producing them. For this 
purpose those kinds of woods are particularly advantageous which contain resinous sub- 
stances, especially coniferous trees, such as fir, pine, &c.; birch, oak, and ash give much 
less tar, but on the other hand they yield more watery liquid. The latter is used 
for the manufacture of wood spirit, CH,O, and acetic acid, C,H,O,. In such cases 
the dry distillation is carried on in stills. Stills are nothing more than _hori- 
zontal or vertical cylindrical retorts, made of boiler plate, heated with fuel and 
having apertures at the top and sometimes also at the bottom for the exit of the light and 
heavy products of distillation. The dry distillation of wood in stoves is carried on in two 
ways, either by burning a portion of the wood inside the stove in order to submit the 
remainder to dry distillation by means of the heat obtained in this manner, or by placing 
the wood in a stove the thin sides of which are surrounded with a flue leading from the 

fuel, placed in a space below. 

The first means does not give such a large amount of liquid products of the dry 

distillation as the latter. In the latter process there is generally an outlet below for 
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This branch of chemistry is known under the name of organic 
chemistry—that is, the chemistry of carbon compounds, or, more 
strictly, of the hydrocarbons and their derivatives. 

If any one of these organic compounds be strongly heated without 
access of air—or, better still, in a vacuum—it decomposes with more or 
less facility. When organic substances are heated in air, it is well 
known that they burn ; but if the supply of air be insufficient, or the 
temperature be too low for combustion, and if the first volatile pro- 
ducts of transformation of the organic matter are subjected to con- 
densation (for example, if the door of a stove be opened), an imperfect 
combustion takes place, and smoke, with charcoal or soot, is formed.’ 


emptying out the charcoal at the close of the operation. For the dry distillation of 100 
parts of wood from forty to twenty parts of fuel are used. 

There are many steps between the method of burning wood in stacks (Note 4), and 
that of burning it in an enclosed space—namely, those in which the burning of the char- 
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Fic. 57.—Apparatus for the dry distillation of wood. The retort a containing the wood is heated by 
the flues ce. The steam and volatile products of distillation pass along the tube g through the 
condenser m, where they are condensed. The form, distribution, and dimensions of the apparatus 
vary. 


coal is accompanied by a certain production of tar. This is effected by means of trenches 
dug in the earth and having sloping bottoms, by which contrivance the tar separated by 
the charring of the wood flows into special receivers. This process is much used in 
the north of Russia. 

In the north of Russia wood is so plentiful and cheap that this locality is admirably 
fitted to become the centre of a general trade in the products of the dry distil- 
lation of wood. Coal (Note 6), sea-weed, turf, animal substances (Chap. VI.), &c., are 
also submitted to the process of dry distillation. 

? The result of imperfect combustion is not only the loss of a part of the fuel and the 
production of smoke, which in some respects is inconvenient and injurious to health, but 
also a low flame temperature, which means that a less amount of heat is transmitted to 
the object heated. Imperfect combustion is not only always accompanied by the forma- 
tion of soot or unburnt particles of charcoal, but also by that of carbonic oxide, CO, in the 
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The nature of the phenomenon, and the products arising from it, are 
the same as those produced by heating alone, as that part which is in a 
state of combustion serves to heat the remainder of the fuel. The decom- 
position which takes place on heating a compound composed of carbon, 
hydrogen, and oxygen is as follows :—<A part of the hydrogen is sepa- 
rated in a gaseous state, another part in combination with oxygen, 
and a third part separates in combination with carbon, and sometimes in 
eombination with carbon and oxygen in the form of gaseous or volatile 
products, or, as they are also called, the products of dry distillation. 
If the vapours of these products are passed through a highly-heated 
tube, then they are changed again in a similar manner, and finally 
resolve themselves into hydrogen and charcoal. All these various pro- 
ducts of decomposition contain a smaller amount of carbon than the 
primary organic matter ; part of the carbon separates in combination 
with hydrogen and oxygen, but part of it remains in a free state, form- 
ing charcoal.* It remains in that space where the decomposition takes 


smoke (Chapter IX.) which burns, emitting much heat. In works and factories where 
large quantities of fuel are consumed, many appliances are adopted toensure perfect com- 
bustion, and to combat against such a ruinous practice as the imperfect combustion of 
fuel. The most effective and radical means consists in emploving the combustible gases 
(regenerative and water gases), because by their aid perfect combustion can be easily 
realised without a loss of heat-producing power and the highest temperature can 
be reached. When solid fuel is used (such as coal, wood, and turf}, imperfect combustion 
is most liable to occur when the furnace doors are opened for the introduction of fresh 
fuel. The step furnace may often prove a remedy for this defect. In the ordinary 
furnace fresh fuel is placed on the burning fuel, and the products of dry distillation of 
the fresh fuel have to burn at the expense of the oxyyen remaining uncombined with 
the burnt fuel. Imperfect combustion is observed in this case also from the fact that 
the dry distillation and evaporation of the water of the fresh fuel lying on the top of that 
burnt, lowers the temperature of the flame, because part of the heat becomes latent. 
On this account a large amount of smoke (imperfect combustion) is observed when a fresh 
quantity of fuel is introduced into the furnace. This may be obviated by constructing 
the furnace (or managing the stoking) in such a way that the products of distillation pass 
through the red-hot charcoal remaining from the burnt fuel. It is only necessary in 
order to ensure this to allow a sufficient quantity of air for perfect combustion. All this 
may be easily attained by the use of step fire-bars. The fuel is shovelled into a funnel 
and falls on to the fire-bars, which are disposed in the form of a staircase. h burning 
charcoal is below, and therefore the flame formed by the fresh fuel is heated by the con- 
tact of the red-hot burning charcoal. An air supply through the fire grate, and its equal 
distribution on the fire-bars (otherwise the air will blow through the empty space and 
lower the temperature), a proper proportion between the supply of air and the chimney 
draught, and a perfect admixture of air with the flame (without an undue excess of air), 
are the means by which we can strive against the imperfect combustion of such kinds of 
fuel as wood, peat, and ordinary (smoky) coal. Coke, steam coal, anthracite, burn with- 
out smoke, because they do not contain hydrogenous substances which furnish the pro. 
ducts of dry distillation, but imperfect combustion may occur with them also; then the 
smoke contains carbonic oxide. 

5 The various kinds of coal used in practice and found in nature are the products of 
the transmutation of the remains of organic matter. There is no organic substance 
which contains in itself sufficient oxygen not only to combine with hydrogen in order to 
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place in the shape of a black, infusible, non-volatile charcoal familiar 
to all. The earthy matter and all non-volatile substances (ash) form- 
ing a part of the organic matter, remain behind with the charcoal. The 
tar-like substances, which require a high temperature in order to de- 
compose them, also remain mixed with charcoal. If a volatile organic 
substance, such as a gaseous compound containing oxygen and hydro- 
gen, be taken, the carbon separates on passing the vapour through a 


form water, but also to unite with the carbon to form carbonic anhydride. The 
greater part of vegetable tissue consists of the cellulose, CgH,,O.,; from its composi- 
tion it is evident that the oxygen is insufficient to transform the hydrogen into water and 
the carbon into carbonic anhydride, because for this purpose it would require 17 
equivalents and it only contains 5. This reasoning also refers to all the remaining 
organic substances. Under the action of air, organic substances are capable of oxidising 
to such an extent that all the carbon and all the hydrogen they contain will be trans- 
formed into carbonic anhydride and water. The refuse of plants and animals are subjected 
to such a change whether they slowly decompose and putrefy, or rapidly burn, with direct 
access to air. But if the supply of air be limited, then, in virtue of the above-stated 
reasoning, there can be no complete trunsformation into water and carbonic anhydride, 
and therefore, if organic matter decomposes under these conditions, charcoal must 
remain, as it is a non-volatile substance. All organic substances are unstable, they do 
not resist heat, and in time easily change at ordinary temperatures, particularly if water 
be present. Therefore it is easy to understand that charcoal may be obtained in many 
cases through the transformation of substances entering into the composition of 
organisms, but that it is never found in a pure state. 

The transformation of organic matter is not, however, so simple as would appear 
from the preceding statements; that is to say, water and carbonic anhydride are not the 
only products separated from organic substances. Carbon, hydrogen, and oxygen are 
capable of giving a multitude of compounds; some of these are volatile compounds, 
gaseous, soluble in water—they are carried off from organic matter, undergoing change 
without access of air. Others, on the contrary, are non-volatile, rich in carbon, constant 
under the influence of heat and other agents. The latter remain in admixture with 
charcoal where the decomposition takes place; such, for example, are tarry sub- 
stances. The quantity of those bodies which are found mixed with the charcoal is very 
varied, and depends on the energy and duration of the decomposing influence. For 
instance, when wood is first acted on by heat, the moisture separates; it then turns 
brown, but still contains a large amount of oxygen and hydrogen. If the action be 
further continued the quantity of these latter elements diminishes, and the proportion of 
carbon in the residue increases, although a part of it is carried off in the shape of the 
volatile products of decomposition. The greater the heat, the less the quantity of char- 
coal obtained, and the less the amount of hydrogen and oxygen contained in the remain- 
ing charcoal. The annexed table shows, according to the data of Violette, those changes 
to which wood is subjected at various temperatures when submitted to dry distillation by 
ineans of superheated steam :— 


Residue 


Temperature from 100 parts In 100 parts of the residual charcoal 
of alder wood 
C H OundNn Ash 
150° 100°0 47°5 61 4673 0°1 
350° 29°7 76°6 4:1 1n4 | 0°6 
1032° 18°7 81°) 2°38 141 | 1°6 


1500° 17'8 95°0 07 ! a 17 
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tube heated to a high temperature. Organic substances, when burning 
with an insufficient supply of air, give off soot—that is, charcoal—pro- 
ceeding from carbon compounds in a state of vapour, the hydrogen 
of which has, by combustion, been converted into water ; so, for instance, 
turpentine, naphthalene, and other hydrocarbons which are with diffi- 
culty decomposed by heat, easily yield carbon in the form of soot during 
combustion. Chlorine and other substances, which, like oxygen, are 
capable of taking up hydrogen, and also substances which are capable. 


of taking up water, can also separate carbon from (or char) most organic 
substances. 


When organic substances are burning in an insufficient supply of 
air, they both separate and leave charcoal. Part of it remains behind 
aS a residue, as, for instance, after burning wood ina stove some remains 
in the form of charcoal. Wood charcoal is prepared in large quantities. 
in a similar manner—that is, by the partial combustion of wood.‘ In 
nature a like process of carbonisation of vegetable refuse takes place in 
its transformation under water, as shown by the marshy vegetation 
which forms peat.» In this manner, doubtless, the enormous masses. 


* The object of producing charcoal from wood has been explained in Footnote 1. 
Wood charcoal is obtained in so-called stacks by partially burning the wood, or by 
means of dry distillation—that is, by heating wood in an enclosed space (in retorts, 
Note 1)—without the access of air. It is principally manufactured for metallur- 
gical processes, especially for smelting and forging iron—that is, for use in smithies, 
The preparation of charcoal in stacks has one advantage, and that is that it may be 
done on any spot in the forest. Butin this way all the products of dry distillation 
are lost. For charcoal burning, a pile or stack is generally built, in which the logs are 
closely placed, either horizontally, vertically, or inclined, forming a stack of from six to 
fifty feet in diameter and even larger. Under the stack there are several horizontal air 
passages, and an opening in the middle to let out the smoke. The surface of the stack is. 
covered with sods to a considerable thickness, especially the upper part, in order to hinder 
the free passage of air and to concentrate the heat inside. When the stack is kindled, the 
pile begins to settle down by degrees, and it is then necessary to look after the turf 
casing and keep it in repair. As the combustion spreads throughout the whole pile, the 
temperature rises and real dry distillation commences. It is then necessary to stop the 
air holes, in order as much as possible to prevent unnecessary combustion. The nature 
of the process is, that part of the fuel burns and develops the heat required for sub- 
jecting the remainder to dry distillation. The charring of the stack lasts about a fort- 
night, and is brought to a termination by scattering earth over the incandescent charcoal 
to stop the combustion. The charring is stopped when the products of dry distillation, 
which are emitted, no longer burn with a brilliant flame, but the pale blue flame of 
carbonic oxide appears. Dry wood in stacks yields about one-fourth of its weight of 
charcoal. 

5 When dead vegetable matter undergoes transformation in air, in the presence of 
moisture, there remains a substance much richer in carbon—namely, humus, black earth 
ormould. 100 parts of humus in a dry state contain about 70 p.c. of carbon. The roots, 
leaves, and stems of plants which wither and fall off form a soil rich in humus. 
The non-vital vegetable substances (ligneous tissue) first form brown matter (ulmic 
compounds), and then black matter (humic substances), which are both insoluble 
in water ; after this a brown acid is produced, which is soluble in water (apocrenic acid), 
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of coal were formed,® which, following the example set by England, are 
now utilised everywhere as the principal material for heating steam 


and lastly a colourless acid also soluble in water (crenic acid). Alkali dissolves a part 
of the original brown and black substances, forming solutions of a brown tint (ulmic 
and humic acids), which sometimes communicate their colour to springs and rivers. The 
composition of the humus in the soil is generally in connection with its fertility; firstly, 
because putrefying plants develop carbonic anhydride and ammonia, and yield the saline 
substances which are necessary to vegetation; secondly, because humus is capable of 
attracting the moisture of the air and of absorbing water (twice its weight) and in 
this way keeps the soil in a damp condition, which is indispensable for nourishment; 
thirdly, humus renders the soil porous, and, fourthly, renders it more capable of absorb- 
ing the heat of the sun’s rays. On this account black earth is often most remarkable for 
its fertility. One object of manuring is to increase the quantity of humus in the soil, 
and any easily changeable vegetable or any animal matter (composts) may be used. The 
boundless tracts of black earth soil in Russia are capable of bestowing countless wealth 
on the country. 

The origin and extent of black earth soil is treated in detail in Professor Dokou- 
chaeff’s works. 

If those substances which produce humus undergo decomposition under water, less 
carbonic anhydride is formed, a quantity of marsh gas, CH,, is evolved, and the 
solid residue forms an acid humus, found in great quantities in marshy places, and 
called peat. Peat especially abounds in the lowlands of Holland, North Germany, 
Ireland, and Bavaria. In Russia it is likewise found in large quantities, especially in the 
North-west districts. The old hard forms of peat resemble in composition and properties 
brown coal; thé newest formations, as yet unhardened by pressure, form very porous 
masses which retain traces of the vegetable matter from which they have been formed. 
Dried (and sometimes pressed) peat is used as fuel. The composition of peat varies 
considerably with the locality in which it is found. When dried in air it does not contain 
less than 15 p.c. of water and 8 p.c. of ash; the remainder consists of 45 p.c. of carbon, 
4 p.c. of hydrogen, 1 p.c. of nitrogen, and 28 p.c. of oxygen. Its heating power is about 
equivalent to that of wood. The brown earthy varieties of coal were probably formed 
from peat. In other cases they have a marked woody structure, and are then known as 
lignites. The composition of the brown sorts of coal resembles in a marked degree that 
of peat—namely, in a dried state brown coal contains on an average 60 p.c. of carbon, 5 
p.c. of hydrogen, 26 p.c. of oxygen and nitrogen, and 9 p.c. of ash. In Russia brown coal is 
met with in many districts near Mosxcow, in the governments of Toula and Tver and the 
neighbourhood ; it is very generally used as fuel, particularly when found in thick 
seams. The brown coals generally burn with a flame like wood and peat, and are 
akin to them in heating power, which is two or three times less than that of the best 
coal. 
6 Grass and wood, the vegetation of primeval seas and similar refuse of all geological 
periods, must have been, in many cases, subjected to the same changes they now 
undergo—that is, under water they formed peat and lignites. Such substances, pre- 
served for a long time underground, subjected to the action of water, compressed 
by the new strata formed above them, transformed by the separation of their 
more volatile component parts (peat and lignites, even in a finished state, still 
continue to evolve nitrogen, carbonic anhydride, and marsh gases), form coal. Coal isa 
dense homogeneous mass, dark brown or black, with an oily or glassy lustre, or, more 
rarely, dull, without any evident vegetable structure; this distinguishes it in appearance 
from the majority of lignites. The density of coal (not counting the admixture of 
pyrites, &c.) varies from 1°25 (dry bituminous coal) to 1°6 (anthracite, flameless), and 
even reaches 1°9 in the very dense variety of coal found in the Olonetzky government 
{termed thungite), which, according to the investigations of Professor Inostrantzeff, may 
be regarded as the extreme member of the various forms of coal. 

In order to explain the formation of coal from vegetable matter, Caigniard de la Tour 
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boilers, and in general for all purposes of heating and burning.’ Russia 


vucloacd pivces of dried wood in a tube and heated them to the boiling point of mercury, 
When the wood was changed into a semi-liquid black mass from which a substance 
erxcocdiivdly dike coal separated. In this manner some kinds of wood formed coal, which, 
it bei heated, left caking coke, others non-caking; precisely as we find with the 
matical varietion of coal. Violette repeated these experiments with wood dried 
WE 1D0 7, and showed that when wood is decomposed in this way a gas, a watery liquid, 
weil a renidue are formed, The latter, at a temperature of 200°, has the properties of wood 
Charcoal completely burnt; at 800° and higher a homogeneous mass like coal is formed, 
Wwlich at 440° in dense and without cavities. At 400° the residue resembles anthracite. 
Vie sentuires probably the decomposition was effected by heat alone in rare cases; 
Hore Honerally it was effected by means of water and heat, but in either case the result 
OULLE to be almont the same. 

Uhe average composition of coal compiled from many analyses, disregarding the 
Wahi, te an follown: Bd parts of carbon, 5 parts of hydrogen, 1 part of nitrogen, 8 parts of 
“sven, Sof wulphur. The medium quantity of ash is 5 p.c., but there are coals which 
routaina large quantity, and naturally they are not so advantageous for use as fuel. As 
tepals Che amount of water, coal in this respect is much more profitable than lignite or 
feel, we it loon not usually contain more than 10 p.c. of water. The anthracites form 
u remurkable Variety of coals, and are indeed sometimes placed in a separate category ; 
Ley do not yive any volatile products, or but a very small amount, as they contain but 
Httles yedreyeeny compared to oxygen. In the average composition of coal we saw that for 
h purte of hydrogen there were 8 parts of oxygen; therefore 4 parts by weight of the 
hydroyen are capable of forming hydrocarbons, because 1 part of hydrogen is necessary 
in order to form water with the 8 parts of oxygen. These 4 parts by weight of hydrogen 
eu convert 48 parts of carbon into the form of benzene or similar volatile products, 
Vacuum 1 part of hydrogen by weight in these substances combines with 12 parts of 
surbon, The anthracites differ essentially from this; neglecting the ash, their average 
componition is as follows: 94 parts of carbon, 3 of hydrogen, and 8 of oxygen and 
Witrayen. According to the analyses of A. A. Voskresensky, the Grousheffsky anthracite 
(Don clistrict) contains: C =93°8, H=1'7, ash=1°5. Therefore the anthracites contain 
Mut littl: hydrogen capable of combining with the carbon to form hydrocarbons, which 
burn with a flame. Anthracites are the most ancient forms of coal. The newest and 
leant tranformed, which resemble some of the brown varieties, are the dry coals (Griiner’s 
tlrat proup). They burn with a flame like wood, and leave a coke having the appearance 
of lumps of coal, half their component parts being absorbed by the flame (they contain 
much hydrogen and oxygen). The remaining varieties of coal (2nd group, gas coal: 
rd, amithy coal; 4th, coking; and 5th, anthracite, according to Griiner) in all respects 
form connecting links between the dry coals and the anthracites. These coals burn with 
nu very smoky flame, and on being heated leave coke, which bears the same relation to 
coal as charcoal does to wood. The quantity and quality of coke varies considerably 
with the different sorts of coal from which it is formed. In practice coals are most often 
dintinguished by the properties and quantity of the coke which they give. In this par- 
ticular the so-called bituminous coals are especially valuable, as even small coal (baked) 
of this kind gives by dry distillation large spongy masses of coke. If large pieces of 
these kinds of coal are subjected to dry distillation, they, as it were, melt, flow together, 
and form caking masses of coke, The best coking coals give 65 p.c. of dense caking 
coke. Such coal is very valuable for metallurgical purposes (see Note 8). Besides coke, 
the dry distillation of conl produces gus (see further, illuminating gas), coal-tar (which 
gives benzene, carbolic acid, naphthalene, tar for artificial asphalt, &c.), and also a 
watery alkaline liquid (with wood and lignites the liquid is acid from acetic acid) which 
contains ammonium carbonate (sce Note 6). 

7 In England in 1850 the output of con] was already 48 million tons, and in latter 
years (1884-1884) it rose to about 160 millions. Besides this the other countries con- 
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possesses many very rich coalfields, amongst which the Don district is 
most worthy of remark." 

During the imperfect combustion of volatile substances containing 
carbon and hydrogen, the hydrogen and part of the carbon first burn, 
and the remainder of the carbon forms soot. If oil of turpentine, 


tribute 280 millions—Russia about 34 millions, the United States of America come next 
to England with an output of 75 million tons, then Germany 60 millions; France 
produces but little (20 millions), and takes about 5 million tons from England. Besides 
household purposes, coal is chiefly used as fuel for steam-engines. As every horse-power 
(=75 kilogrammetres per second) of a steam-engine expends on the average more than 
25 kilograms in 24 hours, or in a year (counting stoppages) not less than 5 tons per 
horse-power, and there are not less than 40 million horse-power at work in the world, 
the consumption of coal for motive-power is at least equal to half the whole production. 
For this reason coal serves as a standard for industrial development. About 15 p.c. of 
coal is used for the manufacture of cast iron, wrought iron, steel, and articles made of 
them. 

8 The principal workable coal beds of Russia are: The Don basin (115 million poods 
per annum, 62 poods=1 ton), the Polish basin (Dombrovo and others 110 million poods 
per annum), the Toula and Riazan beds of the Moscow basin (up to 25 million poods), 
the Ural basin (10 million poods), the Caucasian (Kliboul, near Kutais), the Khirjhis 
steppes, the smithy coal basin (Gov. of Tomsk), the Sahaline, &c. The Polish and Mos- 
cow basins do not give any cokingcoals. The presence of every variety of coal (from the 
dry coal near Lisichanena on the Donetz to the anthracites of the entire south-east basin), 
the great abundance of excellent metallurgical coal (coking, see Note 6) in the western 
part of the basin, its vast extent (as much as 25,000 sq. versts), the proximity of the 
seams to the surface (the shafts are now from 20 to 100 fathoms deep, and ir England 
and Belgium as deep as 500 fathoms), the fertility of the soil (black earth), the proximity 
of the sea (about 100 versts from the Sea of Azoff) and of the rivers Donetz, Don, and 
Dnieper, the most abundant seams of excellent iron ore (Korsan Mogila, Krivoy rog, 
Soulin, &c., &c.), copper ore, mercury ore (near Nikitooka, in the Bakhmouth district of 
the Ekaterinoslav Gov.), and other ores, the richest probably in the whole world, the 
beds of rock-salt (near the stations of the Stoupka and Brianzovka), the excellent clay of 
all kinds (china, fire-clay), gypsum, slate, sandstone, and other wealth of the Don coal 
basin, give complete assurance of the fact that with the growth of industrial activity in 
Russia this bountiful land of the Cossacks and New Russia will become the centre of the 
most extensive productive enterprise, not only for the requirements of Russia alone, but 
of the whole world, because in no other place can be found such a concentration of 
favourable conditions. The growth of enterprise and knowledge, together with the 
extinction of the forests, which compels Russia to foster the production of coal, will help 
to bring about this desired result. The forest wealth of North Russia and the naphtha 
treasures of Caucasus can only contribute to its advancement, and have not the power 
to check that influence which the Don coal basin should have on the industrial state of 
Russia. England with a whole fleet of merchant vessels exports annually about 25 
million tons of coal, the price of which is higher than on the Donetz (where a 
pood of worked coal costs less than 5 copecks on the average), where anthracites and 
semi-anthracites (like Cardiff or steam coal, which burns without smoke) and 
coking and metallurgical coals are able both in quantity and quality to satisfy the most 
fastidious requirements of the industry already existing and rapidly increasing every- 
where. In 1850 the world’s consumption and production of coal was only 5000 million 
poods, and now the quantity has risen to 25000 million poods. The coal mines of 
England and Belgium are approaching to a state of exhaustion, whilst in those of the 
Don basin, only at a depth of 100 fathoms 1200000 million poods of coal lies waiting 
to be worked. 
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or naphthalene or other hydrocarbons, be burned in the open air, soot is 
formed in large quantities, because these substances contain a large 
amount of carbon. Tar, pitch, and similar substances for this reason 
burn with a smoky flame. Thus, soot is finely-divided charcoal, 
separated during the imperfect combustion of the vapours and gases 
of carbonaceous substances rich in carbon. Specially-prepared soot 
(lampblack) is very largely used as a black paint, and a large quantity 
goes -for the manufacture of printers’ ink. The quantity of organic 
matter remaining undecomposed in the charcoal depends on the 
temperature to which it has been submitted. Charcoal, prepared at the 
lowest temperature, still contains a considerable quantity of hydrogen 
and oxygen—even as much as #4 p.c. of hydrogen and 20 p.c. of 
oxygen. Such charcoal still preserves the structure of the substance 
from which it was obtained. Ordinary charcoal, for instance, in which 
the layers of the tree are yet visible, is of this kind. On submitting it 
to further heating, a fresh quantity of hydrogen with carbon and 
oxygen (in the form of gases or volatile matter) may be separated, and 
the purest charcoal will be obtained on submitting it to the greatest 
heat.9 If it be required to prepare pure charcoal from soot, it is 
necessary first to wash it with alcohol and ether, in order to get rid of 
the soluble tarry products, and then submit it to a powerful heat to 
drive off the impurities containing hydrogen and oxygen. Charcoal, 
however, when completely purified does not change in appearance. 
Everybody knows that charcoal is a black amorphous substance, 
without any signs whatever of crystallisation (probably a colloid). Its 
porosity,'® bad conducting power for heat, capability of absorbing the 


9 As it is difficult to separate from the charcoal the admixture of ash—that is, the 
earthy matter contained in the vegetable substance used for producing charcoal—in order 
to obtain it in its purest condition, it is necessary to use such organic substances as do 
not contain any ash, for example, completely refined or purified crystallised sugar, 
crystallised tartaric acid, &c. 

10 The cavities in charcoal are the passages through which those volatile products 
formed at the same time as the charcoal have passed. The degree of porosity of 
charcoal varies considerably, and has a technical significance, in different kinds of 
charcoal. The most porous charcoal is very light; a cubic metre of wood charcoal 
weighs about 200 kilograms. Many of the properties of charcoal which depend exclu- 
sively on its porosity are shared by many other porous substances, and vary with 
the density of the charcoal and depend on the way it was prepared. The power which 
charcoal has of absorbing gases, liquids, and many substances in solution, has refe- 
rence to this. The densest kind of charcoal is formed by the action of great heat on 
sugar. The lustrous gray dense charcoal formed in gas retorts is also of this character. 
‘This dense charcoal collects on the internal walls of the retorts subjected to great heat, 
and is produced by the vapours and gases separated from the heated coal in the retorts. 
In virtue of its density, such charcoal becomes a good conductor of the galvanic current 
and approaches graphite. It is principally used in galvanic batteries. Coke, or the 
charcoal remaining from the imperfect combustion of coal and tarry substances, is also but 
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luminous rays (due to its blackness and opacity), and many other quali- 
ties are familiar from everyday experience.'! The specific gravity of 
charcoal varies from 1°4 to 1°9, and that it floats on water is due to the 
air contained in its pores. If charcoal be reduced to a powder and 
moistened with spirit, it immediately sinks in water. It is infiwsible in 
the furnace and even at the temperature of the oxyhydrogen flame. In 
the heat generated by means of a strong galvanic current, charcoal 
only softens, but does not completely melt, and on cooling it is found 
to have undergone a complete change both in properties and appearance, 
and is more or less transformed into graphite. The physical stability 


slightly porous, brilliant, does not soil or mark paper, is dense, almost devoid of the faculty 
of retaining liquids and solids, and does not absorb gases. The light sorts of charcoal 
produced from charred wood, on the other hand, show this absorptive power in a most 
marked degree. This property is particularly developed in that very fine and friable 
charcoal prepared by heating animal substances, such ag hides and bones. The absorp- 
tive power of charcoal with reference to guses, is similar to the condensation of gases in 
spongy platinum. Here evidently there is a phenomenon of the adherence of gases to a 
solid, precisely as liquids have the property of adhering to various solids. One volume 
of charcoal will absorb the following volumes of gases (charcoal is capable of absorb- 
ing an immense amount of chlorine, almost equal its own weight) :— 


——- — —— = 


Saussure Favre Heat emitted | 
Boxwood Charcoa', | Cocoanut Charcoal. per gram of gas. | 
NH; 90 172 vols. 494 units. ! 

CO, 385 07 * 158 + 

N.O 40 v9 ‘3 169 3 

HC] 85 165 of 274 ‘ 


The quantity of gas absorbed by the charcoal increases with the pressure, and is 
approximately proportional to it. The quantity of heat given out by the absorption 
nearly approaches that set free on dissolving, or passing into a liquid condition. 

Charcoal absorbs not only gases, but a number of other substances. For instance, 
alcohol, which contains disagreeably smelling fusel oil, on being mixed with charcoal or 
filtered though it, loses the bulk of the fusel oil. The practice of filtering substances 
through charcoal in order to get rid of foreign matters is often applied in chemical and 
manufacturing processes. Oils, spirits, various extracts, and vegetable and other solu- 
tions containing an admixture of colouring or odorous matters, and also water, sare 
filtered through charcoal in order to purify them. The bleaching power of charcoal 
may be tested by using various coloured solutions—such as aniline dyes, litmus, &c. 
Charcoal, which has absorbed one substance to saturation, is still capable of absorbing 
certain other substances. The more porous charcoal is, the greater its surface, and this 
is the reason why animal charcoal, produced in a very finely-divided state, especially by 
heating bones, makes the best sort for the purposes of absorption. Bone charcoal is 
used in larye quantities in sugar works for filtering syrups, and all saccharine solutions, 
in order to purify them, not only from colouring and odorous matter, but also from lime. 
which is mixed with the syrups in order to reader them less unstable during boiling: 
The absorption of lime by animal charcoal depends, in all probability, in a great degree 
on the mineral component parts of bone charcoal. 

11 Charcoal is a very bad conductor of heat, and therefore forms an excellent insulator 
or packing to prevent the transmission of heat. A charcoal lining is often used in 
crucibles for heating many substances, as it does not melt and resists a far greater heat 
than many other substances. 
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of charcoal is, without doubt, allied to its chemical stability. It is 
evidently a substance devoid of energy, as charcoal is insoluble in all 
known liquids, and at an ordinary temperature does not combine with 
anything ; it is an inactive substance, like nitrogen.!? But these 
properties of charcoal change witha rise of temperature ; thus, in contra- 
dixtinetion from nitrogen, charcoal, at a high temperature, combines 
directly with oxygen. This is well known, as charcoal burns in air. 
Indo, not only does oxygen combine with charcoal at a red heat, 
but sulphur, hydrogen, and also iron and some other metals do so 
wt «a vory high temperature—that is, when the molecules of the char- 
coul have reached a state of great instability—whilst at ordinary tem- 
peratures neither oxygen, sulphur, nor metals act on charcoal in any 
way. When burning in oxygen, charcoal forms carbonic anhydride, 
(‘0,, whilst in the vapours of sulphur carbon bisulphide, CS,, is 
formod, and wrought iron, when acted on by carbon, becomes cast iron. 
At. the great heat obtained by passing the galvanic current through 
outbon electrodes, the charcoal combines with hydrogen, forming 
nootylene, C,H,. Charcoal does not combine directly with nitrogen, 
laut. in the presence of metals and alkaline oxides, nitrogen is absorbed, 
forming a metallic cyanide, as, for instance, potassium cyanide, KCN. 
Krom these few direct combinations which charcoal is capable of 
eutoring into, may be derived those numerous carbonaceous compounds 
which enter into the composition of plants and animals, and which are 
obtained artificially. Certam substances containing oxygen give up @ 
part of it to carbon at a relatively low temperature. For instance, 
nitric acid when boiled with charcoal gives carbonic anhydride and 
nitric peroxide. Sulphuric acid is reduced to sulphurous anhydride 
whon heated with carbon. When heated to redness charcoal ab- 
worbs oxygen from a large number of the oxides. Even such oxides. 
ux those of sodium and potassium, when heated to redness, yield their 
oxygen to charcoal, although they do not part with it to hydrogen. 
Only a few of the oxides, like silica (oxide of silicon), and lime (calcium 
oxide), resist the reducing action of charcoal. Charcoal is capable of 
changing its physical condition without undergoing any alteration in 
its essential chemical properties—that is, it passes into isomeric or- 


12 The unalterability of charcoal under the action of atmospheric influences, which 
produce changes in the majority of stony and metallic substances, is often made use of 
in practice. For example, charcoal is frequently strewn in boundary ditches. The 
surface of wood is often charred to render it durable in those places where the soil is 
damp, and wood itself would aoon rot. The chambers (or in some works towers) through 
which acids pass (for example, sulphuric and hydrochloric) in order to bring them into- 
contact with gases or liquids, are filled with charcoal or coke, because, at ordinary tem-- 
peratures, it resists the action of even the most energetic acids. 
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allotropie forms. The two particular forms in which carbon appears 
are the diamond and graphite, The identity of the composition of these 
with charcoal is proved by burning an equal quantity of all three 
separately in oxygen (at a great heat), when each gives the same 
quantity of carbonic anhydride—namely, 12 parts of charcoal, diamond, 
or graphite in a pure state, yield on burning 44 parts by weight of 
carbonic anhydride. The physical properties present a marked con- 
trast ; the densest sorts of charcoal have a density of only 1-9, whilst 
the density of graphite is about 2°3, and that of the diamond 3°5. A 
great many other properties depend on the density, for instance, com. 
bustibility. The lighter charcoal is, the more easily it burns ; graphite 
burns with considerable difficulty even in oxygen, and the diamond 
burns only in oxygen and at a very high temperature. On burning, 
charcoal, the diamond, and graphite develop different quantities of heat. 
One part by weight of wood charcoal converted by burning into 
carbonic anhydride develops 8080 heat units ; dense charcoal 
separated in gas retorts develops 8050 heat units ; natural graphite, 
7800 heat units ; and the diamond, 7770. The greater the density 
the less the heat evolved by the combustion of the carbon.'% 

By means of intense heat charcoal may be transformed into 
graphite. Ifa charcoal rod 4mm. in diameter and 5mm. long be enclosed 
in an exhausted receiver and the current from 600 Bunsen’s elements, 
placed in parallel series of 100, be passed through it, the charcoal 
becomes strongly incandescent, partially volatilises, and is deposited in 
the form of graphite. If sugar be placed in a charcoal crucible and 
a powerful galvanic current passed through it, it is baked into a mass 
similar to graphite. If charcoal be mixed with wrought iron and 
heated, cast iron is formed, which absorbs as much as five per cent. of 
charcoal. If molten cast iron be suddenly chilled, the carbon remains 
in combination with the iron, forming so called white cast iron ; but if 
the cooling proceeds slowly the greater part of the carbon separates 
in the form of graphite, and if such cast iron (so called grey cast 
iron) be dissolved in acid, the carbon remains in the form of graphite. 
Graphite is met with in nature, sometimes in the form of large 
compact masses, sometimes it permeates rocky formations like the 
schists or slates, and in fact is met with in those places which, in all 


13 When subjected to pressure, charcoal lores heat, hence the densest form stands to 
the less dense as a solid to a liquid, or as a compound to an element. From this the 
conclusion might be drawn, that the molecules of graphite are more complex than those 
of charcoal, and those of the diamond still more so. The specific heat shows the same 
thing, because, as we shall see on further exposition, the complexity of a molecule leads 
toa diminution of the specific heat. At ordinary temperatures, the specific heat of 
charcoal] is 0°24, graphite 0°20, the diamond 0-147. 

Z2 
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probability, were submitted to the action of subterranean heat '! The 
graphite in cast iron, and sometimes also natural graphite, occasionally 
appears in a crystalline form in the shape of six-sided plates, but more 
often it occurs as a compact amorphous mass having the characteristic 
properties of the familiar black-lead pencil.'° 

The diamond is a crystalline and transparent form of carbon. It 
erystallises in octahedra, dodecahedra, cubes, and other forms of the 
recular system.'® The efforts which have been made to produce 
diamonds artificially, although they have not been absolutely fruitless, 
have not as yet led to the production of large-sized crystals, because 
those means by which crystals are generally formed are inapplicable 
to carbon. Indeed, carbon in all its forms being insoluble and infu- 
sible does not pass into a liquid condition by means of which crystalli- 


14 There are places where anthracite gradually changes into graphite, as the 
strata sink. I myself had the opportunity of observing this gradual transformation in 
the valley of Aosta, near Mont Blanc, not far from Courmayeur, near the warm mineral 
waters. 

i5 Pencils are made of graphite worked up into a homogeneous mass by disintegra- 
ting, powdering, and cleansing it from earthy impurities; the best kinds are made of 
completely homogeneous graphite sawn up into the requisite sticks. Graphite is found 
in many places. In Russia the so-called Aliberoffsky graphite is particularly renowned ; 
it is found in the Altai mountains near the Chinese frontier; in many places in Finland 
and likewise on the banks of the Little Tungouska, Sidoroff also found a considerable 
quantity of graphite. 

Graphite, like most forms of charcoal, still contains a certain quantity of hydrogen, 
oxygen, and ash, so that in its natural state it does not contain more than 98 p.c. of 
carbon. 

In practice graphite is purified simply by washing it when in a finely-ground state, 
by which means the bulk of the earthy matter may be separated. The following pro- 
cess, proposed by Brodie, consists in mixing the powdered graphite with ,5 part of its 
weight of potassium chlorate. The mixture is then heated with twice its weight of strong 
sulphuric acid until no more odoriferous gases are emitted; on cooling, the mixture is 
thrown into water and washed; the graphite is then dried and heated to a red heat; 
after this it considerably shrinks in volume, and turns into a very fine powder, which is 
then washed. When mixed with clay, graphite is used for making crucibles and pote 
for melting metals. By acting on graphite several times with a mixture of potassium 
chlorate and nitric acid heated up to 60°, Brodie transformed it into a yellow insoluble 
acid substance which he called graphitic acid, C;,H,O;. The diamond remains unchanged 
when subjected to this treatment, whilst amorphous charcoal completely oxidises. 
Availing himself of this possibility of distinguishing graphite from the diamond or amor- 
phous charcoal, Berthelot showed that when compounds of carbon and hydrogen are 
decomposed by heat, amorphous charcoal is mainly formed, whilst when compounds of 
carbon with chlorine, sulphur, and boron are decomposed, graphite is principally 
deposited. 

16 Diamonds are sometimes found in the shape of small balls, and in that case it is 
impossible to cut them, because directly the surface is ground or broken they fall into 
minute pieces. Sometimes minute diamond crystals form a dense mass like sugar, and 
this is generally reduced to diamond powder and used for grinding. Some known 
varieties of the diamond are almost opaque and of a black colour. Such diamonds are 


as hard os the ordinary ones, and are used for polishing diamonds and other precious 
stones, and also for rock boring and tunnelling. 


CARBON AND THE HYDROCARBONS 341 


sation could take place. Diamonds have several times been success- 
fully produced in the shape of minute microscopic crystals having the 
appearance of a black powder, but when viewed under the microscope 
they appeared transparent, and possessed that hardness which is the 
peculiar characteristic of the diamond. This diamond powder is de- 
posited on the negative electrode, when a weak galvanic current is 
passed through liquid chloride of carbon.'7 

Judging from the fact that carbon forms a number of gaseous (car- 
bonic oxide, carbonic anhydride, methane, ethylene, acetylene, &c.) and 
volatile (such are, for instance, many hydrocarbons and their most simple 
derivatives) substances, and also because the atomic weight of carbon, 
C=12, approaches that of nitrogen, N=14, and that of oxygen, O=16, 
and the compounds CO (carbonic oxide) and N.C, (cyanogen) are gases, 
it must be argued that if carbon formed the molecule C, like N, and O,, 
it would bea gus. And as through polymerism, or the mutual combina- 
tion of molecules (as O, passes into O, or NO, into N,O,) the tempera- 
tures of ebullition and fusion rise (which is particularly clearly proved 
with the hydrocarbons of the C,H,,, series), it ought to be considered 
that the molecules of charcoal, graphite, and the diamond are very com- 
ples, seeing that they are not soluble, not volatile, and not fusible. 
The aptitude which the atoms of carbon show for combining together 
and forming complex molecules appears in all carbon compounds. 
Among the volatile compounds of carbon many are well known, the 
molecules of which contain C,... Cio... Cap... C39, &e., in 
general C,, where m may be very large, and in none of the other ele- 
ments is this faculty of complexity so developed as in carbon.'* Up 


17 Hannay, in 1880, obtained diamonds by heating a mixture of heavy liquid 
hydrocarbons (paraffin oils) with magnesium ina thick iron tube. This investigation 
was, however, not repeated. Diamonds are found in a particular dense rock, known by 
the name of itacolumnite, and are dug out of the débris produced by the destruction 
of the itacolumnite by water. When the débris is washed the diamonds remain behind ; 
they are principally found in Brazil, in the provinces of Rio and Bahia, and at the Cape 
of Good Hope. The débris gives the black or amorphous diamond, carbonado, and the 
ordinary colourless or yellow translucent diamond. As the diamond possesses a very 
marked cleavage, the first operation consists in splitting it, and then roughly and finely 
polishing it with diamond powder. It is very remarkable that Professors P. A. Latchinoff 
and Eroféeff found (1887) diamond powder in a meteoric stone which fell in the govern- 
ment of Penza, in the district of Krasnoslobodsk, near the settlement of Novo Urei 
(Sept. 10, 1846). Up to that time charcoal and graphite (a special variety, cliftonite) had 
been found in meteorites and the diamond only conjectured to be therein. The Novo 
Urei meteorite was composed of siliceous matter and metallic iron (with nickel), like 
many other meteorites. 

18 The existence of a molecule S, is known, and it must be held that this accounts 
for the formation of hydrogen persulphide H..S8;. Phosphorus appears in the molecule 
P, and gives P,H,. When expounding the data on specific heat we shall have occasion 
to return to the question of the complexity of the carbon molecule. 
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to the present time there are no grounds for determining the degree 
of polymerism cf the charcoal, graphite, or diamond molecules, and it 
can only be supposed that they contain C, where 7 is a large quantity. 
Therefore charcoal and those complex non-volatile organic substances 
which represent the gradual transitions to charcoal? and which form 
the principal masses of the organisms, contain a store or accumulation 
of internal power in the form of the energy binding the atoms into 
complex molecules. When charcoal or complex compounds of carbon 
burn, the energy of the carbon and oxygen is turned into heat, and 
this fact is taken advantage of at every turn for the generation of heat 
from fuel.?° 

No other two elements are capable of combining together in 
such variety as carbon and hydrogen. The hydrocarbons of the 
C,H.,,, series in many cases widely differ from each other, although 
they have some properties in common. All hydrocarbons, whether 
gaseous, liquid, or solid, are combustible substances sparingly soluble 
or insoluble in water. The liquefied gaseous hydrocarbons, also those 
which are liquid at ordinary temperatures, and those solid hydrocarbons 
which have been liquefied by fusion, have the appearance and property 
of oily liquias, more or less viscid or tluid.2!_ The solid hydrocarbons 


19 The hydrocarbons, poor in hydrogen (far from the limit) and containing many 
atoms of carbon, like chrysene and carbopetrocene, c., C,H.on-m are solids, and less 
fusible as 72 und a increase. They present » marked approach to the properties of fhe 
diamond. And in proportion to the diminution of the water in the carbohydrates 
CyHymOm—for example, in the humic compounds (Note 5)—the transition of complex 
organic substances to charcoal is very evident. That residue resembling charcoal and 
graphite which is obtained by the separation (by means of copper sulphate and sodium 
chloride) of iron from white cast-iron containing carbon, chemically combined with the 
iron, also seems, especially after the researches of G. A. Zaboudsky, to be a complex 
substance containing C,,HgOs. The endeavours which have been directed towards 
determining the measure of complexity of the molecules of charcoal, graphite, and the 
diamond will probably at some period lead to the solution of this problem, and will most 
likely prove that the various forms of charcoal, graphite, and the diamond contain mole- 
cules of different and very considerable complexity. The constancy of the grouping of 
benzene, CgHg, and the wide diffusion and facility of formation of the carbohydrates, 
containing C, (for example, cellulose, CgH,90;, glucose, CgH,2.0,4), give reason for thinking 
that the group Cg is the first and simplest of those possible to free carbon, and it may 
be hoped that some time or other it may be possible to get charcoal in this group. Per- 
haps in the diamond there may be found such a relation between the atoms as in the 
benzene group, and in charcoal such as in the carbohydrates. 

270 When charcoal burns, the complex molecule C, is resolved into the simple mole- 
cules nCOy,, and therefore part of the heat—probably no small amount—is expended in 
the destruction of the complex molecule Cy. Perhaps by burning the most complex 
substances, which are the poorest as regards hydrogen, it may be possible to form an 
idea of the work required to split up Cy, into separate atoms. 

21 The viscosity, or the degree of mobility, of liquids is determined by their internal 
friction. It is estimated by passing the liquids through narrow (capillary) tubes, the 
mobile liquids passing through with greater facility and speed than the viscid ones. The 
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more or less resemble wax in their properties, although ordinary oils 
and wax generally contain oxygen in addition to carbon and hydrogen, 
but in relatively small proportion. There are also a few hydrocarbons 
which have the appearance of tar—as, for instance, metacinnamene and 
gutta-percha. Those liquid hydrocarbons which boil at a high tempera- 
ture are like oils, and those which have a low boiling point resemble 
ether, whilst the gaseous hydrocarbons in many of their properties are 
akin to hydrogen. All this tends to show that, in hydrocarbons phy- 
sically considered, the properties of solid non-volatile charcoal are 
strongly modified and hidden, whilst those of the hydrogen predominate. 
Al]l hydrocarbons are neutral substances (neither basic nor acid), but 
under certain conditions they enter into peculiar reactions. It has 
been seen in those hydrogen compounds which have been already con- 
sidered (water, nitric acid, ammonia) that the hydrogen in almost all 
cases enters into reaction, being displaced by metals. The hydrogen of 
the hydrocarbons, it may be said, has no metallic character—that is to 
say, itis not directly 7? displaced by metals, even by such as sodium and 


viscosity varies with the temperature and nature of the liquids, and, in the case of solu- 
tions, changes with the amount of the substance dissolved, but is not proportional to it. 
So that, for example, with alcohol at 20° the viscosity will be 69, and for a 50 p.c. solu- 
tion 160, the viscosity of water being taken as 100. The volume of the liquid which passes 
through by experiment (Poiseuille) and theory (Stokes) is proportional to the time, 
the pressure, and the fourth power of the diameter of the (capillary) tube, and inversely 
proportional to the length of the tube; this renders it possible to form comparative esti- 
mates of the coefficients of internal friction and viscosity. 

As the complexity of the molecules of hydrocarbons and their derivatives increases 
by the addition of carbon (or CH,), so does the degree of viscosity also rise. The exten- 
sive series of investigations referring tothis subject still await the necessary generalisation. 
That connection which (already partly observed) ought to exist between the viscosity 
and the other physical and chemical properties, forces us to conclude that the magnitude | 
of internal friction plays an important part in molecular mechanics. In investigating 
organic compounds and solutions, similar researches ought to stand foremost. Many 
observations have already been made, but not much has yet been done with them ; the 
bare facts and some mechanical data exist, but their relation to molecular mechanics has 
not been cleared up in the requisite degree. It has already been seen from existing data 
that the viscosity at the temperature of the absolute boiling point becomes as small as 
in gases. 

72 In a number of hydrocarbons and their derivatives such a substitution of metals 
for the hydrogen may be arrived at by indirect means. The property shown by acetylene, 
C,H, and its analogues of forming metallic derivatives is in this respect particularly 
characteristic. Judging from the fact that carbon is an acid element (that is, gives an 
acid anhydride with oxygen), but compnratively slightly acid (because carbonic acid is 
not at all an energetic acid; compounds of chlorine and carbon, even CCl, are not 
decomposed by water as is the case with phosphorus chloride, and even silicic chloride 
or boric chloride, although they correspond with acids of but little energy), one might 
expect to find in the hydrogen of hydrocarbons this faculty for being substituted by 
metals. The metallic compounds which correspond with hydrocarbons are known under 
the name of organo-metallic compounds. Such, for instance, is zinc ethyl, Zn(C.Hs)z, 
which corresponds with ethyl hydride or ethane, C,H,, where two atoms of hydrogen 
have been exchanged for one of zine. 
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potassium. On the application of more or less heat, all hydrocarbons 
decompose,** forming charcoal and hydrogen. The majority of hydro- 
carbons do not combine with the oxygen of the air or oxidise at ordi- 
nary temperatures, but under the action of nitric acid and many other 
oxidising substances most of them are subject to oxidation, in which 
either a portion of the hydrogen and carbon is separated, or the oxygen 
enters into combination, or else the elements of hydrogen peroxide enter 
into combination with the hydrocarbon.24 When heated in air, hydro- 
carbons burn, and, according to the amount of carbon they contain, 
their combustion is attended with a separation of soot—that is, finely- 
divided charcoal—which imparts great brilliancy to the flame, and on 
this account many of them are used for the purposes of illumination— 
as, for instance, kerosene, coal gas, oil of turpentine. As hydrocarbons 
contain reducing elements (that is, those capable of combining with oxy- 
gen) they often act as reducing agents—as, for instance, when heated 
with oxide of copper, they burn, forming carbonic anhydride and water, 
and leave metallic copper. According to Gerhardt, all hydrocarbons 
contain an even number of hydrogen atoms. Therefore, the general 
formula for all hydrocarbons is C,H,,, where 2 and m are whole 
numbers. This fact is known as the law of even numbers. Hence, the 
simplest possible hydrocarbons ought to be: CH,, CH, CH,.. - 
C,H.,, C,H,, C,H,, C,H, . . . but all of them are not in existence, as 
they are subject to certain limitations. 

Some of the hydrocarbons are capable of combination, whilst others 
do not show that power. Those which contain less hydrogen belong to 
the former category, and those which, for a given quantity of carbon, 
contain the maximum amount of hydrogen helong to the latter. The 
composition of those last mentioned is expressed by the general formula 
C,H., » These so-called saturated hydrocarbons are incapable 
of combination.”»> Judging from this, the hydrocarbons CH,, C,H,, 

35 Gaseous and volatile hydrocarbons decompose, when passed through a heated 
tube. When hydrocarbons are decomposed by heating, the primary products are 
generally other more xtable hydrocarbons, among which are acetylene, C,H., benzene, 
C Hg, naphthalene, C,,,Hy, «c. 

44 Wagner (1888) showed that when unsaturated hydrocarbons are shaken with a 
weak (1 p.c.) solution of potassium permanganate, KMnOy,, at ordinary temperatures, they 
form glycols—for example, C,H, yields C.H,O.. 

% My article on this subject appeared in the journal of the St. Petersburg Academy 
of Sciences in 1861. Up to that time, although many additive combinations with hydro- 
carbons and their derivatives were known, they had not been generalised, and were even 
continually quoted as cases of substitution. Thus the combination of ethylene, C.H,, 
with chlorine, Cl., was often regarded as a formation of the products of the substitution 
of C,H Cl and HCl, which it was supposed were held together as the water of crystallisa- 


tion is in salts. Even earlier than this (1857, Journal of the Petroffsky Academy) I 
considered similar cases as true compounds. In general, according to the law of limits, 
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C3H)o, &c. . . do not exist. Those containing the maximum amount of 
hydrogen will be represented by CH, (n=1, 2n+2=4), C,H, (n=2), 
C3H, (n=3), C,H,,, &e. This may be termed the law of limits. 
Placing this in juxtaposition with the law of even numbers, it is easy 
to perceive that the possible hydrocarbons can be ranged in series, the 
terms of which may be expressed by the general formule C,H,,,., 
C,,H,,, C,H,,,., ke. . . Those hydrocarbons which belong to any one 
of the series expressible by a general formula are said to be homologous 
with one another. Thus, the hydrocarbons CH,, C,H,, C;H,, CyHyo, 
&e. . . are members of the limiting (saturated) homologous series 
C,H... That is, the difference between the members of the series 1s 
CH,.7° Notonly the composition, but also the properties, of the mem- 
bers of a series tend to classification in one group. For instance, the 
members of the series C,H,,,. are not capable of forming additive 
compounds, whilst those of the series C,H,, are capable of combining 
with chlorine, sulphuric anhydride, &c.; and the members of the 
C,H,,,., group, belonging to the coal tar series, are acted on by nitric 
acid, and have other properties in common. The physical properties 
of the members of a given homologous series vary in such a manner, the 
boiling point generally rises and the internal friction increases as 7 in- 
creases ?’—that is, with an increase in the atomic weight ; the specific 
gravity also successively changes as n becomes greater.?® 


an unsaturated hydrocarbon, or its derivative, on combining with 7X. gives a substance 
which is saturated or else approaching the limit. The investigations of Frankland with 
many organo-metallic compounds clearly showed the limit in the case of metallic com- 
pounds, which we shall constantly refer to later on. 

76 The conception of homology has been applied by Gerhardt to all organic com- 
pounds in his classical work, ‘Traité de Chimie Organique,’ finished in 1455 (4 vols.), 
where he divided all organic compounds into fatty and arumatic, which is in principle 
still adhered to at the present time, although the latter are more often called benzene 
derivatives, on account of the fact that Kekule, in his beautiful investigations on the 
structure of aromatic compounds, showed the link which unites them all with the 
‘nucleus’ benzene, C,,Hg. 

% This is always true for hydrocarbons, but for derivatives of the lower homo- 
logues it is sometimes different; for instance, in the series of saturated alcohols. 
C,,Hen+) (OH), when 2 = 0, we obtain water, H(OH), which boils at 100’, and whose specific 
gravity at 15° =0°9992; when n=1, wood spirit CH; (OH), which bolls at 66°, and at 15° 
has a specific gravity = 0°7964; when 2=2, ordinary alcohol C,.H.,(OH), boiling at 78°, 
specific gravity at 15° = 0°7936, and with further increase of CH, the specific gravity in- 
creases. For the glycols C,H.» (OH), the phenomenon of a similar kind is still more 
striking; at first the temperature of the boiling pointand the density increase, and then 
for higher (more complex) members of the series diminish. The reason for this pheno- 
menon, it is evident, must be sought for in the influence and properties of water, and 
that strong affinity which, acting between hydrogen and oxygen, determines many of 
the exceptional properties of water (Chap. L.). 

23 As, for example, in the saturated series of hydrocarbons C,H. n4., the lowest 
member (7 =0) must be taken us hydrogen H., «a gas which (¢.c. below —190°) is 
liquefied with yreat difficulty, and when in a liquid state has doubtless a very small 
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Many of the hydrocarbons which are met with in nature are the 
products of organisms, and do not belong to the mineral kingdom. A 
still greater number are produced artificially. These are formed by what 
is termed the combination of residues. For instance, if a mixture of 
the vapours of hydrogen sulphide and carbon bisulphide be passed 
through a tube in which copper is heated, this latter absorbs the sul- 
phur from both the compounds, and the liberated carbon and hydrogen 
combine to form a hydrocarbon, methane. If a mixture of bromo- 
benzene, C,H,Br, and ethyl bromide, C,H,Br, be heated with metallic 
sodium, the sodium combines with the bromine of both compounds, 
forming sodium bromide. From the first combination the group C,H, 
remains, and from the second C,H,. Having an odd number of hydrogen 
atoms, they in virtue of the law of even numbers cannot exist alone, 
therefore they combine together forming the compound C,H,.C,H, or 
C,H. (ethylbenzene). Hydrocarbons are also produced by the breaking 
up of more complex organic or hydrocarbon compounds, especially 
by heating—that is, by dry distillation. For instance, gum-benzoin 
contains an acid called benzoic acid, C;H,O,, the vapours of which, 
when passed through a heated tube, split up into carbonic anhydride, 
CO,, and benzene, C;H,. Carbon and hydrogen only unite directly in 
one degree of combination —namely, to form acetylene, having the com- 
position C,H,, which, as compared with other hydrocarbons, exhibits 
& very great constancy at a high temperature.”. 


density. Where 2=1, 2, 3, the hydrocarbons CH,, C.Hg, C;Hg are gases, more and more 
readily liquefiable. The temperature of the absolute boiling point for CH,= —100°, and 
for ethane C.H,, and in the higher members it rises. The hydrocarbon C,H), already 
liquefies about 0°. C,H). boils at from +9° (Livoff) to 87°, CgH,,4 from 58° to 78°, &c. 
‘The specific gravities in a liquid state at 15° are :— 
CsHy, CoHig C;Hig CioH a2 CieH3, 
0°63 0°66 0°70 0°75 0°85 


72 If, at the ordinary temperature (assuming therefore that the water formed will be 
in a liquid state), a gram molecule (26 grams) of acetylene, C.H,, be burnt, 310 thousand 
calories will be emitted (Thomsen), and as 12 grams of charcoal produce 97 thousand 
calories, and 2 grams of hydrogen 69 thousand calories, therefore, if the hydrogen and 
carbon of the acetylene were burnt there would be only 2x 97+ 69, or 268 thousand 
calories produced. It is evident, then, that acetylene in its formation ubsorbs 310— 263, 
or 47 thousand calories—that is, the reaction of charcoal and hydrogen is endothermal 
and the product is in this respect a substance resembling nitrous oxide, hydrogen 
peroxide, &c. Such reasoning is, however, open to certain defects of one kind or another, 
especially when a reaction, which can really only take place at a high temperature, is 
supposed to be effected at ordinary temperatures or vice versd. Calculations cannot 
be made for high temperatures, on account of insufficient evidence as to specific 
heat. 

For considerations referring to the combustion of carbon compounds, we will first 
enumerate the quantity of heat separated by the combustion of definite chemical carbon 
compounds, and then a few figures touching the kinds of fuel applied in a practical 
way. 
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There is one known substance among the saturated hydrocarbons 
composed of 1 atom of carbon and 4 atoms of hydrogen ; this is a com- 


I. For molecular quantities in perfect combustion, the following amounts of heat 
are given out (when gaseous carbonic anhydride and liquid water are formed), according 
to the data of Thomsen: (1) for gaseous C,,Hon4.: 52°8+ 1588 thousand calories ; 
(2) for C, Hon 2 17°7+158:1n thousand calories; (3) according to Stohmann (1888) for 
liquid satuated alcohols, C,,Hon420 : 118+ 15632, and as the latent heat of evaporation 
= about 52+ 0°67, in a gaseous state, 20°0+ 156°9n; (4) for monobasic saturated liquid 
acids, C,H ,0,: 95°34 154°37, and as their latent heat of evaporation is about 5°0 + 1°27, 
in a gaseous form, about 90+1557; (5) for solid saturated bibasic acids, CxnH n-)O,: 
253°8 + 152°6n, if they are expressed as C,H, ,C.H.O,, then 51°44 152°6n; (6) for ben- 
zene and its liquid homologues (still according to Stohmann) C,H.,—-¢: 158°6 + 15687, 
and in a gaseous form about 155+157n; (7) for the gaseous homologues of acetylene, 
CHa» -2, (according to Thomsen), 5+157n. It is evident from the preceding figures 
that the group CH., or the substitution of CH; for H, on burning gives out from 152 to 
159 thousand calories. This is less than that given out by C+ Ha, which is 97+69 or 
166 thousand ; the reason of this difference (it would be still greater if charcoal were 
gaseous) is the amount of heat separated during the formation of CH,. The heat of coim- 
bustion of the following solids (determined by Stohmann) is expressed, not in terms of 
the molecular weight of the substance, but per unit of weight: CyH,,O;, cellulose, 4146 ; 
starch, 4123; dextrose, CgH,.0.4, 3692; cane sugar, C,.H».0,,, 3866 ; naphthalene, C,)Hg, 
9621; urea, CN.,H,O, 2465; white of eggs, 5579; dry rye bread, 4421; wheaten bread, 
4302; tallow, 9365; butter, 9192; linseed oil, 9323. 

II. The number of units of heat given out during the complete combustion and 
cooling of the following ordinary kinds of fuel in their usual state of dryness and purity 
are :—(1) for wood charcoal, anthracite, semi-anthracite, tarry coal and coke, from 7200 
to 8200; (2) for dry, long flaming coals, and the best brown coals, from 6200 to 6800; 
(3) for perfectly dry wood, 3500; hardly dry, 2500; (4) perfectly dry peat, best kind, 
4500; compressed and dried, 3000; (5) petroleum refuse and similar liquid hydro- 
carbons, about 11000 ; (6) illuminating yas of the ordinary composition (about 45 vols. 
H, 40 vols. CH,, 5 vols. CO, and 5 vols. N), about 12000; (7) generator gas (see next 
Chap.), containing 2 vols. carbonic anhydride, 80 vols. carbonic oxide, and 68 vols. 
nitrogen for one part by weight of the whole carbon burnt, 5800, and for one part 
by weight of the yas, 910, units of heat; and (8) water gas (see next Chap.) containing 
4 vols. carbonic anhydride, 8 vols. N., 24 vols. carbonic oxide, and 46 vols. Hy, for one 
part by weight of the carbon consumed in the generator 10900, and for one part by 
weight of the gas, 3600, units of heat. In these figures, as in all calorimetric observa- 
tions, the water produced by the combustion of the fuel is supposed to be liquid. As 
regards the temperature reached by the fuel, it is important to remark that for solid 
fuel it is indispensable to admit (to ensure complete combustion) twice the amount of 
air required, but liquid, pulverised fuel, and especially gaseous fuel, does not require an 
excess of air; therefore, a kilogram of charcoal, giving 8000 units of heat, requires about 
24 kilograms of air (3 kilograms of air per 1000 calories) and a kilogram of generator gas 
requires only 0°77 kilogram of air (0°85 kilo. of air per 1000 calories), 1 kilogram of water 
gas about 4°5 of air (1°25 kilos. of air per 1000 calories). 

Il. As one of the most important und extensive applications of combustible matter 
is the formation of steam and conversion of it into work, we will take as an example the 
calculation for a boiler burning per hour (= 3600 seconds) 100 kilograms of anthracite, 
giving out 4000 units of heat, and containing 0 p.c. C, 3 p.c. H, 3 p.c. O, and 4 p.c. of 
ash and nitrogen. For the combustion of 100 kilos. of such coal, giving 800 thousand 
units of heat, about 2400 kilos. (counting double the amount) of air will be required, 
therefore in the smoke there will be 2500 kilos., and as the specific heat of the products 
of combustion is about 0°25, so, taking the temperature of the smoke passing from 
anderneath the boiler, ¢ = 200° (higher than the temperature of the air), the smoke will 
carry off 125 thousand units of heat, and 187°5 units of heat per second will be communi- 
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puund containing the highest percentage of hydrogen (CH, contains 
25 per cent. of hydrogen), and at the same time it is the only 
hydrocarbon whose molecule contains a single atom of carton This 
saturated hydrocarbon, CH,, is called marsh-gas or methane. If vege- 
table or animal refuse suffers decomposition in a space where the air 
has not free access, or no access at all, then the decomposition is 
accompanied with the formation of marsh gas, and this either at an 
ordinary temperature, or at acomparatively much higher one. On this 
account plaints, when decomposing under water in marshes, give out 
this gas. It is well known that if the mud in bogs be stirred up, the act 
is accompanied with the evolution of a large quantity of gas bubbles ; 
these may, although slowly, also separate of their own accord. The 
gas which is evolved consists principally of marsh-gas.?? If wood, coal, 
or many other vegetable or animal substances are decomposed by the 
action of heat without access of air —that is, are subjected to dry dis- 
tillation—they, in addition to many other gaseous products of decom- 
position (carbonic anhydride, hydrogen, and various other substances), 
evolve a great deal of methane. Generally, the gas which is used for 
lighting purposes is obtained by this means, and, therefore, always 
contains marsh gas, mixed with hydrogen and other vapours and gases, 
although it is subsequently purified from many of them.*' As the 


cated to the boiler, and to the surrounding air. Subtracting 27°5 units of heat for 
radiation, we have 160 units of heat per second communicated to the water. If the 
pressure in the boiler be 5 atmospheres, t= 152° (page 54), and the temperature of the 
feed water 12°, then (the heat of warming and evaporation of 640 units of heat, see 
page 53) 0°25 kilo. of steam at 150° per second (900 kilos. per hour) will be produced. 
If this steam does its work without waste of any kind, and be condensed in the con- 
denser at 50°, then, according to the second law of the mechanical theory of heat, not. 
more in any case than 160 (150 — 50)+(150 + 273) or 37°8 units of heat, will be converted 
into work, which (according to the first law of the mechanical theory of heat) will equal 
424 x 37°8 or 15927 kilogrammetres of work per second, or 212 horse-power (one horse 
power =75 kilogrammetres per second). 

But as at least 35 p.c. (in the best machines) is lost in inevitable loss of heat and 
through friction, only about 140 horse-power can be obtained with the above-mentioned 
quantity of fuel in a steam-engine of excellent construction. Generally, 1 kilo. of coal 
per horse-power per hour is consumed in the best steam-engines (with expansion and 
condensation). Only in gas engines at present does the work of the fuel approach the 
theoretical limit. 

© It is easy to collect the gas which is evolved in marshy places if a glass bottle be 
inverted in the water and a funnel put into it (in water); if the mud of the bottom be 
now agitated, the bubbles which rise may be easily caught in the funnel. 

51 Illuminating gas is generally prepared by heating gas coal (see Note 6) in oval 
cylindrical horizontal cast-iron or clay retorts. Several such retorts BB (fig. 58) are 
disposed in the furnace A, and heated together. When the retorts are heated to a 
red heat, lumps of coal are thrown into them, and they are then closed with a closely- 
fitting cover. The illustration shows the furnace, with five retorts. Coke (see Note 
1, dry distillation) remains in the retorts, and the volatile products in the form of vapours 
and gases travel along the pipes d, rising from each retort. These pipes branch above 
the stove, and are hermetically sealed into the receiver f# (hydraulic main) placed above 
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decomposition of the organic matter, which forms coal, is still going on 
underground, the evolution of large quantities of marsh gas frequently 


the furnace. Those products of the dry distillation which most easily pass from the 
gaseous into the liquid and solid states collect in the hydraulic main. From the hydraulic 
main the vapours and gases travel along the pipe g and the series of vertical pipes 7 (which 
are sometimes cooled by water trickling over the surface), where the vapours and gases 
cool from the contact of the colder surface, and a fresh quantity of vapourcondenses. The 
condensed liquids pass from the pipes g and j and into the troughs H. These troughs 
always contain liquid at a constant level (the excess flowing away), so that the gas cannot 
escape, and thus forms, as it is termed, a hydraulic joint. In the state in which it leaves 
the condensers, the gas consists principally of the following vapours and gases: (1) vapour 
of water, (2) ammonium carbonate, (8) liquid hydrocarbons, (4) hydrogen sulphide, H,S, 
(5) carbonic anhydride, CO, (6) carbonic oxide, CO, (7) sulphurous anhydride, SO,, but a 
great part of the illuminating gas consists of (8) hydrogen, (9) marsh gas, (10) olefiant 
gas, C.H,, and other gaseous hydrocarbons. The hydrocarbons (3, 9, and 10), the hydrogen, 
and carbonic oxide are capable of combustion, and are useful component parts, but the 
carbonic anhydride, the hydrogen sulphide, and sulphurous anhydride, as well as the 
vapours of ammonium carbonate, form an injurious admixture, because they do not burn 
(CO, SO.) and lower the temperature and brilliancy of the flame, or else, although they 
are capable of burning, they give out during combustion sulphurous anhydride (for 
example, H.,8, CS,, and others), which has a disagreeable smell, is injurious when 
inhaled, and spoils many surrounding objects. In order to separate the injurious pro- 
ducts, the gas is washed with water, a cylinder (not shown in the illustration) filled with 
coke continually moistened with water serving for this purpose. The water coming into 
contact with the gas dissolves the ammonium carbonate; hydrogen sulphide, carbonic 
anhydride, and sulphurous anhydride, being only partly soluble in water, have to be got 
rid of by a special means. For this purpose the gas is passed through moist lime or 
another alkaline liquid, as the above-mentioned gases have acid properties and are 
therefore retained by the alkali. In the case of lime, calcium carbonate, sulphite and 
sulphide, all solid substances, are formed. It is necessary to renew the purifying 
material, as its absorbing power ceases. A mixture of lime and sulphate of iron, 
FeSO,, acts still better, because the latter, with lime, Ca(HO),, forms ferrous hydroxide, 
Fe(HO),, and gypsum, CaSO,. The suboxide (partly turning into oxide) of iron absorbs 
H,S, forming FeS and H,O, and the gypsum retains the remainder of the ammonia, 
the excess of lime absorbing carbonic anhydride and sulphuric anhydride. (In English 
works a native hydrated ferric hydroxide is used for removing hydrogen sulphide. ] 
This purification of the gas takes place in the apparatus L, where the gas passes through 
netting m, covered with sawdust mixed with lime and sulphate of iron. It is necessary 
to remark that in the manufacture of gas it is indispensable to draw off the vapours from 
the retorts, so that they should not remain there long (otherwise the hydrocarbons 
would in a considerable degree be resolved into charcoal and hydrogen), and also to avoid 
a great pressure of gas in the apparatus, otherwise a quantity of gas would escape at 
all cracks such as must inevitably exist in such a complicated arrangement. For 
this purpose there ure special pumps (exhausters) so regulated that they only pump off 
the quantity of gas formed (the pump is not shown in the illustration). The purified 
gas passes through the pipe n into the gasometer (gasholder) P, a dome made of iron 
plate. The edges of the dome dip into water poured into a ring-shaped channel g, in which 
the sides of the dome rise and fall. The gas is collected in this holder, and distributed 
to its destination by pipes communicating with the pipe o, issuing from the dome. The 
pressure of the dome on the gas enables it, on issuing from a long pipe, to penetrate 
through the small aperture of the burner. 100 kilograms of coal give about 20 to 80 cubic 
metres of gas, having a density from four to nine times greater than that of hydrogen. 
A cubic metre (1000 litres) of hydrogen weighs about 87 grams; therefore 100 kilograms 
of coal give about 18 kilograms of gas, or about one-sixth of its weight. Illuminating gas is 
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occurs in coal-mines.3?, When mixed with air it forms an explosive 
mixture, which forms one of the great dangers of coal mining, as 
subterranean work has always to be carried on by lamp-light. This 
danger is, however, overcome by the use of Humphry Davy’s safety 


generally lighter than marsh gas, as it contains a considerable amount of hydrogen, and is. 
only heavier than marsh gas when it contains much of the heavier hydrocarbons. Thus. 
olefiant gas, C.H,, is fourteen times, and the vapours of benzene thirty-nine times, heavier 
than hydrogen, and illuminating gas sometimes contains 15 p.c. of its volume of them. 
The brilliancy of the flame of the gas increases with the quantity of olefiant gas and 
similar heavy hydrocarbons, as it then contains more carbon for a given volume and a 
greater number of carbon particles are separated. Gas usually contains from 85 to 60 p.c. 
of its volume of marsh gas, from 80 to 50 p.c. of hydrogen, from 8 to 5 p.c. of carbonic 
oxide, from 2 to 10 p.c. heavy hydrocarbons, and from 8 to 10 p.c. of nitrogen. Wood 
gives almost the same sort of gas as coal, and almost the same quantity, but the wood 
gas contains a great deal of carbonic anhydride, and the vapours of water and tarry 
liquids, but on the other hand there is almost complete absence of sulphur compounds. 
Tar, oils, naphtha, and such like materials furnish a large quantity of good illuminating 
gas. An ordinary burner of 8 to 12 candle power burns 5 to 6 cubic feet of coal gas per 
hour, but only 1 cubic foot of naphtha gas. One pood (86 lbs. Eng.) of naphtha gives. 
500 cubic feet of gas—that is, one kilogram of naphtha produces about one cubic metre 
of gas. The formation of combustible gas by heating coal 
was discovered in the beginning of the last century, but 
only put into practice towards the end by Le-Bon in France 
and Murdoch in England. In England, Murdoch, together 
with the renowned Watt, built the first gas works in 1805. 
It is worthy of remark that 1 candle-power per hour en- 
tails a consumption of not less than 7 grams of coal gas, or 14 
grams of naphtha gas, whilst lamps consume but 4 grams of 
kerosene per candle-power, and ordinary-sized candles burn 
6-9 grams of stearin, wax, or paraffin, or 18 grams of 
tallow per hour. In practice illuminating gas is not only 
used for lighting (electricity and kerosene are cheaper in 
Russia), but also as the motive-power for gas engines (sce 
p. 172), which consume about half a cubic metre per horse- 
power per hour; gus is also used in laboratories for heating 
purposes. When it is necessary to concentrate the heat, 
either the ordinary blowpipe (fig. 59) is applied, placing 
the end in the flame and blowing through the mouthpiece ; 
or, in other forms, gas is passed through the blowpipe ; 
when a large, hot, smokeless flame is required for heating 
crucibles or glaes-blowing, a foot-blower is used. High 
temperatures, which are often required for laboratory and 
manufacturing purposes, are most easily attained by the 
use of gaseous fuel (illuminating gas, generator gas, and 
water gas, which will be treated of in the following chap- 
ter) because complete combustion may be effected without 
an excess of air. It is evident that for obtaining high tem- 


peratures means must be taken to diminish the loss of heat 


we Fru. 59.— Blowpipe. Air is 
by radiation. blown {n at the trumpet- 

3? The gas which is set free in coal mines contains n —shaped ge eee and 
good deal of nitrogen, some carbonic anhydride, and a large His Satin i alee te 
quantity of marsh gas. The best means of avoiding an the extremity of the side 


explosion consists in efficient ventilation. It is best to tube. 
light coal mines with electric lamps. 
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lamp.*? Sir Humphry Davy observed that on introducing a piece of wire 
gauze into a flame, it absorbs so much heat that combustion does not 
proceed beyond it (the unburnt gases which pass through it may be 
kindled on the other side). In accordance with this, the flame of the 
Davy lamp is surrounded with a thick glass (as shown in the drawing), 
and has no communication whatever with the explosive mixture except 
through a wire gauze which prevents it igniting the mixture of the 
inarsh-gas issuing from the coal with air. In some places, particularly 
in those districts where petroleum is found—as, for instance, near Baku, 
where a temple of the Indian fire-worshippers was built, and in 
Pennsylvania, and other places—marsh-gas in abundance issues from 
the earth, and it is used, like coal gas, for the purposes of lighting and 
warming.*4 Fairly pure marsh gas ** may be obtained by heating a 
mixture of an acetate with an alkali. Acetic acid, C,H,O,, on being 
heated is decomposed into marsh gas and earbonic anhydride, 
C,H ,O,=CH,+CO,. 

An alkali—for instance, NaHO-—gives with acetic acid a salt, 
C,H,NaO,, and on decomposition with excess of alkali, this retains 
carbonic anhydride, and forms a carbonate, Na,CO;, and marsh gas 
is formed. 


C,H,;Na0,+ NaHO=Na,CO,+CH, 


Marsh gas is difficult to liquefy ; it is almost insoluble in water, 
and is without taste or smell. The most important point in connection 
with its chemical reactions is that it does not combine directly with 


55 The Davy lamp is used for lighting coal and 
other mines where combustible gas is found. The 
wick of the lamp is enclosed in a thick glass 
cylinder, which is firmly held in a metallic holder. 
Over thisa metallic cylinder and the wire gauze are 
placed. The products of combustion pass through 
the gauze, and the air enters through the space 
between the cylinder and the wire gauze. To ensure 
greater safety the lamp cannot be opened without 
extinguishing the flame. ; 

3t In Pennsylvania (beyond the Alleghany moun- 
tains) many of the shafts sunk for petroleum only 
emitted gas, but many useful applications for it 
SS. were found, and it was conducted in metallic pipes 
—~ _ toworks hundreds of miles distant, principally for 
metallurgical purposes. 

“> The purest gas is prepared by mixing the 
: liquid substance called zinc methyl, Zn(CH3)a, with 
———— == water, when the following reaction occurs : 

Fic. 60.—Davy safety-lamp. 


Zn(CH5)2+ 2HOH = Zn(HO), + 2CHsH. 
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anything, whilst the other hydrocarbons which contain less hydrogen 
than expressed by the formula C,,H,,,, are capable of combining with 
\hydrogen, chlorine, certain acids, &c. ; 

Marsh gas is the only hydrocarbon which contains one atom of 
carbon in its molecule, 36 and stands, therefore, to that element in the 
same relation as water does to oxygen or ammonia to nitrogen. The mul- 
titude of hydrocarbons which carbon has the power of forming must be 
derived from this unique and simplest hydrocarbon. By arranging the 
molecules (and consequently equal volumes) in the fellowing order — 

- HH; OH,; NH,; CH,; 
HC] ; SH,; PH,: SiH, ; 

it is evident that hydrogen and chlorine are univalent, oxygen and 
sulphur bivalent, nitrogen and phosphorus trivalent, carbon and sili- 
con quadrivalent. And if the law of substitution gives a very simple 
explanation of the formation of hydrogen peroxide as a compound con- 
taining two aqueous residues (OH) (OH), then on the basis of this 
law all hydrocarbons ought to be derived from methane, CH, as being 
the simplest hydrocarbon. The increase in complexity of a molecule 
of methane is brought abeut by the faculty of mutual combination 
which exists in the atoms of carbon, and, as a consequence of the most 
detailed study of the subject, much of that which might be foreseen and 
conjectured from the law of substitution has been actually brought 
about in such manner as might have been predicted. Although this sub- 
ject, on account of its magnitude, appertains, as has been already stated, 
to the sphere of organic chemistry, yet it has been touched on here in 
order to show, although only in part, the best investigated example of the 
application of the law of substitution. According to this law, a mole- 
cule of methane, CH,, is capable of undergoing substitution in the four 
following ways :—(1) Methyl] substitution, when the radicle equivalent 
to hydrogen CH;, called methyl, replaces the hydrogen. In CH, this 
radicle is combined with H, and therefore can replace it, as (OH) re- 
places H because with it it gives water ; (2) methylene substitution, 
or the exchange between H, and CH, (this radicle is called methylene) 
is founded on a similar division of the molecule CH, into two equiva- 
lent parts, H, and CH, ; (3) acetylene substitution, or the exchange 
between CH on the one hand and H, on the other; and (4) carbon 
substitution—that is, the substitution of H, by an atom of carbon C, 
which is founded on the law of substitution similarly to the methyl 
substitution. These four cases of substitution render it possible to 
understand the principal relations of the hydrocarbons. For instance, 

% Methylene, CH, does not exist. When attempts are made to obtain it (for 
example, by removing X.. from CH,X.), C,H, or C3;H, are produced—that is to say, it 


undergoes polymerisation. 
VOL. I. AA 
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the Jair of eren numbers is seen from the fact that in all the cases of 
guistitution mentioned the hydrogen atoms increase or decrease by 
an even number; but, asin CH, they are likewise even, it follows that 
no matter how many substitutions they produce there will always be 
an even number of hydrogen atoms vltained. Indeed, when H is re- 
placed by CH, there ts an increase of CH,: when H, is replaced by 
CH, there is no increase of hydrogen : in the acetylene substitution 
CH replaces H., therefore there is an increase of C and a decrease of 
H,, ; in the carbon substitution there is a decrease of H,. Ina similar 
way the Jae of limit may be deduced as a corollary of the law of 
substitution. In fact, the largest possible quantity of hydrogen 
introduced corresponds with the methyl substitution, but it leads 
to the introduction of CH, ; therefore, no matter how many times this 
exchange may be etfected with CH,, and, denoting the number of times 
by (n—1), the result will always be CH,(n—1)(CH,), or C,H,.,, 
as the highest hydrogen compound. Unsaturated hydrocarbons, con- 
taining less hydrogen, are evidently only formed when the increase of 
the new molecule derived from methane proceeds from one of the other 
forms of substitution. When the methyl substitution alone takes place 
with methane, CH,, it is evident that the saturated hydrocarbon formed 
is C,H, or (CH;)(CH;).37 This is called ethane. Directly, by means 
of the methylene substitution alone, ethy/ene, C,H,, or (CH.) (CH,) may 
be obtained from CH,, and by the acetylene substitution, C,H, or 
(CH)(CH), or acetylene, both the latter being unsaturated hydro- 
carbons. Thus we have all the possible hydrocarbons with two atoms 
of carbon in the molecule, C,H,, ethane, C,H,, ethylene, and C,H,, 
acetylene. But with them, according to the law of substitution, the 
same forms of substitution may be repeated—that is, the methyl, 

37 Although the methods of formation and the reactions connected with hydrocarbons 
are not described in this work, because they are dealt with in organic chemistry, yet, in 
order to clearly show the mechanism of those transformations by which the carbon 
atoms are built up in the molecules of the carbon compounds, we here give a general 
example of reactions of this kind. From marsh gas, CHy, on the one hand, the substi- 
tution of chlorine or iodine, CH;Cl, CH3I, for the hydrogen may be effected, and, on the 
other hand, such metals as sodium may be substituted for the hydrogen, CHsNa. Such 
and other similar products of substitution are exceedingly characteristic of hydrocarbons, 
and serve as a means of obtaining other more complex substances from given carbon com- 
pounds. If we place the two above-named products of substitution of marsh gas (metallic 
and haloid) in mutual contact, the metal combines with the halogen, forming a very stable 


compound—namely, common salt or sodium chloride and the carbon-groups which were 
in combination with them separate in mutual combination, as shown by the equation : 


CH-;Cl + CH-Na= NaCl a C..Hy. 


This is the most simple example of the formation of a complex hydrocarbon from these 
radicles. The cause of the reaction must be sought for in the property which chlorine 
and sodium have of entering into mutual combination. 
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methylene, acetylene, and even carbon substitutions (because C,H, will 
still contain hydrogen when C replaces H,)—and therefore further sub- 
stitutions will serve as a source for the production of a set of saturated 
and unsaturated hydrocarbons, all containing more and more carbon 
in the molecule and, in the case of the acetylene substitution and 
carbon substitution, containing less and less hydrogen. Thus by 
means of the law of substitution we can foresee not only the limit 
C,,H,,42, but an unlimited number of unsaturated hydrocarbons, C,,H.,,, 
C,H,,-; ..-. C,H,(,_,,),) where m varies from 0 to n—1,% and 
where 7 increases indefinitely. From these facts not only does the 
existence of a multitude of polymeric hydrocarbons, differing in mole- 
cular weight, become evident, but it is also seen that there is a possi- 
bility of cases of isomerism with the same molecular weight. Already 
in the first unsaturated series C,H,, that polymerism so common to 
hydrocarbon compounds is apparent, because all the terms of this 
series C,H,, C3;H,, C,H, .... C3,He..... have one and the 
same composition CH,, but different molecular weights, as has been 
already explained in Chapter VII. (page 312). The differences in the 
vapour density, boiling points, and melting points, of the quanti- 
ties entering into reactions,®? and the means of preparation‘? also so 
clearly tally with the doctrine of polymerism, that this example will 
always be the clearest and most conclusive for the conception of 
polymerism and molecular weight. Such a case is also met with among 
other hydrocarbons. Thus benzene, C,H,, and cinnamene, C,H,, 
correspond with the composition of acetylene or to a compound of 
the composition CH.‘! The first boils at 81°, the second at 144° ; 


58 When m =n—1, we have the seriesC,H.,. The lowest member is acetylene, C,H). 
Amongst the hydrocarbons with C;, there ought to be two of the formula C;H), one 
with the structure CH,CCH, and the other CCH..C. But one of these is unknown. For 
C,H,, CHCCCH is known the diacetylene of v. Baeyer, an explosive, easily destructible, 
gaseous substance. Nothing more is known of the series C,H)». 

39 For instance, ethylene, C,H,, combines with Br, HI, H.SO,, as a whole molecule, 
as also does amylene, C.,Hy,y, and, in general, C,,H.,—that is, the reacting masses ure 
proportional to the molecular weight or 7, or to the density of the vapours (page 307). 

49 For instance, ethylene is obtained by removing the water from ethyl] alcohol, 
C..H;(OH), and amylene, C,Hjo, from amy! alcohol, C;H,,(OH), or in general C,,Hon from 
CnH2n4+1(OH). 

41 Acetylene and its polymerides have an empirical composition CH, ethylene and 
its homologues (and polymerides) CH., ethane CH;, methane CH,. This series presents 
x good example of the law of multiple proportions, but such diverse proportions are met 
with between the number of atoms of the carbon and hydrogen in the hydrocarbons 
wlready known that the accuracy of Dalton’s law might be doubted. Thus the difference 
in weight between the substances C3,H,. and Cs Hg is so slight that it is within the in- 
evitable errors of analysis, but their reactions and properties are so distinct that they 
can be distinguished beyond a doubt. Without Dalton’s law, chemistry could not have 
been brought to its present condition, but it cannot alone express all those shades which 
are quite clearly understood and predicted by the law of Avogadro-Gerhardt. 

AA 2 
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the specific gravity of the first is 0-899 ; that of the second, 0-925, at 
0°—that is, here also the boiling point rises with the increase of 
molecular weight, and so also, as might be expected, does the density. 
Cases of isomerism in the exact sense of the word-— that is, when, 
with an identity of composition and of molecular weight, the pro- 
perties of the substances are different—are very numerous among 
the hydrocarbons and their derivatives. Such cases are particularly 
important for the comprehension of molecular structure, and they 
also, like the polymerides, may be predicted from the above-mentioned 
conceptions, expressing the principles of the structure, of the carbon 
compounds ‘? based on the law of substitution. According to it, for 
example, it is evident that there can be no isomerism in the cases of 
the saturated hydrocarbons C,H, and C,H,, because the former is 
CH,, where methyl has taken the place of H, and as all parts of 
the hydrogen atoms of methane ought to be supposed to have the 
same relation to carbon, it is all the same which of them be subjected 
to the methyl substitution—the resulting product will only be ethane, 
CH,CH; ; ‘* and therefore the same argument applies in the case of 
propane, CH,;CH,CH;, where one compound only can be imagined. It 


42 The conception of the structure of hydrocarbon compounds—that is, the expression 
of thore unions and correlations which their atoms have in the molecules—was for a long 
time limited to the representation that organic substances contained complex radicles 
(for instance, ethyl C,H;, methyl CH;, phenyl CgH;, &c.); then about the year 1840 the 
phenomena of substitution and the correspondence of the products of substitution with 
the primary bodies (nuclei and types) were observed, but it was not until about the vear 
1860 and later when, on the one hand, the teaching of Gerhardt about molecules war 
spreading, and, on the other hand, the materials had accumulated for discussing the 
transformations of the simplest hydrocarbon compounds, that conjectures began to 
appear as to the mutual connection of the atoms of carbon in the molecules of the com- 
plex hydrocarbon compounds. Then Kekulé and A. M. Butleroff began to express the 
connection between the separate atoms of carbon, regarding it as a quadrivalent element. 
Although in their methods of expression and in some of their views they differ from each 
other, and also from the way in which the subject is treated in this work, yet the essence 
of the matter—namely, the comprehension of the causes of isomerism and of the union 
between the separate atoms of carbon—remains the same. In addition to this, starting 
from the yeur 1870, there appears a tendency, which from year to year increases, to dis- 
cover the actual spacial distribution of the atoms in the molecules. Thanks to the 
endeavours of Le Bel (1874), Van’t Hoff (1874), and Wislicenus (1487) in observing cases 
of isomerism —such as the effect of different isomerides on the direction of the rota- 
tion of the plane of polarisation of light—this tendency promises much for chemical 
mechanics, but the details of the still imperfect knowledge in relation to this matter 
must be sought for in special works devoted to organic chemistry. 

43 Direct experiment shows that however CHs5X is prepared (where X =for instance 
Cl, &c.) it is always one and the same. If, for instance, in CX,, Xis gradually replaced 
by hydrogen until CHsX is produced, or in CH, the hydrogen by various means is 
replaced by X, or else, for instance, if CH;X be obtained by the decomposition of more 
complex compounds, the same product is always obtained. 

This was shown in the year 1860, or there about, by many methods, and is the funda- 
mental conception of the structure of hydrocarbon compounds. If the atoms of hydro- 
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is to be expected, however, that there should be two butanes, C,H,,, 
and this is actually the case. In one methyl may be considered 
as replacing the hydrogen of one of the methyls, CH,;,CH,CH,CH,;, ; 
and in the other CH, may be considered as substituted for H in 


CH,, and there it will consist of CH;CH Cy;% It may be also re- 
3 


garded as methane, in which three of hydrogen are exchanged for 
three of methyl. On going further in the series it is evident that the 
number of possible isomerides will be still greater. But we have 
limited ourselves to the simplest examples, showing the possibility and 
actual existence of isomerides. C,H, and CH.CH, are, it is evident, 
identical, but there ought to be, and are, two hydrocarbons of the 
composition C,H,, propylene and trimethylene ; the first is ethylene 
CH,CH,, in. which one part of hydrogen is exchanged for methyl 
CH,CHCH,, and trimethylene is ethane, CH,CH3, only with the 
exchange of methylene for two hydrogen atoms from two methyl 


groups—that is, HOH," where the methyl introduced is united 
2 


to both the atoms of carbon existing in CH,CH,. It is evident 
that the cause of isomerism here is, on the one hand, the difference of 
the amount of hydrogen in union with the particular atoms of carbons, 
and, on the other, the different connection between the separate atoms 
of carbon. In the first case they may be said to be chained together 
(more generally to form ‘an open chain’), and in the second case, to be 
locked up (to form a ‘closed chain’ or ‘ring’). Here, also, it is easily 
understood that on increasing the quantity of carbon atoms the num- 
ber of conjectured and existing isomerides will greatly increase. If, 
also, in addition to the substitution of one of the radicles of methane 
for hydrogen a further exchange of part of the hydrogen for some of 
the other groups of elements X, Y ... . occurs, the quantity of 
possible isomerides still further increases in a considerable degree. 
For instance, there are even two possible isomerides for the derivatives 
of ethane, C,H, : if two parts of the hydrogen be exchanged for X,, one 


gen in methyl were not absolutely identical in value and position (as, for instance, in 
CH;CH,.CH;, or CHs3CH.X), then there would be as many different forms of CBsX 
as there were diversities in the atoms of hydrogen in CH,. The scope of this work does 
not permit of a more detailed account of this matter. It is given in works on organic 
chemistry. — 

4§ The union of carbon atoms in closed chains or rings was first suggested by Kekulé 
as an explanation of the structure and isomerism of the derivatives of benzene, C,H, 
forming aromatic compounds (Note 26). It is now incontestable, although the ques- 
tion of isomerism between the benzene derivatives cannot be considered as finally 
solved, that this closed connection exists, and gives a peculiar character to these com- 
pounds. 
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will have the ethylene structure, CH,XCH,.X, and the other an ethyl- 
idene structure, CH,CHX, ; such are, for instance, ethylene chloride, 
CH,CICH,Cl, and ethylidene chloride, CH,;CHCl,. And as in the 
place of the first part of hydrogen not only metals may be substi- 
tuted, but Cl, Br, I, (OH) the water radicle, (NH,) the ammonia radi- 
cle, (NO,) the radicle of nitric acid, &c., so also in exchange for two 
parts of hydrogen O, NH, 8, &c., may be substituted, whence it will be 
understood that the quantity of isomerides is sometimes very great. 
It is impossible here to describe how the isomerides are distinguished 
from each other, in what reactions they occur, how and when one 
changes into another, &c. ; for this, taken together with the descrip- 
tion of the hydrocarbons already known, and their derivatives, forms a 
most extended and most thoroughly investigated branch of chemistry, 
called organic chemistry. Enriched with a mass of closely-observed 
phenomena and _ sstrictly-deduced generalisations, this branch of 
chemistry has been treated separately for the reason that in it the 
hydrocarbon groups are subjected to transformations which are not 
met with in such quantity in dealing with any of the other elements 
or their hydrogen compounds. It was important for us to show that 
notwithstanding the great variety of the hydrocarbons and their 
products,’> they are all of them governed by the law of substitution, 
and referring our readers for detailed information to works on organic 
chemistry, we will limit ourselves to a short exposition of the properties 
of the two simplest unsaturated hydrocarbons : ethylene, CH,CH,, and 
acetylene, CHCH, andashort acquaintance with petroleum as the natural 
source of a mass of hydrocarbons. Ethylene, or olefiant gas, C,H,, is 

‘5 The following are the most generally known of the oxygenised but non-nitro- 
genous hydrocarbon derivatives. (1) The alcohols. These are hydrocarbons in which 
hydrogen is exchanged for hydroryl (OH). The simplest of these is methy)]-alcohol, 
CH;3(OH), or wood spirit obtained by the dry distillation of wood. The common spirits 
of wine or ethy! alcohol, C,H;(OH), and glycol, C,H,(OH),, correspond with ethane. 
Normal propy! alcohol, CH;CH.CH.(OH), and isopropy! alcohol, CH;CH(OH)CHs, pro- 
pylene-glycol, C;Hg(OH)., and glycerol, C;,H;(OH); (which, with stearic and other acids, 
forms fatty substances), correspond with propane, C;H ,. Allalcohols are capable of form. 
ing water and ethereal salts with acids, just as alkalis form ordinary salts. (2) Aldehydes 
are alcohols minus hydrogen; for instance, acetaldehyde, C,H,O, corresponds with ethyl 
alcohol. (3) It is simplest to regard organic acids as hydrocarbons in which hydrogen 
has been exchanged for carboxy! (CO,H), as will be explained in the following chapter. 
There are a number of intermediate compounds; for example, the aldehyde-alcohols, 
alcohol-acids (or hydroxy-acids), &c. Thus the hydroxy-acids are hydrocarbons in which 
some of the hydrogen has been replaced by hydroxyl, and some by carbozyl ; for 
instance, lactic acid corresponds with C.H¢, and has the constitution C.H,(OH)(CO,H). 
If to these products we add the haloid salts (where H is replaced by Cl, Br, I), the nitro- 
compounds containing NO, instead of H, the amides, cyanides, ketones, and other com- 
pounds, it will be readily seen what an immense nuinber of organic compounds there are 


and what a variety of properties these substances have ; this we see also from the com- 
position of plants and animals. 
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the lowest known member of the unsaturated hydrocarbon series of the 
composition C,H,,.. As in composition it is equal to two molecules of 
marsh gas deprived of two molecules of hydrogen, it is evident that it 
might be, and actually can, together with hydrogen, be produced, 
although but in small quantities, by heating marsh gas. On being 
heated, however, olefiant gas is decomposed into charcoal and marsh 
gas: C,H,=—CH,+C ; and therefore in those cases where marsh gas 
is produced by heating, olefiant gas, hydrogen, and charcoal will also be 
formed, although only in small quantities. The lower the temperature at 
which complex organic substances are heated, the greater the quantity 
of olefiant gas found in the gases given off; at a white heat it is en- 
tirely decomposed into charcoal and marsh gas. If coal, wood, and 
more particularly petroleum, tars and fatty substances are subjected to 
dry distillation, they give off illuminating gas, which contains more or 
less olefiant gas. 

Olefiant gas, almost free from other gases,‘© may be obtained 
from ordinary alcohol (if possible, free from water), if it be mixed with 
tive parts of strong sulphuric acid and the mixture heated to slightly 
above 100°. Under these conditions, the sulphuric acid removes the 
elements of water from the alcohol, C,H,(OH), and gives olefiant gas, 
C,H,O=H,0+C,H,. The greater molecular weight of olefiant gas 
compared with marsh gas points out that it may be comparatively 
easily converted into a liquid by means of pressure or great cold ; 
this may be effected, for example, by the evaporation of liquid nitrous 
oxide. Its absolute boiling-point is +10°, it boils at —103° (1 atmo- 
sphere), liqueties at 0°, at a pressure of 43 atmospheres, and solidifies 
ut —160°. Ethylene is colourless, has a slight ethereal smell, is slightly 
soluble in water, and somewhat more soluble in alcohol and in ether 
(in five volumes of spirit and six volumes of ether).‘? 

Like other unsaturated hydrocarbons, olefiant gas readily enters 


46 Ethylene bromide, C,H,Br., when gently heated in alcoholic solution with finely 
divided zinc, yields pure ethylene, the zinc merely taking up the bromine (Sabaneyeff). 

47 Ethylene decomposes somewhat easily under the influence of the electric spark, 
or a high temperature. In this case the volume of the gas formed may remain the 
same when olefiant gas is decomposed into carbon and marsh gas, or may increase to 
double its volume when hydrogen and carbon are formed, C,H,=-CH,+C=2C+ 2H). 
A mixture of olefiant gas and oxygen is highly explosive; two volumes of this gas require 
six volumes of oxygen for its perfect combustion. The eight volumes thus taken then 
resolve themselves into a mixture of eight volumes of the products of combustion, water and 
carbonic anhydride, C,H, +80, =2CO,+2H,0. On cooling, after the explosion, diminution 
of volume occurs because the water becomes liquid. For two volumes of the olefiant gas 
taken, the diminution will be equal to four volumes, and the same for marsh gas. The 
quantity of carbonic uuhydride formed by both gases is not the same. Two volumes of 
marsh gas give only two volumes of carbonic anhydride, and two volumes of ethylene give 
fonr volumes of carbonic anhydride (2CO,). 
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into combination with certain substances, such as chlorine, bromine, 
iodine, fuming sulphuric acid, or sulphuric anhydride. If olefiant. gas 
be sealed up with a small quantity of sulphuric. acid in a glass vessel, 
and be subjected to continued shaking (as, for instance, by suspending 
it from a moving part of a machine), the prolonged contact and repeated 
mixing causes the olefiant gas, little by little, to combine with the 
sulphuric acid, forming C,H,H.SO,. If, after this absorption, the 
sulphuric acid be diluted with water and distilled, alcohol separates, 
which is produced in this case by the olefiant gas combining with 
the elements of water, C,H,+H,O=C,H,O. In this reaction (Ber- 
thelot) we see an excellent example of the fact that if a given sub- 
stance, like olefiant gas, is produced by the decomposition of another, 
then in the reverse way this substance, entering into combination, is 
capable of forming the original substance—in our example, alcohol. 
Therefore the reaction, CH,CH.(OH)=H(OH)+CH,CH,, ought 
to be classed as a reversible reaction. In combination with various 
molecules, X,, ethylene gives saturated compounds, C,H,X,—that is, 
either CH,XCH,X, or CH,CHX., which correspond with ethane, 
CH ,CHs, or C,H,.*8 

Acetylene, C,H,=CHCH, is a gas; it was first prepared by 
Berthelot (1857). It has a very pungent smell, is characterised 
by its great constancy under the action of heat, and is the only 
product of the direct combination of carbon with hydrogen. This 
combination takes place under the action of great heat, such as is 
produced by a very strong electric current between carbon points. <A 
brilliant arc (voltaic) is then formed between the carbon electrodes, 
which contains particles of carbon passing from one pole to the other. 
If the carbons be surrounded with an atmosphere of hydrogen, the 
carbon in part combines with the hydrogen, forming C,H,. Acetylene 
may be formed from olefiant gas if two atoms of hydrogen be taken 
from it. This may be effected in the following way : the olefiant gas is first 
made to combine with bromine, giving C,H,Br, ; from this the hydro- 
bromic acid is taken by means of an alcoholic solution of caustic potash, 
leaving the volatile product C,H;Br ; and from this yet another part 
of hydrobromic acid is withdrawn by passing it through anhydrous 
alcohol in which metallic sodium has been dissolved, or by heating it 
with a strong alcoholic solution of caustic potash. Under these cir- 

48 The homologues of ethylene, C H.,, are also capable of direct combination with 
halogens, &c., but with various degrees of facility. The composition of these homologues 
can be expressed thus: (CH35),(CH,), (CH):C, where the sum of ++ is always an even 
number, and the sum of r+ z+7 1s equal to half the sum of 37 +2, whence z+ 2r=z; by 


this means the possible isomerides are determined. For example, for butylenes, C,Hg, 
(CH3)..(CH)a, (CH3}.(CH.)C, (CH,)(CH.,).CH, and (CH), are possible, 
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cumstances (Berthelot, Sawitsch, Miasnikotl) the alkali takes up the 
hydrobromic acid trom C,H,,,., Br, forming C,H,, »- 

Acetylene is’ also produced in all those cases where organic sub- 
stances are decomposed by the action of.a high temperature -for 
example, by dry distillation. On this account a certain quantity is 
always found in coal gas, and gives to it, at all events in part, its 
peculiar smell, but the quantity of acetylene in coal gas is very small. 
If the vapour of alcohol be passed through a heated tube a certain 
quantity of acetylene is formed. It is also produced by the imperfect 
combustion of oletiant and marsh gas-- for example, it the flame of 
coal gas has not free access to air.” The inner part of every flame 
contains gases in imperfect combustion, and in them some amount 
of acetylene. 

Acetvlene, being further removed than ethylene from the limit 
C,,H,,42 of hydrocarbon compounds, has a still greater faculty of combi- 
nation than is shown by olefiant gas, and therefore can be more readily 
separated from any mixture containing it. Actually, acetylene not only 
combines with one and two molecules of I,, HI, H,SO,, Cl., Br.,, 
&e. . . . (many other unsaturated hydrecarbons combine with them) but 
also with cuprous chloride, CuCl, forming a red-precipitate: If a gaseous 
mixture containing acetylene be passed through a solution of cuprous 
chloride (or AgNO,) and ammonia water, the other gases do not com- 
bine, but the acetylene gives a red precipitate (or gray with silver), 
which on being struck with a hammer decomposes with an explosion. 
This red precipitate gives off acetylene under the action of acids. 
In this manner pure acetylene may be produced. Acetylene and its 
homologues also readily react with corrosive sublimate, HgCl, (Kou- 
cheroff, Favorsky). Acetylene burns with a very brilliant flame, which 
is accounted for by the comparatively large amount of carbon it 
contains.”° 

The formation and existence in nature of large masses of petroleum 
or a mixture of liquid hydrocarbons, principally of the series C,H,,, 
and C,H.,,, is in most respects remarkable.*! In some mountainous dis- 


9 This is easily accomplished with those gas lamps which are used in laboratories 
and mentioned in the Introduction, page 11. In these lamps the wis is first mixed with 
air in a long tube, above which it is kindled, But if it be lighted inside the pipe it does 
not fully burn, but forms acetylene, on account of the cooling effect of the walls of the 
metallic tube; this is observed hy the smell, and may be shown by passing the 
issuing yas (by aid of ay aspirator) into an anmoniacal solution of cuprous chloride. 

4 Amongst the homologues of acetylene, CnHon 4, the lowest is C5H,; allylene, 
CH3CCH, and allene, CH.CCH., are known, but the closed structure, CH,(CH),, is 
anknown. 

51 The saturated hydrocarbons predominate in American’ petroleum, especially in 
its more volatile parts; in Buku naphtha the hydrocarbons of the composition C,H, form 
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tricts—as, for instance, by the slopes of the Caucasian chain, on inclines 
in a parallel direction to the chain-—an oily liquid issues from the earth 
together with salt water and hot gases (methane and others) ; it has a 
tarry smell, dark brown colour, and is lighter than water. This liquid 
is called naphtha or rock oil (petroleum), and is obtained in large quan- 
tities by making wells and deep bore-holes in those places where traces 
of naphtha are observed, the naphtha being sometimes thrown up from 
the wells in fountains of considerable height.*? The evolution of 
naphtha is always accompanied by salt water and marsh gas. Naphtha 
has from ancient times been worked in Russia in the Apsheron penin- 
sula near Baku, and is also now worked in Burmah (India), in Galicia 
near the Carpathians, and in America, especially in Pennsylvania and 
Canada. Naphtha does not consist of one definite hydrocarbon, but of 
a mixture of many, and its density, external appearance, and other 
qualities vary with the amount of the different hydrocarbons of which 
it is composed. The light kinds of naphtha have a specific gravity about. 
0-8 and the heavy kinds up to0°98. The former are very mobile liquids, 
and are more volatile ; the latter contain less of the volatile hydro-. 
carbons and are less mobile. When the light kinds of naphtha are dis- 
tilled the boiling point in the vapours constantly changes, beginning at 
0° and going up to above 350°. That which passes over first is a very 
mobile, colourless ethereal liquid, from which the hydrocarbons whose 
boiling points start from 0° may be extracted—namely, the hydrocarbons 
C,H,o, C,H). (which boils at 30°), C,H, (boils at 62°), C,H,, (boils 
about 90°), &c. Those fractions of the distillate of naphtha which boil 


the main part (Lisenko, Markovinkoff, Beilstein), but doubtless (Mendeléeff) it also con- 
tains saturated ones, C,H. n+ 2. The structure of the naphtha hydrocarbons is only known 
for the lower homologues, but doubtless the distinction between the hydrocarbons of the 
Pennsylvanian and Baku naphthas, boiling at the same temperature (after the requisite 
refining by repeated, methodical distillation, which can be very conveniently done by 
means of steam, passing the steam through the dense mass—that is, by means of rectifi- 
cation), depends not only on the predomination of saturated hydrocarbons in the 
former, and naphthenes, C,, H.a, in the latter, but also on the diversity of composition and 
structure of the corresponding portione of the distillation. The products of the Baku 
naphtha are richer in carbon (therefore, in a suitably constructed lamp they ought to give 
a brighter light), they are of greater specific gravity, and have greater internal friction 
(and are therefore more suitable for lubricating machinery) than the American products 
collected at the same temperature. 

5? The formation of naphtha fountains (which burst forth after the higher clay strata 
covering the layers of sand impregnated with naphtha have been bored through) is with- 
out doubt caused by the pressure or tension of the combustible hydrocarbon gases 
which accompany the naphtha, and are soluble in it under pressure. Sometimes these 
naphtha fountains reach a height of 100 metres—for instance, the fountain of 1887, near 
Baku. Naphtha fountains generally act periodically, and their force diminishes with the 
lapse of time, which might be expected, because the gases which cause the fountains find 
an outlet, and the naphtha issuing from the bore-hole carries away the sand which was 
partially choking it up. 
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above 130°, and contain hydrocarbons with Cg, Cio, C,,, &e., enter into 
the composition of the oily substance, universally used for lighting, 
called kerosene or photogen or photonaphthalene and other names. The 
specific gravitv of kerosene is from 0°78 to 0°84, and it smells like 
naphtha, Those products of the distillation of naphtha which pass off 
below 130° and have a specific gravity below 0°75, enter into the com- 
position of light petroleum (benzoline, ligroin, petroleum spirit, cc.) ; 
which is used as a solvent for india-rubber, for taking out grease spots, 
&c. Those portions of naphtha (which can only be distilled without 
change by means of superheated steam, otherwise they are largely decom- 
posed) which boil above 275° to 300° and have a specific gravity higher 
than 0-85, form an excellent oil,®® safe as regards infammability (which 
is very important as diminishing the risks of fire), and may be used 
in lamps as an effective substitute for kerosene.*4 Those portions of 
naphtha which pass over at a still higher temperature and have a higher 
specific gravity than 0-9, which are found in abundance (about 30 p.c.) in 
the Baku naphtha, make excellent lubricating or machine oils. Naphtha 


5 This is a so-called intermediate (between kerosene and lubricating oils) oil or pyro- 
napht. Lamps are already being manufactured for burning it, but still require improve- 
ment. Above all, however, it requires a more extended market, ahd at present is likely 
to want it owing to the following two reasons: (1) The products of the American petro- 
leum, which are the most widely spread and almost universally consumed, contain but 
. little of this intermediate oil, and what there is is partly introduced into the kerosene and 
partly into the lubricating oils; (2) the Baku naphtha, which is capable of yielding a 
great deal (up to 30 p.c.) of intermediate oil, 1s produced in enormous quantities, about 165 
million poods (1887), but has no regular markets abroad, and for the consumption in 
Russia (about 20 million poods of kerosene per annum) and for the limited export 
(20 millions poods per annum) into Western Europe (by the Trans-Caucasian Rail- 
way) those volatile and more dangerous parts of the naphtha which enter into the composi- 
tion of the American petroleum are sufficient, because Baku naphtha fields about 20 p.c of 
such kerosene. For this reason pyronapht is not manufactured in sufficient quantities, and 
the whole world is consuming the unsafe kerosene. When a pipe line has been laid from 
Baku to the Black Sea (in America there are many which carry the raw naphtha to the 
sea-shore, where it is made into kerosene and other products) then the whole mass of the 
Baku naphtha will furnish safe illuminating oils, which, without doubt, will find an 
immense application. <A mixture of the intermediate oil with kerosene or Baku oil (spe- 
cific gravity 0°34 to 0°85) may be considered (on removing the benzoline) to be the best 
illuminating oil, because it is safe (flashing point from 40° to 60°), cheaper (Baku naphtha 
gives as much as 60 p.c. of Baku oil), and burns perfectly well in lamps, differing 
but little from those made for burning American kerosene (unsafe, flashing point 
20° to 25° to 30°). 

4 The substitution of Baku pyronapht, or intermediate oil, or Baku oil (see Note 
53), would not only be a great advantage as regards safety from fire, but would also be 
highly economical. A ton (62 poods) of American crude petroleum costs there at the 
coast considerably more than 24s. (12 roubles), and yields two-thirds of a ton of 
kerosene suitable for ordinary lamps. A ton of raw naphtha in Baku costs less than 
48. (1 rouble 80 copecks), and with a pipe line to the shore of the Black Sea would not 
cost more than 8 roubles, or 163, And a ton of Baku naphtha will also yield as much as 
two-thirds of a ton of kerosene, Baku oil, and pyronapht suitable for illuminating 
purposes. 
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has many important applications, and the naphtha industry is now of 
greay commercial importance, especially as naphtha and its refuse may 
be used as fuel.*> Whether naphtha was formed from organic matter is 
very doubtful, as it is found-in the most ancient Silurian strata which 
correspond with epochs of the earth’s existence when there was little 
organic matter ; it could not penetrate from the higher to the lower 
strata (more ancient) as it floats on water (and water penetrates 
through all strata). It therefore tends to rise to the surface of the earth, 
and it is always found in highlands parallel to the direction of the 
mountains.°®© It is much more probable that its formation should be 
attributed to the action of water, penetrating through the crevices 
formed on the mountain slopes to the heart of the earth, on that ker- 
nel of heated metallic matter which must be accepted as existing in 
the interior of the earth. And as meteoric iron often contains carbon 
(like cast iron), so, accepting the existence of such carburetted iron 
at unattainable depths in the interior of the earth, it may be sup- 


“> Naphtha has been applied to heating purposes on a large scale in Russia only, not 
only on account of the low cost of naphtha and of the refuse from the preparation of 
kerosene, but also because the products of all the Baku naphtha do not find an outlet 
for universal consumption. Naphtha itself and its various residues form excellent fuel, 
_ burning without smoke and giving a high temperature (steel and iron may be easily 
melted in the flame). A hundred poods of good coal (for instance, Don coal) used as 
fuel for heating boilers are equivalent to 36 cubic feet (about 250 poods) of dry wood, 
while only 70 poods of naphtha will be required; and, moreover, there is no need for 
stoking, as the liquid can be readily and evenly supplied in the required quantity. The 
economical and other questions dealing with American and Baku petroleums have been 
discussed more in detail in some separate works of mine (D. Mendeléeff): (1) ‘The 
Naphtha Industry of Pennsylvania and the Caucasus,’ 1870; (2) ‘Where to Build 
Naphtha Works,’ 1880; (3) ‘On the Naphtha Question,’ 1883; (4) ‘The Baku Naphtha 
Question,’ 1486. 

6 Ags during the process of the dry distillation of wood, seaweed, and similar vege- 
table débris, and alxo when fats are decomposed by the action of heat (in closed vessels), 
hydrocarbons similar to those of naphtha are formed, it was natural that this should 
have been turned to account to explain the formation of the latter. But the hypothesis 
of the formation of naphtha from vegetable débris inevitably assumes coal to be the 
chief element of decomposition, and naphtha is met with in Pennsylvania and Canada, in 
the Silurian and Devonian strata, which do not contain coal, and correspond to an epoch 
not abounding in organic matter. Coal was formed from the vegetable débris of the 
Carboniferous, Jurassic, and other recent strata, but, judging from the composition and 
structure, it was subjected to the same decomposition as peat; neither could hquid 
hydrocarbons have been formed to such an extent as we see in naphtha. If we ascribe 
the derivation of naphtha to the decomposition of fat (adipose, animal fat), we encounter 
three almost insuperable difficulties: (1) Animal remains would furnish a great deal of 
nitrogenous matter, whilst there is but very little in naphtha ; (2) the enormous 
quantity of naphtha already discovered as compared with the insignificant amount of fat 
in the animal carcase ; (3) the sources of naphtha always running parallel to mountain 
chains is completely inexplicable. Being struck with this last-inentioned circumstance 
in Pennsylvania, and finding that the sources in the Caucasus surround the whole 
Caucasian range (Baku, Tiflis, Gouria, Kouban, Taman, Groznoe, Dagestan), I developed 
in 1876 the hypothesis of the mineral origin of naphtha expounded further on. 
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posed that naphtha was produced by the action of water penetrating 
through the crevices of the strata during the upheaval of mountain 
chains,*’ because water with iron carbide ought to give iron oxide 
and hydrocarbons.*® Direct experiment proves that the so-called 
spiegeleisen (manganiferous iron, rich in chemically-combined car- 
hon) when treated with acids gives liquid hydrocarbons,*® which in 


5? During the upheaval of mountain ranges crevasses would be formed at the peaks 
with openings upwards, and at the foot of the mountains with openings downwards. 
These cracks in course of time fill up, but the younger the mountains (the Alleghany 
mountains are, without doubt, more recent; they were formed during the tertiary epoch) 
the fresher the cracks; through them water must gain access deep into the recesses of 
the earth to un extent that could not occur on the level (on plains). The situation of 
naphtha at the foot of mountain chains is the principal argument in my hypothesis. 

Another fundamental reason is the consideration of the mean density of the earth. 
Cavendish, Airy, Cornu, and many others who have investigated the subject by various 
methods, found that, taking water =1, the mean density of the earth is nearly 5°5. As 
at the surface water and all rocks (sand, clay, limestone, granite, &c.) have a density less 
than 3, it is evident (as solid substances ure but slightly compressible even under the 
greatest pressure) that inside the earth there are substances of a greater density— 
namely, not less than 7 or 8. What conclusion can then be arrived at? Something 
heavy contained in the bosom of the earth must be scattered not only on its surface, but 
in the whole solar system, because everything tends to show that the sun and planets 
proceed from the same material, and, according to the hypothesis of Laplace and Kant, 
it is most probable, and even ought to be held, that the earth and planets are but frag- 
ments of the solar atmosphere which have had time to cool considerably and become 
inasses semi-liquid inside and solid outside, forming planets and satellites. The sun, 
amongst other heavy elements, contains a great deal of iron, as shown by spectrum 
analysis. There is also much of it in an oxidised condition on the surface of the earth. 
Meteoric stones, carried us fragments of the planets in the solar system and sometimes 
falling upon the earth, consisting of siliceous rocks similar to terrestrial ones, often con- 
tain either dense masses of iron (for example, the Pallosovo iron preserved in the St. 
Petersburg Academy of Sciences) or granular masses (for instance, the Okhansk meteo- 
rite of 1886). For this reason it is possible that the interior of the earth contains much 
iron in a metallic state. This might be expected from the hypothesis of Laplace, for 
the iron must have been compressed into a liquid at that period when the other coim- 
ponent parts of the earth were still strongly heated, and oxides of iron could not yet be 
formed. The iron was covered with slags (mixtures of silicates, like glass fused 
together with rocky matter), which did not allow it to burn at the expense of the oxygen 
of the atmosphere and water, just at that time when the temperature of the earth was 
very high. Carbon was in the same state; its oxides were also capable of dissociation 
(Deville); it is alxo but slightly volatile, and has an affinity for iron, and iron carbide is 
found in meteoric stones. On this account the supposition of the existence of iron 
carbides in the interior of the earth was drawn by me from many indications, some of 
which are confirmed by the fact that granular pieces of iron have been found in some 
basalts (ancient lava) as well as in meteoric stones. 

38 The following is the typical equation for this formation : 

8Fem Cn + 4nH,O = mFes0, (magnetic oxide) + Cs, Hyw. 

59 Cloez investigated the hydrocarbons formed when cast-iron is dissolved in hydro- 
chforic acid, and found C,H.» and others. I treated crystalline manganiferous cast-iron 
with the same acid, and obtained a liquid mixture of hydrocarbons exactly similar to 
natural naphtha in taste, smell,and reaction. The occurrence of iron with carbon during 
the formation of the earth is all the more probable because those elements predominate 
in nature which have sinall atomic weights, and among them the most widely-diffused, 
the most difficultly-fusible, and therefore the most easily-condensed (Chap. XV.) are 
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composition, appearance, and properties are completely identical with 
naphtha. 


carbon and iron. They passed into the liquid state when all compounds were at a tem- 
perature of dissociation. 

69 Probably naphtha was produced during the upheaval of all mountain chains, but 
only in some cases were the conditions favourable to its being preserved underground. 
The water penetrating below formed there a mixture of naphtha and watery vapours, 
and this mixture issued through fissures to the cold paris of the earth’s crust. The 
naphtha vapours, on condensing, formed naphtha, which, if there were no obstacles, 
appeared on the surface of land and water. Here part of it soaked through formations 
(perhaps the bituminous slates, schists, domites, &c., were thus formed), another part 
was carried away on the water, became oxidised, evaporated, and was driven to the 
shores (the Caucasian naphtha probably in this way, during the existence of the Aralo- 
Caspian sea, was carried as far as the Sisran banks of the Volga, where many strata are 
impregnated with naphtha and products of its oxidation resembling asphalt and pitch); 
a great part of it was burnt in one way or another—that is, gives carbonic anhydride and 
water. If the mixture of vapours, water, and naphtha formed inside the earth had no 
free outlet to the surface, if nevertheless would find its way through fissures to the 
superior and colder strata, and there become condensed. Some of the formations (clays) 
which do not absorb naphtha were only washed away by the warm Water, and formed 
mud, which we also now observe issuing from the earth in the form of mud volcanoes. 
All the suburbs of Baku and the whole of the Caucasus in the neighbourhood of the 
naphtha districts are full of such volcanoes, still from time to time in a state of eruption. 
In old naphtha beds (such as the Pennsylvanian) even these blow-holes are closed, and 
the mud volcanoes have had time to be washed away. The naphtha and the gaseous 
hydrocarbons formed with it under the pressure of the overlying earth and water im- 
pregnated the layers of sand, which are capable of absorbing a great quantity af such 
liquid, and if above this there were strata impermeable to naphtha (dense, clayey, damp 
strata) the naphtha would accumulate in them. It is thus preserved from remote geo- 
logical periods up to the present day, compressed and dissolved under the pressure of 
the gases which burst out in places forming naphtha fountains. If this be granted, it 
may be thought that in the comparatively new (geologically speaking) mountain chains, 
such as the Caucasian, naphtha is even now being formed. Such a supposition 
may explain the remarkable fact that, in Pennsylvania, localities where naphtha had 
been rapidly worked for five years have become exhausted, and it becomes necessary to 
constantly have recourse to sinking new wells in fresh places. Thus, from the year 1859, 
the workings were gradually transferred along a line running parallel to the Alleghany 
mountains for a distance of more than 200 miles, whilst in Baku the industry dates 
from time immemorial (the Persians worked near the village of Ballaghana) and up to the 
present time keeps to one and the same place. The amounts of the Pennsylvanian and 
Baku annual outputs are at present equal—namely, about 150 million poods (24 million 
tons). It may be that the Baku beds, as being of more recent geological formation, are 
not so exhausted by nature as those of Pennsylvania, and perhaps in the neighbourhood 
of Baku naphtha is still being formed, which is partially indicated by the continued 
activity of the mud volcanoes. As many Varieties of naphtha contain in solution solid, 
slightly volatile hydrocarbons like paraffin and mineral wax, the production of ozocerite, 
or mountain wax, is accounted for in conjunction with the formation of naphtha. 
Ozocerite is found in Galicia, also in the neighbourhood of Novorossisk, in the Caucasus, 
and on the islands of the Caspian Sea (particularly in the Chileken and Holy Islands) ; 
it is met with in large masses, and is used for the production of paraffin and ceresene, 
for the manufacture of candles, and similar purposes. 

As the naphtha treasures of the Caucasus are hardly broached (near Baku and near 
Kouban and Novorossisk), and as naphtha finds manifold uses, the subject presents 
most interesting features to chemists and geologists, and is worthy of the close atten- 
tion of practical men. 
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CHAPTER IX 
COMPOUNDS OF CARBON WITH OXYGEN AND NITROGEN 


CaRBONIC anhydride (or carbonic acid or carbon dioxide, CO,) was 
the first of all gases distinguished from atmospheric air. Paracelsus 
and Van Helmont, in the sixteenth century, knew that on heating 
limestone a particular gas separated, which is also formed during the 
alcoholic fermentation of saccharine solutions (for instance, in the 
manufacture of wine) ; they knew that it was identical with the gas 
which is produced by the combustion of charcoal, and that in some 
cases it is found in nature. In course of time it was found that this 
gas is absorbed by alkali and saturates it, forming a salt which, under 
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Fia. 61.—Dumas and Stas’ apparatus for determining the composition of carbonic anhydride. 
Carbon, graphite, or a diamond is placed in the tube EF in the furnace, and heated in a stream of 
oxyyen displaced from the bottle by water dowing from A. The oxygen is purified from carbonic 
abphydride and water in the tubes BC D. Carbonic anhydride, together with a certain amount of 
carbon monoxide, is formed in FE, The latter is converted into carbonic acid by passing the pro- 
ducts of combustion through a tube F, containing cupric oxide heated in a furnace. The cupric 
oxide oxidises this CO into CO,, forming metallic copper. The potash bulbs H and tubes I, J, 
K retain the carbonic anhydride. Thus, knowing the weight of carbon taken and the weight of 
the resultant carbonic anhydride (by weighing H, I, J, K before and after the experiment), the 
composition of carbonic anhydride and the equivalent of carbon may be determined. 


the action of acid, again yields this same gas. Priestley found that 
this gas exists in air, and Lavoisier determined its formation during 
respiration, combustion, putrefaction, and during the reduction of 
metals by charcoal ; he determined its composition, and showed that it 
only contains oxygen and carbon. Berzelius, Dumas with Stas, and 
Roscoe, determined its composition, showing that it contains twelve 
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parts of carbon to thirty-two of oxygen. The composition by volume 
of this gas is determined from the fact that during the combustion of 
charcoal in oxygen, the volume remains unchanged; that 1s to say, 
carbonic anhydride occupies the same volume as the oxygen which it 
contains —that is, the atoms of the carbon are, so to speak, squeezed in 
between the atoms of the oxygen. O, occupies two volumes and is a 
molecule of ordinary oxygen; CO, likewise occupies two volumes, and 
expresses the composition and molecular weight of the gas. Carbonic 
anhydride exists in nature, both in a free state and in the most varied 
compounds. In a free state it is always contained (Chap V.) in the 
air, and in solution is in all kinds of water. It is evolved from vol- 
canoes, from mountain fissures, and in some caves. The well known 
Dog grotto, near Agnano on the bay of Baiz, near Naples, is the 
best known example of such an evolution. Similar sources of carbonic 
anhydride are also found in other places. In France, for instance, 
there is a well-known poisonous fountain in Auvergne. It is a round 
hole, surrounded with luxurious vegetation and constantly evolving 
carbonic anhydride. In the woods surrounding the Lacher See, near 
the Rhine, in the neighbourhood of extinct volcanoes, there is a de- 
pression constantly filled with this same gas. The insects which fly to 
this place perish, animals being unable to breathe this gas. The birds 
chasing the insects also die, and this is turned to profit by the local 
peasantry. Many mineral springs carry into the air enormous quan- 
tities of this gas. Vichy in France, Spriidel in Germany, and Narzan 
in Russia (in Kislovodsk near Piatigorsk) are known for their car- 
bonated gaseous waters. Much of this gas is also evolved in mines, 
cellars, diggings, and wells. For this reason sometimes people descend- 
ing into such places are suffocated and die. The evolution of carbonic 
anhydride in the earth is accounted for by the slow oxidation of 
organic matter underground. The combustion, putrefaction, and fer- 
mentation of organic substances give rise to the formation of carbonic 
anhydride. It is also introduced into the atmosphere during the respi- 
ration of animals at all times and during the respiration of plants 
in darkness and also during their growth. Very simple experiments 
prove the formation of carbonic anhydride under these circumstances ; 
thus, for example, if the air expelled from the lungs be passed 
through a glass tube into a transparent solution of lime (or baryta) 
in water a white precipitate will soon be formed which contains an 
insoluble compound of lime and carbonic anhydride. If a funnel 
be held over a substance in a state of combustion—for instance, 
over a lighted candle or brazier—and the air be collected from it by 
means of an aspirator, the presence of a large amount of carbonic 
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anhydride in this air may be detected by its action on lime water. 
By allowing the seeds of plants to grow under a bell jar, or in a 
closed vessel, the formation of carbonic anhydride may be similarly 
confirmed. By forcing an animal, for instance a mouse, to remain 
under a bell jar, the quantity of carbonic acid which it evolves may 
be exactly determined, and it will be found to be many grams per day 
for a mouse. Such experiments on the respiration of animals have 
been also made with great exactitude with large animals, such as 
men, bulls, sheep, &c. By means of enormous hermetically-closed bell 
receivers and the analysis of the gases evolved during respiration it 
was found that a man expels about 900 grams (more than two 
pounds) of carbonic anhydride per diem, and absorbs during this time 
700 grams of oxygen.' It must be remarked that the carbonic anhy- 


! The quantity of carbonic acid gas exhaled by a man during the twenty-four hours 
is not evenly distributed; during.the night more oxygen is taken in than during the 
day (by night, in twelve hours, about 450 grams), and more carbonic anhydride is sepa- 
rated by day than during night-time and repose; thus, of the 900 grams separated 
during the twenty-four hours about 875 are given out during the night and 525 by day. 
This depends on the separation of carbonic anhydride during any kind of work per- 
formed by the man. During the day-time his activity in many respects is comparatively 
greater than by night. Every movement is the result of some change of matter, because 
force cannot be produced by itself (in accordance with the law of the conservation of 
energy). Proportionally to the amount of carbon consumed an amount of force is stored 
up in the organism and is consumed in the various movements performed by animals. 
This is proved by the fact that during work-time, in twelve hours, a man exhales 900 
grams of carbonic anhydride instead of 525, absorbing the same amount of oxygen as 
before. In a working day a man exhales by night almost the same amount of carbonic 
anhydride as in a day of rest, so that during a total twenty-four hours’ work a man 
exhales about 1300 grams of carbonic anhydride and absorbs about 950 grams of 
cxygen. Therefore in work the change of matter increases. The carbon expended on the 
work is obtained from the food; on this account the food of animals ought certainly to 
contain carbonaceous substances capable of dissolving under the action of the digestive 
fluids, and of passing into the blood, or, in other words, capable of being digested. Such 
food for man and all other animals is formed of vegetable matter, or of parts of other 
animals. The latter in every case obtain their carbonaceous matter from plants, in 
which if is formed by the separation of the carbon from the carbonic anhydride taken up 
during the day by the respiration of the plants. The green parts of plants during the 
day absorb the carbonic anhydride of the air, and find it ample notwithstanding the 
small proportion of it in the air, and give out oxygen. The volume of the oxygen exhaled 
is almost equal to the volume of the carbonic anhydride absorbed ; that is to say, nearly 
all the oxygen entering into the plant in the form of carbonic anhydride is separated in 
a free state, whilst the carbon from the carbonic anhydride remains in the plant. At 
the same time, the plant absorbs moisture by its leaves and roots. By a process which 
is unknown to us, this absorbed moisture and carbon remaining from the carbonic acid 
enter into the composition of the plants in the form of so-called carbohydrates, com- 
posing the greater part of the vegetable tissues, starch and cellulose of the composition 
C,H 00; being representatives of them. We may represent their composition as a com- 
pound of carbon remaining from carbonic acid and water, 6C+5H,0O. In this way a 
circulation of the carbon goes on in nature by means of vegetable and animal organisms, 
in which changes the principal item is the carbonic anhydride of the air. 
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dride of the air constitutes the fundamental food of plants (Chaps. ITI., 
V., and VIITI.). Carbonic anhydride, in a state of combination with 
most varied substances, is perhaps even more widely diffused in nature 
than in a free state. Some of these substances are very stable, 
and form a large portion of the earth’s crust. In this state carbonic 
anhydride enters into the composition of limestones. Limestones, 
calcium carbonate CaCO,, were formed as precipitates in the seas 
existing previously on the earth; this is proved by their stratified 
structure and the number of remains of sea animals which they 
frequently contain. It may be concluded, judging from the enormous 
quantity of these limestones, that the amount of carbon in the form of 
carbonic anhydride in the atmosphere was in former periods much 
greater than at present. Chalk, lithographic stone, limestone, marls (a 
mixture of limestone and clay), and many otlier rocks are examples of 
such sedimentary formations. Carbonates with various other bases— 
such as, for instance, magnesia, ferrous oxide, zinc oxide, &c.—are 
often found in nature. The shells of molluscs have also the composi- 
tion CaCO,, and many limestones were exclusively formed from the 
shells of minute organisms. 

For the preparation of carbonic anhydride in laboratories and 
often in manufactories, various kinds of calcium carbonate are used, 
being treated with some acid ; it is, however, most usual to employ 
the so-called muriatic acid—that is, an aqueous solution of hydro- 
chloric acid, HCl—because, in the first place, the substance formed, 
calcium chloride, CaCl,, is soluble in water and does not hinder the 
further action of the acid on the calcium carbonate, and secondly 
because, as we shall see further on, muriatic acid is a common product 
of chemical works and one of the cheapest. For calcium carbonate, 
either limestone, chalk, or marble is used.? 


CaCO, + 2HCl=CaCl, + H,O + CO,. 


? Other acids may be used instead of hydrochloric; for instance, acetic, or even 
sulphuric, although this latter is not suitable, because it forms as a product insoluble 
calcium sulphate (gypsum) surrounding the untouched calcium carbonate, and thus pre- 
venting a further evolution of gas. But if porous limestone—for instance, chalk—be 
treated with sulphuric acid diluted with an equal volume of water, the latter is absorbed, 
and, acting on the mass of the salt, the evolution of carbonic anhydride continues evenly 
for a long time. Instead of calcium carbonate, other carbonates may of course be used ; 
for instance, washing-soda Na,CO3;, which is often chosen when it is required to produce a 
rapid stream of carbonic anhydride (for example, for liquefying it). But natural crystal- 
line magnesium carbonate and similar salts are with difficulty decomposed by hydro- 
chloric and sulphuric acids. When for manufacturing purposes—for instance, in pre- 
cipitating lime in sugar-works—a large quantity of carbonic acid gas is required ; 
generally charcoal is burnt, and the products of combustion, rich in carbonic anhydride, 
are pumped into the liquid containing the lime, and the carbonic anhydride is thus 
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The nature of the reaction in this case is the same as in the decom- 
position of nitre by sulphuric acid ; only in the latter case a hydrate is 
formed, but in the former an anhydride of the acid, because the 
hydrate, carbonic acid, H,CO;, is unstable and, as soon as it separates, 
decomposes into water and its own anhydride. It is evident from the 
explanation of the cause of the action of sulphuric acid on nitre that 
not every acid can be employed for obtaining carbonic anhydride ; 
namely, those will not set it free which chemically are but slightly 
energetic, or those which are insoluble in water, or are themselves as 
volatile as carbonic anhydride.* But as almost all the known acids 
are characterised by their great solubility in water and are less volatile 
than carbonic anhydride, the latter is evolved by the action of most 
acids on its salts, and this reaction takes place at ordinary tempera- 
tures, provided the acid be soluble in water and that the calcium salt 
formed is also soluble in water.‘ 

For the preparation of carbonic anhydride in laboratories marble is 
generally used. It is placed in a Woulfe’s bottle and treated with hydro- 
chloric acid in an apparatus similar to the one used for the production 
of hydrogen. The gas evolved carries away through the tube part of 
the volatile hydrochloric acid, and it is therefore necessary to wash the 
gas by passing it through another Woulfe’s bottle containing water. If 


absorbed. Another method is also practised, which consists in using the carbonic 
anhydride separated during fermentation, or that evolved from lime-kilns. During the 
fermentation of sweet-wort, grape-juice, and other similar saccharine solutions, the 
glucose CgH,.0, changes under the influence of the yeast organism, forming alcohol 
(2C2H,O) and carbonic anhydride (2CO.), which separates in the form of gas; if the 
fermentation proceeds in closed bottles sparkling wine is obtained, When carbonic 
acid gas is prepared for saturating water and other beverages it is necessary to use it 
in a pure state. Whilst in the state in which it is evolved from ordinary limestones by 
the aid of acids it contains, besides a certain quantity of acid, the organic matters 
of the limestone; in order to diminish the quantity of these substances the densest 
kinds of dolomites are used, which contain less organic matter, and the gas formed 
is passed through various washing apparatus, and then through a solution of potas- 
sium permanganate, which absorbs organic matter and does not take up carbonic 
anhydride. 

3 Hypochlorous acid, HCI1O, and its anhydride, Cl.O, do not displace carbonic acid, and 
hydrogen sulphide has the same relation to carbonic acid as nitric acid to hydrochloric— 
an excess of either one displaces the other. 

4 Thus, in preparing the ordinary effervescing powders, sodium bicarbonate (or 
acid carbonate of soda) is used, and mixed with powdered citric or tartaric acid. In a 
dry state these powders do not evolve carbonic anhydride, but when mixed with water the 
evolution takes place briskly, which is due to the substance passing into solution. The 
salts of carbonic acid may be recognised from the fact that they evolve carbonic acid 
with a hissing noise when treated with acids. If vinegar, which contains acetic acid, be 
poured upon limestone, marble, malachite (contains copper carbonate), &c., carbonic 
anhydride is evolved with a hissing noise. It is necessary to remark that without the 
presence of water neither hydrochloric acid, nor even sulphuric acid nor ucetic acid, acts 
on limestone. We shall refer to this hereafter. 
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it be necessary to obtain dry carbonic anhydride, it must be passed 
through chloride of calcium.’ 

Carbonic anhydride may also be prepared by heating many of the 
salts of carbonic acid ; for instance, by heating magnesium carbonate, 
MgCO, (in dolomite), the separation is easily effected, particularly in the 
presence of the vapours of water. The acid salts of carbonic acid (see 
further on) readily give much carbonic anhydride when heated. 
Carbonic anhydride, together with water, is produced during the com- 
bustion of all organic compounds in a stream of oxygen or by heating 
them with substances which readily part with oxygen to them—for 
instance, with copper oxide, potassium chlorate (readily causing an 
explosion), &c. 
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Fig. 62, --Apparatus for the combustion of organic substances by igniting them with 
oxide of copper. a 


The method of estimating the amount of carbon: in organic com- 
pounds is founded on this property. For this purpose a glass tube, closed 
at one end, is filled with a mixture of the organic substance (about 0°2 
grams) and copper oxide. The open end of the tube is fitted with a 


5 The direct observations made (1876) by Messrs. Bogouski and Kayander lead to the 
conclusion that the quantity of carbonic anhydride evolved by the action of acids on 
marble (as homogeneous as possible) is directly proportional to the time of action, the 
extent of surface, and the degree of concentration of the acid, and inversely proportional 
to the molecular weight of the acid. If the surface of a piece of Carrara marble be equal 
to one decimetre, the time of action one minute, and one cubic decimetre or litre contains 
one gram of hydrochloric acid, then about 0°02 gram of carbonic anhydride will be 
evolved. If the litre contains n grams of hydrochloric acid, then by experiment the 
amount will be 20°02 of carbonic anhydride. Therefore, if the litre contains 36°5 
(=HCl) grams, about 0°73 grams of carbonic anhydride (about half a litre) would be 
evolved per minute. If nitric acid or hydrobromic acid be used instead of hydrochloric, 
then, with a combining proportion of the acid, the same quantity of carbonic anhydride 
will be evolved; thus, if the litre contains 63 (= HNO;) grams of nitric acid, or 81 (= HBr) 
grams of hydrobromic acid, the quantity of carbonic anhydride evolved will still be 
0°78 gram. 
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cork and tube containing calcium chloride, for absorbing the water 
formed by the oxidation of the substance. This tube is hermetically 
connected (by a caoutchouc tube) with potash bulbs or other weighing 
apparatus (Chap. V.) containing alkali destined to absorb the carbonic 
anhydride. The increase in weight of this apparatus shows the amount 
of carbonic anhydride formed during the combustion of the given 
substance, and the quantity of carbon may be determined from this, 
because three parts of carbon give eleven parts of carbonic anhydride. 
Carbonic anhydride is colourless, has a slight smell and a feeble 
acid taste ; its density in a gaseous state is twenty-two times greater 
than that of hydrogen, because its molecular weight is forty-four.® 
It is an example of those gaseous substances which have been 
long ago transformed into all the three states. In order to obtain 
liquid carbonic anhydride, the gas must be submitted to a pres- 
sure of thirty-six atmospheres at 0°.’ Its absolute boiling point 
=-+32°.8 Liquid carbonic anhydride is colourless, does not mix with 
water, but is soluble in alcohol, ether, and oils ; at 0° its specific gravity 
is 0°83. When poured into a tube, which is then sealed up, liquid 
carbonic anhydride is easily preserved, because a thick tube easily 
resists the pressure which the liquid entails atan ordinary temperature— 
namely, about fifty atmospheres. The boiling point of this liquid lies 
at—80°-—that is to say, the pressure of carbonic acid gas at that 
temperature dves not exceed that of the atmosphere. At the ordinary 
temperature the liquid remains as such for some time under ordinary 
pressure, on account of its requiring a considerable amount of heat for 
its evaporation. If the evaporation takes place rapidly, especially if 
the liquid issues in a stream, such a decrease of temperature occurs that 


6 As carbonic anhydride is one and a half times heavier than air, it diffuses with 
difficulty, and therefore does not easily mix with air, but sinks in it. This may be shown 
in Various ways; for instance, it may be carefully poured from one vessel into another 
containing air. If a lighted taper be plunged into the vessel containing carbonic 
anhydride it is extinguished, and then, after pouring the gas into the other cylinder, it 
will burn in the former and be extinguished in the latter. If a certain quantity of car- 
bonic anhydride be poured into a vessel containing air, and soap-bubbles be introduced, 
they will only sink as far as the line where the atmosphere of carbonic anhydride com- 
mences, as this latter is heavier than the soap-bubbles filled with air. Naturally, after a 
certain lapse of time, the carbonic anhydride will be diffused throughout the vessel, and 
form a uniform mixture with the air, just as salt in water. 

7 This liquéfaction was first observed by Faraday, who sealed up in a tube a mixture 
of a carbonate and sulphuric acid. Afterwards this method was very considerably im- 
proved by Thilorier and Natterer, whose apparatus is described on page 289. It is, 
however, necessary to remark here that in working with liquid carbonic anhydride it is 
indispensable to have good liquefying apparatus, constant cooling, and in particular a 
rapid preparation of large masses of pure carbonic anhydride. 

3 Carbonic anhydride, having the same molecular weight as nitrous oxide, very much 
resembles it when in a liquid state. 
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a part of the carbonic anhydride is transformed into a solid snowy 
mass. Water, mercury, and many other liquids freeze on coming into 
contact with snowlike carbonic anhydride.’ . In this form carbonic 
anhydride may be preserved for a long time in the open air, because it 
requires still more heat to turn it into a gas tlian when’in a liquid 
state. Solid carbonic anhydride, notwithstanding its very low tempera- — 
ture, can be safely placed on the hand, because it constantly evolves gas 
which prevents its coming into actual contact with the skin ; but if a 
piece be squeezed between the fingers, it produces a severe frost bite 
similar toa burn. If the snowlike solid be mixed with ether a semi- 
liquid mass is obtained, which may be used for artificial refrigeration. 
This mixture may be used for liquefying many other gases—such as 
chlorine, nitrous oxide, hydrogen sulphide, and others. The evapora- 
tion of such a mixture proceeds with far greater rapidity under the 
receiver of an air-pump, and consequently the refrigeration is more 
intense. By this means many gases may be liquetied which resist 
other methods—namely, olefiant gas, hydrochloric acid gas, and others. 
Liquid carbonic anhydride in this case congeals in the tube into a 
glassy transparent mass. Pictet availed himself of this method for 
liquefying many permanent gases (see Chap. IT.). 

The capacity which carbonic anhydride has of being liquefied taals 
in connection with its solubility in considerable quantity in water, 
alcohol, and other liquids. Its solubility in water has been already 
spoken of in the first chapter. Carbonic anhydride is still more soluble 
in alcohol than in water, namely at 0° one volume of alcohol dissolves 
4°3 volumes of this gas, and at 20° 2°9 volumes. 

Aqueous solutions of carbonic anhydride, under a pressure of several 
atmospheres, are now prepared artificially, because water saturated 
with this gas isa good means of promoting digestion and quenching 
thirst. For this purpose the carbonic anhydride is pumped by means 
of a force pump into a closed vessel containing the liquid, and then 
bottled off, taking special means to ensure rapid and air-tight corking. 
Various effervescing drinks and artificially effervescing wines are thus 
prepared. The presence of carbonic anhydride has an important 


9 When a fine stream of liquid carbonic anhydride is discharged into a closed metallic 
vessel, about one-third of its mass solidifies and the remainder evaporates. In employing 
solid carbonic anhydride for making experiments at low temperatures, it is best to use it 
mixed with ether, otherwise there will be few points of contact. If a stream of air be 
blown through a mixture of liquid carbonic anhydride and ether, the evaporation proceeda 
rapidly, and great cold is obtained. At present in some special manufactories (and for 
making artificial mineral waters) carbonic anhydride is liquefied on the large scale, poured 
into wrought-iron cylinders provided with screwed taps, and in this manner it can be 
transported and safely preserved for a long time. 
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significance in nature, because by this means water acquires the 
property of destroying and dissolving many substances which are not 
acted on by pure water; for instance, calcium phosphates and carbonates 
are soluble in water containing carbonic acid. If the water in the 
interior of the earth is saturated with carbonic acid under pressure, 
the quantity of calcium carbonate in solution may reach three grams 
per litre, and on issuing at the surface, as the carbonic anhydride 
escapes, the calcium carbonate will be deposited.'!° Water charged 
with carbonic anhydride brings about the destruction of many rocky 
formations by removing the lime, alkali, &c., from them. This process 
has been going on and continues on an enormous scale. Rocky 
formations contain silica and the oxides of various metals, amongst 
others oxides of aluminium, calcium, and sodium. Water charged 
with carbonic acid dissolves both the latter, transforming them into 
carbonates. The waters of the ocean ought, as the evolution of the 
carbonic anhydride proceeds, to precipitate salts of lime ; these are 
actually found everywhere on the surface of the ground in those places 
which previously formed the bed of the ocean. 

The presence of carbonic anhydride in solution in water is essential 
to the nourishment and growth of water plants. Although carbonic 
anhydride is soluble in water, yet no definite hydrate is formed ;'! 
nevertheless an idea of the composition of this hydrate may be 


10 If such water trickles through crevices und enters a cavern, the evaporation will 
be slow, and ‘therefore in those places from whence the water drips growths of calcium 
carbonate will be formed, just like the icicles formed on the roof-gutters in winter-time. 
Similar conical and cylindrical stony growths form the so-called stalactites or pendants 
hanging from above and stalagmites formed on the bottom of caves. Sometimes these 
two kinds meet together, forming entire columns filling the cave. Many of these caves 
are remarkable for their picturesqueness; for instance, the cave of Antiparos, in the 
Grecian Archipelago. This same cause also forms spongy masses of calcium carbonate 
in those places where the springs come to the surface of the earth. It is therefore very 
evident that a calcareous solution is sometimes capable of penetrating plants and filling 
the whole of their mass with calcium carbonate. This is one of the forms of petrified 
plants. Calcium phosphate in solution in water containing carbonic acid plays an im- 
portant part in nourishing plants, because all plants contain both lime and phosphoric 
acid. 

1 The crystallohydrate CO.,8H,O of Wroblewski (Chapter I. Note 67), in the first 
place, is only formed under special conditions ; in the second’ place, it still requires con- 
firmation ; and in the third place, it does not correspond with that hydrate H,CO; which 
should occur, judging from the composition of the sults. 

It is easy to demonstrate the acid properties of carbonic anhydride by taking a long 
tube, closed at one end, and filling it with this gas; a test-tube is then filled with a 
solution of an alkali (for instance, sodium hydroxide), which is then poured into the long 
tube and the open end is corked. The solution is then well shaken in the tube, and the 
corked end plunged into water. If the cork be now withdrawn under water the water 
will fill the tube. The vacuum obtained by the absorption of the carbonic anhydride by 
an alkali is so complete that even an electric discharge will not pass through it. This 
method is often applied to produce a vacuum. 
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formed from the composition of the salts of carbonic acid, because a 
hydrate is nothing but a salt in which the metal is replaced by 
hydrogen. As carbonic anhydride forms salts of the composition 
K,CO;, Na,CO;, HNaCO,, &c., therefore carbonic acid ought to have 
the composition H,CO,;—that is, it ought to be formed from CO, + H,O. 
Whenever this substance is formed, it decomposes into its component 
parts--that is, into water and carbonic anhydride. The acid properties 
of carbonic anhydride are demonstrated by its being directly absorbed 
by alkaline solutions and forming salts with them. In distinction from 
nitric, HNO,, and similar monobasic acids which with univalent metals 
(exchanging one atom for one atom of hydrogen) give salts such as 
those of potassium, sodium, and silver containing only one atom of the 
metal (NaNO;, AgNO), and with bivalent !? metals (such as calcium, 
barium, lead) salts containing two acid groups--for example Ca(NO3)., 
Pb(NO3),—carbonic acid, H,CO,, is bibasic, that is, contains two atoms 
of hydrogen in the hydrate or two atoms of univalent metals in their 
salts : for example Na,COQ, is washing soda, a normal salt; NaHCO, is 
the bicarbonate or an acid salt. Therefore, if M’ be a univalent metal, 
its carbonates in general are the normal carbonate M’,CO, and the 
acid carbonate M’'HCOQ;; or if M” he a bivalent metal (replacing H,) its 
normal carbonate will be M’’CO,, ; these metals do not usually form acid 
salts, as we shall see further on. The bibasic character of carbonic acid 
is akin to that of sulphuric acid, H,SO,,'* but the latter, in distinction 


12 The reasons for distinguishing the uni-, bi-, tri-, and quadri-valent metals will be 
examined hereafter on passing from the univalent metals (Na, K, Li) to the divalent (Mg, 
Ca, Ba). 

15 Up to the year 1840, or thereabout, acids were not distinguished by their basicity. 
Graham, while studying phosphoric acid, H;PO,, and Liebig, while studying many organic 
acids, distinguished mono., bi-, and tri-basic acids. Gerhardt and Laurent generalised 
these relations, showing that this distinction extends over many reactions (for instance, 
to the faculty of bibasic acids of forming acid salts with alkalis, KHO or NaHO, or with 
alcohols RHO, &c.); but now, from the determination of a hard-and-fast conception as 
to atoms and molecules, the basicity of an acid is determined by the number of 
hydrogen atoms contained in a molecule of the acid which can be exchanged for metals. 
If carbonic acid forms acid salts, NaHCO;, and normal salts, Na,CO;, it is evident that 
the hydrate is H.,COs, a bibasic acid. Otherwise it is at present impossible to account for 
the composition of these salts. But when C=6 and O-:-8 were taken, then the formula 
CO, expressed the composition, but not the molecular weight, of carbonic anhydride ; and 
the composition of the normal salt would be Na,C,0, or NaCOs, therefore carbonic acid 
might have been considered as a monobasic acid. Then the acid salt would have been 
represented by NaCO;,HCO;. Such questions were the cause of much argument and 
difference of opinion among chemists about forty years ago. At present there cannot be 
two opinions on the subject if the law of Avogadro-Gerhardt and its sequences be strictly 
adhered to. Let us, however, remark here that the monobasic acids R(OH) were for a 
long time considered to be incapable of being decomposed into water and anhydride, and 
this property was ascribed to the bibasic acids R(OH), as containing the elementa neces- 
sary for the separation of the molecule of water H,0. This H.SO, or SO,(OH)., H,COs, 
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from the former, is an example of the energetic or strong acids (such as 
nitric or hydrochloric), whilst in carbonic acid we observe but feeble 
development of the acid properties ; hence carbonic acid must be con- 
sidered a weak acid. This conception must, however, be taken as only 
comparative, as up to this time there is no definitely established rule for 
measuring the energy!‘ of acids. The feeble acid properties of carbonic 


or CO(OH),., and other bibasic acids decompose into the anhydride, RO, and water, 
H,0. But as nitrous, HNQg, iodic, HIO;, hypochlorous, HClO, and other monobasic 
acids easily give their anhydrides NOs, 1,05, Cl,0, &c., that method of distinguish- 
ing the basicity of acids, although it fairly well satisfies the requirements of organic 
chemistry, must not be considered correct. It may also be remarked that up to the present 
time not one of the bibasic acids has been found to have the faculty of being distilled with- 
out being decomposed into anhydride and water (even H,SO,, on being evaporated and 
distilled, gives SO, + H.O), and the decomposition of acids into water and anhydride pro- 
ceeds particulurly easily in dealing with feebly energetic acids, such as carbonic, nitrous, 
boric, and hypochlorous. Let us add that carbonic acid, as a hydrate corresponding to marsh 
gas, C(HO), = CO. + 2H,,0, ought to be tetrabasic. But in generul it does not form such salts. 
Basic salts, however, such as CuCO;CuO, may be regarded in this sense, because CCu,O, 
corresponds with CH,O,, as Cu corresponds with H,. Amongst the ethereal salts (alco- 
holic derivatives) of carbonic acid corresponding cases are, however, observed; for 
instance, ethylic orthocarbonate, C(C,H;0), (obtained by the action of chloropicrin, 
C(NO,.)Cls, on sodium ethoxide, C,.H,;ONa; boiling point, 158°; specific gravity, 0°92). 
The name orthocarbontc acid for CH,O, is taken from orthophosphoric acid, PH;0,, 
which corresponds with PH; (see Chapter on Phosphorus). 

1 Long ago endeavours were made to find a measure of affinity of acids and bases, 
because some of the acids, such as sulphuric or nitric, form comparatively stable salts, de- 
composed with difficulty by heat and water, whilst others, like carbonic and hypochlorous 
acids, do not combine with feeble bases, and with many form salts which are easily decom- 
posed. The same may be said with regard to bases, among which those of potassium, K,O, 
sodium, Na,O, and barium, BaO, may serve as examples of the most powerful, becanse 
they combine with the most feeble acids and form a mass of salts of great stability, whilst 
as examples of the feeblest bases alumina, Al,O3, or bismuth oxide, Bi,O;, may be taken, 
because they form salts easily decomposed by heat and water if the acid be volatile. 
Such a division of acids and bases into the feeblest and most powerful is justified by all 
evidence concerning them, and is quoted in this work. But in recent years the teaching 
of this subject has acquired quite a new tone, which, in my opinion, cannot be accepted 
without certain reservations and remarks, although it comprises many interesting features. 
The fact is that Thomsen, Ostwald, and others proposed to express the measure of affinity 
of acids to bases by figures drawn from data of the measure of displacement of acids in 
aqueous solutions, judging (1) from the amount of heat developed by mixing a solution 
of the salt with a solution of another acid (the avidity of acids, according to Thomsen) ; 
(2) from the change of the volumes accompanying such a mutual action of solutions 
(Ostwald) ; (3) from the change of the index of refraction of solutions (Ostwald), &c. 
Besides this there are many other methods which allow us to form an opinion about the 
distribution of bases among various acids in aqueous solutions. Some of these methods 
will be described hereafter. It ought, however, to be remarked that in making investiga- 
tions in aqueous solutions the affinity to water is generally left out of sight. If a buse N, 
combining with acids X and Y in presence of them both, divides in such a way that one- 
third of it combines with X and two-thirds with Y, a conclusion is formed that the affinity, 
or power of forming salts, of the acid Y is twice as great as that of X. But the presence 
of the water is not taken into account. If the acid X has an affinity for water and for N 
it will be distributed between them; and if X has a greater affinity for water than Y, 
then less of X will combine with N than of Y. If, in addition to this, the acid X is 
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acid may, however, be judged from the accumulation of many indications. 
With such energetic alkalis as soda and potash, carbonic acid forms 


capable of forming an acid salt NX,, and Y is not, the conclusion of the relative strength 
of X and Y will be still more erroneous, because the X set free will form such a salt on 
the addition of Y to NX. We shall see in Chapter X. that when sulphuric and nitric 
acid in weak aqueous solution act on sodium they are distributed exactly in this way : 
namely, one-third of it combines with the sulphuric and two-thirds with the nitric acid; 
but, in my opinion, this does not show that sulphuric acid, compared with nitric acid, 
possesses but half the degree of affinity for bases similar to soda, and only demonstrates 
the greater affinity of sulphuric acid for water compared with that of nitricacid. In this 
way the methods of studying the distribution in aqueous solutions probably only shows 
the difference of the relation of the acid to a base and to water. In general, it is impossible 
to hope to be able to determine the direct relative degree of affinity of acids for bases by 
studying aqueous solutions without taking into account the relation of the acids, bases, 
and salts to water, and by regarding the water as a passive medium, because the water itself 
forms saline and all other compounds with substances. This refers more especially to 
those weak solutions by means of which investigations of this kind are most often con- 
ducted, because the weak solutions contain a large mass of water, and its influence is 
then great even when there is but little affinity, in accordance with the law of the action 
of masses, and from the fact that water itself is a saline oxide. 

In deference to these considerations, although the teaching of the distribution of salt- 
forming elements in aguecous solutions is an object of great and independent interest, it 
can hardly serve to determine the measure of affinity between bases and acids. Similar 
considerations ought to be kept in view when determining the energy of acids by means of 
the electrical conductivity of their weak solutions. This method, proposed by Arrhenius 
(1884), and applied on an extensive scale by Ostwald (who developed it in great detail in 
his Lehrbuch d. allgemeinen Chemie, v. ii., 1887), is founded on the fact that the re- 
lation of the so-called molecular electrical-conductivity of weak solutions of various acids 
(I) coincides with the relation in which the same acids stand according to the distribution, 
(II) found by one of the above-mentioned methods, and with the relation deduced for 
them from observations upon the velocity of reaction, (III) for instance, according to the 
rate of the splitting up of an ethereal salt (into alcohol and acid), or from the rate of the so- 
called inversion of sugar—that is, its transformation into glucose—as is seen by comparing 
the annexed figures, in which the energy of hydrochloric acid is taken as equal to 100 :— 


I. IJ. IIl. 
Hydrochloric acid, HCl . ; 100 100 100 
Hydrobromic acid, HBr . ‘ 101 98 105 
Nitric acid, HNO; . ‘ ‘ 100 100 96 
Sulphuric acid, H,SO,  . : 65 49 74 
Formic acid, CH,O, ; ; 2 4 1 
Acetic acid, C.H,0, ‘ : 1 2 1 
Oxalic acid, C,H.O,. ; : 20 24 18 
Phosphoric acid, PH;0, . : 7 — 6 


The coincidence of these figures, obtained by so many various methods, presents a 
most important and most instructive relation between phenomena of a different kind, but 
in my opinion it does not permit us to assert that the degree of affinity existing between 
bases and various acids is determined by all these various methods, because the influence 
of the water must be taken into consideration. On this account, until the theory of 
solution is more thoroughly worked out, this subject (which now ought to be treated 
of in special treatises on chemical mechanics) must be treated with great caution. 
But now we may hope to decide this question by exact methods, which we shall partially 
touch on when speaking about the velocity of reaction. 

There is no means of determining the degree of energy of carbonic acid by any one of 
the above-mentioned methods. | 
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normal salts, soluble in water, but having an alkaline reaction and in 
many cases acting themselves as alkalis.'!® The acid salts of these alkalis, 
NaHCO, and KHCO,, have a neutral reaction on litmus, although they, 
like acids, contain hydrogen, which may be exchanged for metals. The 
acid salts of such acids-—as, for instance, of sulphuric acid, NaHSO,— 
have a clearly-defined acid reaction, and therefore carbonic acid is un- 
able to saturate the powerful basic properties of such alkalis as potash or 
soda. Carbonic acid does not even combine at all with feeble bases, such 
as alumina, Al,O;, and therefore if a strong solution of sodium carbo- 
nate, Na,CO,, be added to a strong solution of aluminium sulphate 
Al,(SO,),, then (according to double saline decompositions) aluminium 
carbonate, Al,(CO3)3, ought to beformed, but the carbonic acid separates 
as this salt splits up in the presence of water into aluminium hydrox- 
ide and carbonic anhydride: Al,(CO 3);+3H,O0=Al,(OH),+ 3C0.. 
Therefore feeble bases are unable to retain carbonic acid even at 
ordinary temperatures. For this reason in the case of bases of medium 
energy, although they form carbonates, these are comparatively easily 
decomposed by heating, as is shown by the decomposition of copper 
carbonate, CuCO, (see Introduction), and even calcium carbonate, 
CaCO,. Only the normal (but not the acid) salts of such powerful bases 
as potassium or sodium are capable of standing a red heat without 
decomposition. But the acid salts, for instance NaHCO,, decompose 
even on heating their solutions (2NaHCO,= Na,CO,+ H,0+CO,), 
evolving carbonic anhydride. The amount of heat given out by the 
combination of carbonic acid with bases also shows its feeble acid 
properties, because it is considerably less than with energetic acids. 
Thus if a weak solution of forty grams of sodium hydroxide be satu- 
rated (until the formation of a normal salt) with sulphuric or nitric 
acid or another powerful acid, from thirteen to fifteen thousand 
calories are given out, but with carbonic acid only about ten thousand 
calories.'© The majority of carbonates are insoluble in water, and 

19 Thus, for instance, in the washing of fabrics the caustic alkalis, such as sodium 
hydroxide, in weak solutions, act in removing the fatty matter just in the same way as 
carbonate solutions; for instance, a solution of soda crystals, NazCO;. Soap, acts in the 
same way, being composed of feeble acids, either fatty or resinous, combined with alkali. 
On this account all such substances are applied to manufacturing purposes, and used 
equally well in practice for bleaching and washing fabrics. Soda crystals or soap are 
preferred to caustic alkali, because an excess of the latter may have a destructive effect 
on the fabrics. It may be supposed that in aqueous solutions with soap or with soda 
crystals part of the base will form caustic alkali; that is to say, the water will compete 
with the weak acids, and the alkali will be distributed between them and the water. 

16 Although carbonic acid is reckoned among the feeble acids, yet there are evi- 
dently many others still feebler—for instance, hydrogen sulphide, prussic acid, hypo- 


chlorous acid, many organic acids, &c. Bases like alumina, or such feeble acids as silica, 
when in combination with alkalis are decomposed in aqueous solutions by carbonic acid, 
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therefore such solutions as sodium, potassium, or anmonium carbonates 
form in solutions of most other salts MX or M’’X,, insoluble pre- 
cipitates of carbonates of the given metals M (univalent metal 
replacing H) or M” (bivalent metal replacing H,)—that is, M,CO, or 
M”CO,;. Thus a solution of barium chloride gives with sodium 
carbonate a precipitate of barium carbonate, BaCO,. For this reason 
in nature the waters issuing from rocky formations very often contain 
carbonates ; for example, calcium, ferrous or magnesium carbonates, éc. 

Carbonic anhydride—which, like water, is formed with the develop- 
ment of a large amount of heat—is very stable. For this reason very 
few substances are capable of depriving it of its oxygen. However, 
Magnesium, potassium and like metals, on being heated, burn in it, 
separating carbon and forming oxides. If a mixture of carbonic 
anhydride and hydrogen be passed through a heated tube, the formation 
of water and carbonic oxide will be observed ; CO,+ H, =CO+H.,0. 


but on fusion—that is, without the presence of water—they displace it, which clearly shows 
in phenomena of this kind how much depends upon the conditions of reaction and the 
properties of the substances formed. These relations, which at first sight appear com- 
plex, may be best understood if we represent that two salts, MX and NY, in general 
always give, more or less, two other salts, MY and NX, and examine the properties of 
the derived substances. Thus, in solution, sodium silicate, Na,SiO;, with carbonic 
anhydride will to some extent form sodium carbonate and silica, SiO,; but the latter, 
being colloid, separates, and the remaining mass of sodium silicate is again decomposed 
by carbonic anhydride, so that the matter terminates with the complete separation of 
the silica and the formation of sodium carbonate. In a fused state the case is different; 
‘sodium carbonate will react with silica to form carbonic anhydride and sodium silicate, 
but the carbonic anhydride will be separated as a gas, and therefore in the residue the 
former reaction will again take place, and the matter willend with the complete separa- 
tion of carbonic anhydride and the formation of sodium silicate. If nothing is separated 
from the sphere of the reaction distribution takes place. Therefore, although carbonic 
anhydride is a feeble acid, still not for this reason, but only in virtue of its gaseous fom, 
do all soluble acids displace it in saline solutions. The small amount of energy of car- 
bonic anhydride was brought forward to account for its being separated from salts by 
other acids. This is, however, not correct. Such a separation only depends on the 
properties of the gas and its compounds. Thus acetic acid displaces carbonic anhydride 
from al) carbonates, but under certain conditions the latter is capable of displacing 
acetic acid. Thus if carbonic anhydride be passed through an alcoholic solution of 
potassium acetate the acetic acid is set free and the potassium carbonate separates, being 
insoluble in alcohol. Just the reverse decomposition takes place in water. From this 
it is evident that the properties of the compounds formed and of the reacting substances 
have just as much influence on the course of double decompositions as the measure of 
affinity. Notwithstanding its feeble acid properties, carbonic acid decomposes certain 
salts in solution, as shown, fer instance, in the investigations of Sechenoff on the solution 
of carbonic anhydride in saline solutions (Chap. I. Note 88). Still the relative energy 
of acids and bases plays a part in all these cases, which we shall discuss further on when 
touching on questions of distribution and of velocity of reaction. The principles of that 
kind of conception of chemical mutual action such as ought now to be accepted were 
sought for by Berthollet at the commencement of the present century, and sometimes 
bear the name of ‘ Berthollet’s laws,’ to which we will turn our attention in the following 
chapter. 
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But only a portion of the carbonic acid gas undergoes this change, and 
therefore the result will be a mixture of carbonic anhydride, carbonic 
oxide, hydrogen, and water, which does not change under the action of 
heat.!7 Although, like water, carbonic anhydride is exceedingly stable, 
still on being heated it partially decomposes into carbonic oxide and 
oxygen. Deville showed that such is the case if carbonic anhydride 
be passed through a long heated tube containing pieces of porcelain 
and heated to 1300°. If the products of decomposition—namely, 
the carbonic oxide and oxygen—be suddenly cooled, they can be 
collected separately, although they partly reunite together. A similar 
decomposition of carbonic anhydride into carbonic oxide and oxygen 
takes place on passing a series of electric sparks through it (for 
instance, in the eudiometer). With this an increase of volume 
occurs, because two volumes of CQO, give two volumes of CO and one 
volume of O. The decomposition reaches a certain limit (less than 
one-third) and does not proceed further, so that the result is a 
mixture of carbonic anhydride, carbonic oxide, and oxygen, which 
is not altered in composition by the continued action of the sparks. 
This is readily understood, as it is a reversible reaction. If the 
carbonic anhydride be removed, then the mixture explodes when a 
spark is passed and forms carbonic anhydride. If from an identical 
mixture the oxygen (and not the carbonic anhydride) be removed, 
and a series of sparks again be passed, the decomposition is renewed, 


17 Hydrogen and carbon are near akin to oxygen as regards affinity, but it ought to 
be considered that the uffinity of hydrogen is slightly greater than that of carbon, be- 
cause during the combustion of hydrocarbons the hydrogen burns first. Some idea of 
this similarity of affinity may be formed by the quantity of heat evolved. Gaseous 
hydrogen, H», on combining with an atom of oxygen, O=16, develops 69000 heat-units 
if the water formed be condensed to a liquid state. If the water remains in the form of 
a gas (steam) the latent heat of evaporation must be subtracted, and then 58000 calories 
will be developed. Charcoal taken in the solid form on combining with O,=32 develops 
about 97000 calories, forming gaseous CQ,. If the charcoal were gaseous like the 
hydrogen, and only contained C, in its molecule, much more heat would be developed, 
and judging by other substances, whose molecules on passing from the solid to the gaseous 
state absorb about 10000 to 15000 calories, it must be held that gaseous carbon on 
forming gaseous carbonic anhydride would develop not less than 110,000 calories—that 
is, approximately twice as much as is developed in the formation of water. And asin a 
molecule of carbonic anhydride there is twice as much oxygen as in a molecule of water, 
the oxygen develops approximately the same quantity of heat on combining with 
hydrogen and carbon. That is to say, that here we find the same close affinity (see 
Chap. II. Note 7) determined by the quantity of heat as between hydrogen, zinc, and iron. 
For this reason here also, as in relation to hydrogen and iron, we ought to expect an evi- 
dent distribution of oxygen between hydrogen and carbon, if they are both in excess 
compared with the amount of oxygen; but if there be an excess of carbon it will decom- 
pose water, whilst an excess of hydrogen will decompose carbonic anhydride. If similar 
relations of mutual action are made clear in isolated cases, still the full theory of the 
subject is wanting in the present condition of chemical knowledge. 
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and terminates with the compiete decomposition of the carbonic 
anhydride. Phosphorus is used in order to attain the complete absorp- 
tion of the oxygen. In these examples we see that a known mixture 
of changeable substances is capable of arriving at a state of stable 
equilibrium, destroyed, however, by the removal of one of the sub- 
stances composing the mixture. This represents one of the instances 
of the influence of mass. And as on rapid cooling the combustible 
carbonic oxide does not succeed in combining with the oxygen, with 
which it totally combines if slowly cooled, forming carbonic anhydride, 
here, as in all chemical phenomena, the action of time is apparent—that 
is, the existence of a definite velocity of reaction. 

Although carbonic anhydride is decomposed on heating, yielding 
oxygen, it is, nevertheless, like water, an unchangeable substance at 
ordinary temperatures. The decomposition of carbonic anhydride, as 
effected by plants, is on this account all the more remarkable ; in this 
case the whole of the oxygen of the carbonic anhydride is separated in 
the free state. The mechanism of this decomposition is that the heat 
and light absorbed by the plants are expended in the decomposition of 
the carbonic anhydride. This accounts for the enormous influence of 
temperature and light on the growth of plants. But it is at present 
not clearly understood how this takes place, or by what separate inter- 
mediate reactions the whole process of decomposition of carbonic 
anhydride in plants into oxygen and the carbohydrates (Chapter VIII.) 
remaining in them, takes place. It is known that sulphurous anhy- 
dride (in many ways resembling carbonic anhydride) under the action 
of light (and also of heat) forms sulphur and sulphuric anhydride, SOs, 
and in the presence of water sulphuric acid. But no similar decompo- 
sition has been directly obtained with carbonic anhydride, indeed 
it forms the highest degree of oxidation of carbon ; perhaps for that 
reason the oxygen separates. On the other hand, it is known that 
plants always form and contain organic acids, and these must be 
regarded as derivatives of carbonic acid, as is seen by all their 
reactions, which we will shortly treat of. For this reason it might be 
thought that the carbonic acid absorbed by the plants first forms 
organic acids in them, and that these latter in their final trans- 
formation form all the other complex organic substances of the plants. 
Many organic acids are found in plants in considerable quantity ; for 
instance, tartaric acid, C,H,O,, found in grape-juice and in the acid 
juice of many plants ; malic acid, C,H,O;, not only found in unripe 
apples but in still greater quantities in mountain ash berries ; citric 
acid, C,H,O,, found in the acid juice of lemons, in gooseberries, 
cranberries, &c.; oxalic acid, C,H,O,, found in wood-sorrel and 
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many other plants. Sometimes these acids exist in a free state in the 
plants, and sometimes in the form of salts ; for instance, tartaric acid 
is met with in grapes as the salt known as cream of tartar, but in the 
impure state called argol, or tartar, C,H;KO,. In sorrel we find the 
so-called salts of sorrel, or acid potassium oxalate, C,HKO,. There is 
a very clear connection between carbonic anhydride and the above- 
mentioned organic acids—namely, they all, under one condition or 
another, yield carbonic anhydride, and can all be formed by means of it 
from substances destitute of acid properties. The following examples 
afford the best demonstration of this fact : if acetic acid, C,H,O,, the 
acid of vinegar, be passed in the form of vapour through a heated tube, 
it splits up into carbonic anhydride and marsh gas=CO,+CH,. But 
it can also be obtained conversely from those components into which it 
decomposes. If one equivalent of hydrogen in marsh gas be replaced 
(by indirect means) by sodium, and the compound CH,Na is obtained, 
this directly absorbs carbonic anhydride, forming a salt of acetic acid, 
CH,Na + CO, =C,H;NaO, ; from this acetic acid itself may be 
easily obtained in a similar way to that by which nitric acid may 
be obtained from nitre. Therefore acetic acid decomposes into marsh 
gas and carbonic anhydride, and conversely is obtainable from them. 
The hydrogen of marsh gas does not, like that in acids, show the 
property of being directly replaced by metals ; the gas itself does not 
show any acid character whatever, but on combining with the elements 
of carbonic anhydride it acquires the properties of an acid. The investi- 
gation of all other organic acids shows similarly that their acid character 
depends on their containing the elements of carbonic anhydride. For 
this reason there is no organic acid containing less oxygen in its mole- 
cule than there is in carbonic anhydride ; every organic acid contains in 
its molecule at least two atoms of oxygen. In order to express the rela- 
tion between carbonic acid, H,CO3, and organic acids, and in order 
to understand the reason of the acidity of these latter, it is simplest to 
turn to that law of substitution which shows (Chapter VI.) the rela- 
tion between the hydrogen and oxygen compounds of nitrogen, and 
permits us (Chapter VIII.) to regard all hydrocarbons as derived 
from methane. The facts of the matter are as follows: if we havea 
given organic compound, A, which has not the properties of an acid, but 
as the derivative of a hydrocarbon contains hydrogen combined 
with carbon, then ACO, will be a monobasic organic acid, A2CO, 
a bibasic, A3CO, a tribasic, and so on--that is, each molecule, CO,, 
transforms one atom of hydrogen into that state in which it may be 
replaced by metals, as in acids. This already furnishes proof that in 
organic acids it is necessary to recognise the group HCO,, or carboxyl. 
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If the addition of CO, raises the basicity the removal of CO, lowers 
it. Thus from the bibasic oxalic acid, C,H,O,, or phthalic acid, C,H,O,, 
by eliminating CO, (easily effected experimentally) we obtain the 
monobasic formic acid, CH,O,, or benzoic acid, C,H,O,., respectively. 
The nature of carboxy] is directly explained by the law of substitution. 
Judging from what has been stated in Chapters V. and VIII. concerning 
this law, it should already be evident that CO, is CH,, with the 
exchange of H, for O,, and the hydrate of carbonic acid, H,CQOs, is 
CO(OH),, that is, methane, where two parts of hydrogen are replaced by 
two parts of the water radicle (OH, hydroxyl), and the other two by 
oxygen. Therefore the group CO(OH), or carboxyl, HCQs,, is a part 
of carbonic acid, and is equivalent to (OH), and therefore also to H. 
That is, 1c is a univalent residue of carbonic acid capable of replacing 
one atom of hydrogen. Carbonic acid itself is a bibasic acid, both 
hydrogen atoms in it being replaceable by metals, therefore carboxyl, 
which contains one of the hydrogen atoms of carbonic acid, represents 
@ group in which the hydrogen is exchangeable with metals, And 
therefore if 1,2... n atoms of non-metallic hydrogen are exchanged 
1,2... times for carboxyl we ought to obtain 1,2... n-basic 
acids. Organic acids are the products of the carboxyl substitution of 
hydrocarbons.'® If in the saturated hydrocarbons, C,H,,,, one part 
of hydrogen is replaced by carboxyl the monobasic saturated (or fatty) 
acids, C,H,,,,,(CO.H), will be obtained, as, for instance, formic, 


18 If CO, is the anhydride of a bibasic acid, and carboxyl corresponds with it, re- 
placing the hydrogen of hydrocarbons, and giving them the character of comparatively 
feeble acids, then SO; is the anhydride of an energetic bibasic acid, and sulphozyl, 
SO,(OH), corresponds with it, being capable of replacing the hydrogen of hydrocarbons, 
and forming comparatively energetic sulphur oryacids (sulphonic acids); for instance, 
CgH;(COOH), benzoic acid, and CgH;(SO,O0H), benzenesulphonic acid, are derived from 
CgH,. As the exchange of H for methyl, CH3, is equivalent to the addition of CH., the 
exchange of carboxy}, COOH, is equivalent to the addition of CO,; so the exchange of H 
for sulphoxyl is equivalent to the addition of SO;. The latter proceeds directly, for 
instance: C,H, + S8O,=C,H;(SO.0H). 

In Chapter VIIL. we saw that the structure of hydrocarbons might and ought to be 
represented by the presence of CH;, CH,, CH, and C—radicles of methane, starting 
from methane itself; therefore the atoms of hydrogen are retained by separate atoms of 
carbon, which refers also to OH, COOH, and other radicles. Although with one atom of 
carbon, Hy, Hs, and Hg, or several, CHs, Cl, &c., may be retained, yet not more than one 
of hydroxyl may be retained, and therefore there is no alcohol CH,(OH), or C;H,(OH),. 
The carboxy}, as well as the sulphoxyl, substitution of hydrogen in hydrocarbons, leads to 
the formation of acids, because the derivative acids H,CO; and H,.SQ, are bibasic. 
Nitric acid, being monobasic, is unable to form a similar radicle. Its radicle, NO3, does 
not contain hydrogen, and does not produce acidity, but has the same relation to the 
acid NO.(OH) as carboxyl to curbonic acid. 

As, according to the determinations of Thomsen, the heat of combustion of the vapours 
of acids RCO. is known where R is a hydrocarbon, and the heat of combustion of the 
hydrocarbons R themselves, it may be seen that the formation of acids, RCO,, from 
R + CO, is always accompanied by a small absorption or development of heat. We give 
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HCO,H, acetic acid, CH,;CO,H, . . . stearic acid, C,,H3,, CO,H, ce. 
The double substitution will give bibasic acids, C,H,,(CO,H)(CO,H) ; 
for instance, oxalic »=0, malonic n=], succinic acid n=2, kc. To 
benzene, C,H,, correspond benzoic acid, C,H,(CO,H), phthalic acid 
(and its isomerides), C;H,(CO,H)., up to melitic acid, C,(CO,H),, in 
all of which the basicity is equal tothe number of carboxy] groups. As 
many isomerides exist in hydrocarbons, it is readily understood not 
only that such can exist also in organic acids, but that their number 
and structure may be foreseen. As in hydrocarbons the hydrogen may 
be replaced by chlorine, hydroxyl, &c., evidently the same is possible 
with organic acids. And, therefore, the number and transformations of 
such compounds are exceedingly great. This complex and most interest- 
ing branch of chemistry is treated separately in organic chemistry. 
Carbonic Oxide.—This gas is formed whenever the combustion of 
organic substances takes place in the presence of a large excess of incan- 
descent charcoal ; the air first burns the carbon into carbonic anhydride, 
but this in penetrating through the red-hot charcoal is transformed into 
carbonic oxide,CO,+C=2CO. By this reaction carbonic oxide is pre- 
pared by passing carbonic anhydride through charcoal at a red heat. It 
may be separated from the excess of carbonic anhydride by passing it 
through a solution of alkali, which does not absorb carbonic oxide. This 
reduction of carbonic anhydride explains why carbonic oxide is formed 
in ordinary clear fires, where the incoming air passes over a large 
surface of heated coal. A blue flame is then observed burning above 
the coal; this is the burning carbonic oxide. When charcoal is 
burnt in stacks, or when a thick layer of coal is burning in a brazier, 
and under many similar circumstances, carbonic oxide is also formed. 
In metallurgical processes, for instance, when iron is smelted from the 
ore, very often the same process of conversion of carbonic anhydride 
into carbonic oxide occurs, especially if the combustion of the coal be 
effected in high, so-called blast, furnaces and ovens, where the air 
enters from the lower part and is compelled to pass through a thick 
layer of coal. In this way, also, combustion with flame may be 


the heats of combustion in thousands of calories, referring to the molecular weights of 
the burning substances :— 


R= H, CH, C,H, CeHe 
68°4 212 870 777 
RCO, = 69°4 295 887 766 


Thus H, corresponds with formic acid, CH,0,; benzene, CgHg, with benzoic acid, C;HyO + 
The data for the latter are taken from Stohmann, and refer to the solid condition. For 
formic acid Stohmann gives the heat of combustion as 59000 calories in a liquid state, 
but in a state of vapour, 64°6 thousand units, which is much less than according to 
Thomeen. 
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obtained from those kinds of fuel which under ordinary conditions 
burn without flame : for instance, anthracite, coke, charcoal. Heating 
by means of a gas-producer—that is, an apparatus producing carbonic 
oxide from fuel—is carried on in the same manner.'9 In trans- 
forming one part of charcoal into carbonic oxide 2420 heat units 
are given out, and on burning to carbonic anhydride 8080 heat units. 
It is evident that on transforming the charcoal first into carbonic 
oxide we obtain a gas which in burning is capable of giving out 5660 
heat units for one part of charcoal. This preparatory transforma- 
tion of fuel into carbonic oxide, or producer gas containing a mixture 
of carbonic oxide (about 4 by volume) and nitrogen (% volume), in 
many cases presents most important advantages, as it is easy to 
completely burn gaseous fuel without an excess of air, which would 
lower the temperature.”° In stoves where solid fuel is burnt it is im- 
possible to effect the complete combustion of the various kinds of fuel 
without admitting an excess of air. Gaseous fuel, such as carbonic oxide, 


19 In gas-producers all carbonaceous fuels are transformed into inflammable gas. In 
those which (on account of their slight density and large amount of water, or incom- 
bustible admixtures which absorb heat) are not as capable of giving a high temperature 
in ordinary furnacers—for instance, fir 
cones, peat, the lower kinds of coal, &c. 
—the same gas is obtained as with the 
best kinds of coal, because the water 
condenses on cooling, and the ashes and 
earthy matter remain in the gas-pro- 
ducer. The construction of a gas-pro- 
ducer is seen from the accompanying 
drawing. The fuel lies on the fire-bars O, 
the air enters through them and the ash- 
hole (drawn by the draught of the chimney 
of the stove where the gas burns, or 
else forced by a blowing apparatus), the 
quantity of air being exactly regulated 
by means of valves. The gases formed 
are then led by the tube V, provided 
with a valve, into the gas main, U. The 
addition of fuel ought to proceed in 
such a way as to avoid the separation of 
carbonic anhydride; hence the space A 
is kept filled with the combustible and 
covered with a lid. 

70 An excess of air lowers the tem- 
perature of combustion, because it be- 
Fig, 63.—Gus-producer for the formation of carbon Comes heated itself, as explained in 

monoxide for heating purposes. Chapter III. In ordinary furnaces the 

excess of air is three or four times 

greater than the quantity required for perfect combustion. In the best furnaces 
(with fire-bars, regulated air supply, and corresponding chimney draught) it is necessary 


to introduce twice as much air as is necessary, otherwise the smoke contains much car- 
bonic oxide. 
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is easily completely mixed with air and burnt without excess of it. 
If, in addition to this, the air and gas required for the combustion be 
previously heated by means of the heat which would otherwise be 
uselessly carried off in the products of combustion (smoke)?! it is easy 
to reach a high temperature, so high (about 1800°) that platinum may 
be melted. Such an arrangement is known as a regenerative furnace.” 
By means of this process not only may there be obtained the high 
temperatures indispensable in many industries (for instance, glass- 
working, steel-melting, &c.), but also great advantage ?> as regards 
the quantity of fuel, because the transmission of heat to the object to 
be heated, conditions being equal, is determined by the difference of 


temperatures. 
The transformation of carbonic anhydride, by means of charcoal, 


21 If in manufactories it is necessary, for instance, to maintain the temperature in 
a furnace at 1000°, the flame passes out at this or a higher temperature, and therefore 
much fuel is lost in the smoke. For the draught of the chimney a iomperature of 
100° to 150° is sufficient, and therefore the remaining heat ought to be utilised. For this 
purpose the flues are carried under boilers or other heating apparatus. The preparatory 
heating of the air is the best means of utilisation, as by this means the highest 
temperature is attained and the quickest heating and greatest economy are effected. 

22 Regenerative furnaces were introduced by the Brothers Siemens about the year 
1860 in many industries, and mark a most important progress in the use of fuel, espe- 
cially in obtaining high temperatures. The principle is as follows: The products of com- 
bustion from the furnace are led into a chamber, I, and heat up the bricks init, and then 
pass into the outlet flue; when the bricks are at a red heat the products of combustion 
are passed (by altering the valves) into another adjoining chamber, IT, and air requisite 
for the combustion of the generator gases is passed through I. In passing round about 
the incandescent bricks the air is heated, and the bricks cool—that is, the heat of the 
smoke is returned into the furnace. The air is then passed through II, and the smoke 
through I. The regenerative burners for illuminating gas are founded on this same 
principle, the products of combustion heat the incoming air and gas, the temperature is 
higher, the light brighter, and an economy of gas is effected in lighting. Absolute per- 
fection in these appliances has of course not yet been attained; amelioration is still 
further possible, but dissociation imposes a limit because at a certain high temperature 
combinations do not ensue, possible temperatures being limited by reverse reactions. 
Here, as in a number of other cases, the ultimate conception of the subject ought to be 
limited to the sphere of general external and visible advantages. 

23 At first sight it appears absurd, useless, and paradoxical to lose nearly one-third of 
the heat which fuel develops by turning it intogas. Actually the advantage is enormous, 
especially for producing high temperatures, as is already seen from the fact that fuel rich 
in oxygen (for instance, wood) when damp is unable, with any kind of hearth whatever, to 
give the temperature required for glass-melting or steel-custing, whilst in the gas-producer 
they furnish exactly the same gas as the driest and most carbonaceous fuel. In order to 
understand the principle which is here involved, it is sufficient to turn one's attention to 
the fact that the only heat employed with advantage is that which is concentrated in the 
shape of products of combustion having a high temperature. A large amount of heat, 
but having a low temperature, in many cases is of no use whatever. We are unable here 
to enter into all the details of the complicated matter of the application of fuel, and 
further particulars must be sought for in special technical treatises. The following 
footnotes, however, contain certain fundamental figures for calculations concerning com- 


bustion. 
cc2 
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into carbonic oxide (C+CO,=CO+CO), is considered a reversible 
reaction, because at a high temperature the carbonic oxide splits up 
into carbon and carbonic anhydride, as Sainte-Claire Deville showed by 
using the method of the ‘cold and hot tube.’ Inside a tube heated in 
a furnace another thin metallic (silvered copper) tube is fitted, through 
which a constant stream of cold water flows. The carbonic oxide 
coming into contact with the heated walls of the exterior tube forms 
charcoal, and its minute particles settle in the form of lampblack on 
(the lower part) of the cold tube, and, since they are cooled, they do not 
act further on the oxygen or carbonic anhydride formed.** A series 
of electric sparks also decomposes carbonic oxide into carbonic anhy- 
dride and carbon, and if the carbonic anhydride be removed by 
alkali complete decomposition may be obtained (Deville). Aqueous 
vapour, which is so similar to carbonic anhydride in many respects, 
acts, at a high temperature, on charcoal in an exactly similar way, 
C+H,O=H,+CO. From 2 volumes of carbonic anhydride with 
charcoal 4 volumes of carbonic oxide (2 molecules) are obtained, and 
precisely the same from 2 volumes of water vapour with charcoal 


24 The first product of combustion of charcoal is always carbonic anhydride, and not 
carbonic oxide. This is seen from the fact that with a shallow layer of charcoal (less 
than a decimetre if the charcoal be closely packed) carbonic oxide is not formed at all. 
It is not even produced with a deep layer of charcoal if the temperature is not above 500°, 
and the current of air or oxygen is very slow. With a rapid current of air the charcoal 
becomes red hot, and the temperature rises, and then carbonic oxide appears (Lang 1888). 
Naumann and Pistor determined that the reaction of carbonic anhydride with carbon 
commences at about 550°, and that between water and carbon at about 500°. At the latter 
temperature carbonic anhydride is formed, and only with a rise of temperature is car- 
bonic oxide formed (Lang) from the action of the carbonic anhydride on the carbon, and 
from the reaction CO.+ H,=CO+H,O. Rathke (1881) showed that at no temperature 
whatever is the reaction as expressed by the equation CO,+C=32CO complete ; a part of 
the carbonic anhydride remains, and Lang determined that at about 1000° not less than 
8 p.c. of the carbonic anhydride remains untransformed into carbonic oxide, even after 
the action has been continued for several hours. The endothermal reactions, C + 3H,O = 
CO, + 2H., and CO + H,0=CO,+ Ho, are just as incomplete. This is made clear if we 
note that on the one hand the above-mentioned reactions are all reversible, and therefore 
bounded by a limit; and, on the other hand, that at about 500° oxygen begins to combine 
with hydrogen and carbon, and also that the lower limits of dissociation of water, carbonic 
anhydride, and carbonic oxide lie near one another between 500° and 1200°. For water 
and carbonic oxide the lower limit of the commencement of dissociation is unknown, but 
judging from the accumulated data (according to Le Chatelier, 1888) that of carbonic 
anhydride may be taken as about 1050°. Even at about 200° half the carbonic anhydride 
dissociates if the pressure be small, about 0°001 atmosphere. At the atmospheric 
pressure, not more than 0°05 of the carbonic anhydride decomposes. The influence of 
pressure is here evident, for the reason that the splitting up of carbonic anhydride into 
carbonic oxide and oxygen is accompanied by an increase in volume (as in the case of 
the dissociation of nitric peroxide. See Chapter VI. Note 46). As in stoves and 
limps, and also with explosive substances, the temperature is not higher than 2000° to 
2500°, it is evident that although the partial pressure of carbonic anhydride is emall, still 
its dissociation cannot be considerable, and probably does not exceed 5 p.c. 
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4 volumes of a gas consisting of hydrogen and carbonic oxide (H, + CO) 
is formed. This mixture of combustible gases is called water gas.?° 
But aqueous vapour (and only when strongly superheated, otherwise 
it cools the charcoal) only acts on charcoal to form a large amount of 
carbonic oxide at a very high temperature (when carbonic anhydride 
dissociates) ; it begins to react at about 500°, forming carbonic 
anhydride, according to the equation C+2H,O0=CO,+2H,. Besides 
this, carbonic oxide on splitting up forms carbonic anhydride, and 
therefore water gas always contains a mixture 76 in which hydrogen pre- 


25 A molecular weight of this gas, or 2 volumes CO (28 grams), on combustion 
(forming CO.) gives out 68,000 heat units (Thomsen 67960 calories). A molecular weight 
of hydrogen, H, (or 2 volumes), develops on burning into liguid water 69000 heat units 
(according to Thomsen 68300), but if it forms aqueous vapour 58000 heat units. Char- 
coal, resolving itself by combustion into the molecular quantity of CO, (2 volumes), 
develops 97000 heat units. From the data furnished by these exothermal reactions it 
follows: (1) that the oxidation of solid charcoal into carbonic oxide develops 29000 heat 
units; (2) that the reaction C + CO, =2CO absorbs 89000 heat units; (8) C+ H,O0=H.,+CO 
absorbs (if the water be in a state of vapour) 29000 calories, but if the water be liquid 
40000 calories (almost as much as C+CO,); (4) C+H,O0=CO.+2H, absorbs (if the 
water be in a state of vapour) 19000 heat units; (5) the reaction CO+H,0=CO,+ H, 
develops 10000 heat units if the water be in the state of vapour. 

Therefore it follows that 2 volumes of CO or H, burning into CO, or H,O develop 
almost the same amount of heat, just as also the heat effects corresponding with the 
equations 
C+H.,0=CO+ H. 

C+CO,=CO+CO 
are nearly equal. ‘ 

% Water gas, obtained from steam at a white heat, contains about 50 p.c. of hydro- 
gen, about 40 p.c. of carbonic oxide, about 5 p.c. of carbonic anhydride, the remainder 
being nitrogen from the charcoal and air. Compared with producer gas, which contains 
much nitrogen, this is a gas much richer in combustible matter, and therefore capable of 
giving high temperatures, and is for this reason of the greatest utility. If carbonic anhy- 
dride could be as readily obtained in as pure a state as water, there would be no differ- 
ence in the heating powers of producer gas and water gas. As regards the utilisation of 
the heat of the charcoal there is no difference, because on burning carbonic oxide gives 
out almost as much heat as hydrogen—even more if the smoke has a temperature above 
100°, and the water remains as vapour (Note 25). But water gas stands higher than 
producer gas as regards the concentration of the fuel in its transformation into gas, and 
therefore in places where a particularly high temperature is required (for instance, for 
lighting by means of incandescent lime or magnesia, or for steel melting, &c.), and for 
distributing through pipes at great distances, water gas is at present held in high esti- 
mation, but when (in ordinary furnaces, re-heating, glass-melting, and other furnaces) a 
very high temperature is not required, and there is no need to convey the gas in pipes, 
producer gas is generally preferred on account of the simplicity of its preparation, 
especially as for water gas such a high temperature is required that the plant soon 
becomes damaged. 

Water gas is prepared (there are very many systems, but the American patent of T. 
Lowe, of Norristown, Pennsylvania, is much used) in a cylindrical generator, into which 
heated air is introduced, in order, by partial combustion of the coke, to heat the remainder, 
&c., to a white heat. The products of combustion containing carbonic oxide are utilised 
in a contrivance for superheating steam, which is then passed over the white hot coke. 
Water gas, or a mixture of hydrogen and carbonic oxide, is thus obtained. The practical 
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dominates, the volume of carbonic oxide being comparatively less, 
whilst the amount of carbonic anhydride increases as the temperature 
of the reaction decreases (generally it is more than 3 per cent.). 

Metals, like iron and zinc, which at a red heat are capable of 
decomposing water with the formation of hydrogen, also decompose 
carbonic anhydride with the formation of carbonic oxide ; so both 
the ordinary products of complete combustion, water and carbonic 
anhydride, are very similar in their reactions—and hydrogen may 
be compared with carbonic oxide. The metallic oxides of the above- 
mentioned metals, when reduced by charcoal, also give carbonic oxide. 
Priestley obtained it by heating charcoal with zinc oxide. It must be 
held that here carbonic anhydride is first produced, but that, combining 
with carbon, it forms carbonic oxide. As free carbonic anhydride may 
be transformed into carbonic oxide, so, in the same way precisely, may 
that carbonic acid which is in a state of combination ; therefore, if 
magnesium or barium carbonates (MgCO, or BaCO,) be heated to a 
red heat with charcoal, or iron or zinc, carbonic oxide will be produced— 
for instance, it is obtained by heating an intimate mixture of 9 parts 
of chalk and 1 part of charcoal in a clay retort. 

Many organic substances 2’ on being heated, or under the action of 
different agents, yield carbonic oxide ; amongst these are many organic 
or carboxylic acids. The simplest are formic and oxalic acids. Formic 
acid, CH,O,, on being heated to 200°, easily. decomposes into carbonic 
oxide and water, CH,0O,=CO+H,0. This reaction may be effected 


side of the question resolves itself into utilising all the heat given out by the charcoal, 
and contained in the incandescent gas, for heating up the air, for the formation and super- 
heating of the steam. 

Water gas is sometimes called ‘the fuel of the future,’ because it is applicable to all 
purposes, develops a high temperature, and is therefore available, not only for domestic 
and industrial uses, but also for gas-motors (page 172) and for lighting. For the 
latter purpose platinum, lime, magnesia, zirconia, and similar substances (as in the 
Drummond light, Chapter III.), are rendered incandescent in the flame, or else the gas is 
carburetted—that is, mixed with the vapours of volatile hydrocarbons (generally benzene 
or naphtha, naphthalene, or simply naphtha gas), which communicate to the pale flame 
of carbonic oxide and hydrogen a great brilliancy, owing to the high temperature developed 
by the combustion of the non-luminous gases. As water gas, possessing these properties, 
may be prepared at central works and conveyed in pipes to the consumers, may be pro- 
duced from any kind of fuel, and ought to be much cheaper than ordinary gas, it may 
actually be considered that in course of time (when practice will have determined the 
cheapest and best way to prepare it) it will not only supplant ordinary gas but will with 
advantage everywhere replace the ordinary forms of fuel, which in many respects are 
inconvenient. At present its consumption spreads principally for lighting purposes, and 
for use in gas-engines instead of ordinary illuminating gas. 

7 The so-called yellow prussiate, K,FeC,Ng, on being heated with ten parts of strong 
sulphuric acid forms a considerable quantity of very pure carbonic oxide completely free 
from carbonic anhydride. 
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by mixing formic acid with glycerin, because in a separate state it vola- 
tilises much earlier, and therefore cannot be heated up to the required 
temperature. The salts of formic acid, on being heated with sulphuric 
acid, yield carbonic oxide. Usually, however, carbonic oxide is pre- 
pared in laboratories, not from formic but from oxalic acid, C,H,O,, 
the more so as formic acid is itself prepared from oxalic acid. The 
latter acid is easily obtained by the action of nitric acid on starch, 
sugar, &c. ; it is also found in nature. Oxalic acid is easily decom- 
posed by heat; its crystals first lose water, then partly volatilise, 
but the greater part is decomposed. The decomposition is of the 
following nature : it splits up into water, carbonic oxide, and car- 
bonic anhydride,?® C,H,O,=H,0+C0O,+CO. This decomposition 
is generally practically effected by mixing oxalic acid with strong 
sulphuric acid, because the latter favours the decomposition by taking 
up the water. On heating a mixture of oxalic and sulphuric acids a 
mixture of carbonic oxide and carbonic anhydride is evolved. This 
mixture is passed through a solution of an alkali in order to absorb 
the carbonic anhydride, whilst the carbonic oxide passes on. Oxalic 
acid in admixture with glycerin, on being heated first to 100° and 
then to 140°, decomposes in a similar manner. 

In its physical properties carbonic oxide resembles nitrogen ; this 
is explained by the equality of their molecular weights. The absence 
of colour and smell, the low temperature of the absolute boiling 
point, —140° (nitrogen —146°), the faculty of solidifying at — 200° 
(nitrogen, — 202°), the boiling point of —190° (nitrogen, — 203°), 
and the slight solubility (page 78), of carbonic oxide are almost the 
same as in those of nitrogen. The chemical properties of both 
gases are, however, very different, and in these carbonic oxide re- 
sembles hydrogen. Carbonic oxide burns with a blue flame, giving 
2 volumes of carbonic anhydride from 2 volumes of carbonic oxide, just 
as 2 volumes of hydrogen give 2 volumes of aqueous vapour. It 
explodes with oxygen, in the eudiometer, like hydrogen.2? When 


%8 The decomposition of formic and oxalic acids, with the formation of carbonic oxide, 
considering these acids as carboxy] derivatives, may be explained as follows :—The first 
is H(COOH), and the second (COOH), or Ha, in which one or both parts of hydrogen are 
exchanged for carboxyl; therefore they are equal to H,+CO, and H.+2CO,; but H, 
reacts with CO., as has been stated above, forming CO and H,O. From this it is also 
evident that oxalic acid on losing CO, forms formic acid, and also that the latter may 
proceed from CO + H,0, as we shall see further on. 

#9 It is remarkable that, according to the investigations of Dixon, perfectly dry 
carbonic oxide does not explode with oxygen when a spark of low intensity is used, but 
an explosion takes place if there is the slightest admixture of moisture. L. Meyer, 
however, showed that sparks of an electric discharge of considerable intensity pro- 
duce an explosion. I think that this may be explained by the fact that water with 
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breathed it acts as a strong poison, because it is absorbed by the 
blood ; 3° this explains the action of charcoal fumes, the products of 
the incomplete combustion of charcoal and other carbonaceous fuels. 
Owing to its faculty of combining with oxygen, carbonic oxide acts asa 
powerful reducing agent, taking up the oxygen from many compounds 
at a red heat, and being itself transformed into carbonic anhydride. 
The reducing action of carbonic oxide, however, is (like that of 
hydrogen, Chapter IT.) naturally confined to those oxides which easily 
part with their oxygen—as, for instance, copper oxide-—whilst the 
oxides of magnesium or potassium are not reduced. Metallic iron itself 
is capable of reducing carbonic anhydride into carbonic oxide, just as. 
it liberates the hydrogen from water. Copper, which does not de- 
compose water, does not decompose carbonic oxide. If a platinum 
wire heated to 300°, or spongy platinum at the ordinary tempera- 
ture, be plunged into a mixture of carbonic oxide and oxygen, or of 
hydrogen and oxygen, the mixture explodes. These reactions remind 
one exceedingly of those which are peculiar to hydrogen. The follow- 
ing important distinction, however, exists between them, namely : the 
molecule of hydrogen is composed of H,, a group of elements divisible 
into two like parts, whilst, as the molecule of carbonic oxide, CO, 
contains unlike atoms of carbon and oxygen, in none of its reactions 
of combination can it give two molecules of matter containing its 
elements. This is particularly noticeable in the action of chlorine on 
hydrogen and on carbonic oxide respectively ; with the former chlorine 
forms hydrogen chloride, and with the latter it produces the so-called 
carbonyl] chloride, COC], ; that is to say, the molecule of hydrogen, H,, 
under the action of chlorine divides, forming two molecules of hydro- 
chloric acid, whilst the molecule of carbonic oxide entirely enters 
into the molecule of carbonyl chloride. This characterises the so- 
called diatomic or bivalent reactions of radicles or residues. H is a 
monatomic residue or radicle, like K, Cl, and others, whilst carbonic 
oxide, CO, is an indivisible (without decomposition) bivalent radicle, 
equivalent to H, and not to H, and therefore combining with X, and 


carbonic oxide gives carbonic anhydride and hydrogen, but hydrogen with oxygen gives 
hydrogen peroxide (Chapter VII. p. 305), which with carbonic oxide forms carbonic 
anhydride and water. The water, therefore, is renewed, and again serves the same 
purpose. But it may be that here it is necessary to acknowledge a simple contact 
influence. 

50 Carbonic oxide is a very quick poison, because it is absorbed by the blood in the 
Rame way as oxygen. In addition to this, the spectrum of the absorption of the blood 
changes 50 that by the help of blood it is easy to detect the slightest traces of carbonic 
oxide in the air. M.A. Kapoustin found that linseed oil (and therefore oil paints) are 
capable of giving off carbonic oxide while drying (absorbing oxygen). 
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interchangeable with H,. This distinction is evident from the annexed 
comparison : 


HH, hydrogen. CO, carbonic oxide. 

HCl, hydrochloric acid. COCL,, carbony] chloride. 
HKO, potash. CO(KO),, potassium carbonate. 
HNH., ammonia. CO(NH,)., urea. 

HCH, methane. CO(CH;),, acetone. 

HHO, water. CO(HO),, carbonic acid. 


Such monatomic (univalent) residues, X, like H, Cl, Na, NO,, NH,, 
CH,, CO,.H (carboxyl), OH, and others, in accordance with the law 
of substitution, .combine together, forming compounds, XX’ ; with 
oxygen, or in general with diatomic (bivalent) residues, Y--—for instance, 
with O, CO, CH,, 8, Ca, &c.—compounds XX’/Y ; but diatomic 
residues, Y, sometimes capable of existing separately, combine together, 
YY’ and with X, or XX’, as we see from the transition of CO into 
CO, and COCI,. This combining faculty of carbonic oxide appears in 
many of its reactions. Thus it is very easily absorbed by cuprous 
chloride, CuCl, dissolved in fuming hydrochloric acid, forming a 
crystalline compound, COCu,Cl,,2H,O, decomposable by water ; it 
combines directly with potassium (at 90°), forming (KCO),°! with 
platinum dichloride, PtCl,, with chlorine, Cl,, &c. 

But the compounds of carbonic oxide with the alkalis are still more 
remarkable —for instance, with potassium or barium hydroxides, &c.— 
although it is not directly absorbed by them, as it has no acid 
properties. Berthelot (1861) showed that potash in the presence of 
water is capable of absorbing carbonic oxide, but the absorption 
takes place slowly, little by little, and it is only after being heated 
for many hours that the whole of the carbonic oxide is absorbed by 
the potash. The salt, CHKO,, is obtained by this absorption ; it cor- 
responds with an acid found in nature, namely, the simplest organic— 
carboxylic -acid, formic acid, CH,O,. It can be extracted from the 
potassium salt by means of distillation with dilute sulphuric acid, 
just as nitric acid is prepared from sodium nitrate. The same acid 
is found in ants, in nettles (when the points of the nettles enter 


51 The molecule of metallic potassium (Scott, 1887), like that of mercury, contains one 
atom, and it is probably in virtue of this that the molecules CO and K combine together. 
But as in the majority of cases potassium acts as a univalent radicle, the polymeride 
K,C.,O, is formed, and probably K,oC, Ojo, because products containing C,o are formed 
by the action of hydrochloric acid. The black mass formed by the combination of 
carbonic oxide with potassium explodes with great ease, and oxidises in the air. Although 
Brodie and Lerch have greatly extended our knowledge of this compound, much still 
remains unexplained. 
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the skin they break, and the corrosive formic acid enters into the 
body); it is obtained during the action of oxidising agents on many 
organic substances ; it is formed from oxalic acid, and under many 
conditions splits up into carbonic oxide and water. In the formation 
of formic acid from carbonic oxide we observe an example of the 
synthesis of organic compounds, such as are now very numerous, and 
are treated of in detail in organic chemistry. 

Formic acid, H(CHO,), carbonic acid, HO(CHO,), and oxalic acid 
(CHO,)., are the simple organic or carboxylic acids, R(CHO,) cor- 
responding with HH and HOH. Proceeding from carbonic oxide, CO, 
the formation of carboxylic acids is clearly seen from the fact that CO is 
capable of combining with X., that is, forming COX,. If, for instance, 
one X is an aqueous residue, OH (hydroxyl), and the other X hydrogen, 
then the simplest organic acid—formic acid, H(COOH)—is obtained. 
As all hydrocarbons (Chapter VIII.) correspond with the simplest, 
CH,, so all organic acids may be considered to proceed from formic 
acid. 

In a similar way it is easy to explain the relation to other com- 
pounds of carbon of those compounds which contain nitrogen. By way 
of an example we will examine one class of such nitrogenous com- 
pounds. There are ammonium salts, R(CNH,O,) corresponding with 
every carboxylic acid, R(CHO,), which salts contain the elements of 
water ; this, with the assistance of substances taking up the water, may 
be separated with formation of a special class of nitrogenous organic, 
or, as they are termed, cyanogen compounds, RCN,*? because the group 
or monovalent residue, or radicle, CN, is called cyanogen. From this the 
connection of the most varied organic compounds is apparent, and it is 
not only expressed in relation to their composition but by a multitude 
of reactions. It is most important to turn our attention to the two 
following circumstances : (1) We have already noticed the various 
mutual transformations of the simplest organic acids, clearly explained 
by the existence of carboxy! in their composition. In a similar way, in 
many reactions, the various cyanogen compounds undergo mutual 
transformation, especially hydrocyanic acid, H(CN), corresponding 
with formic acid, H(CHO,) ; cyanic acid, OH(CN), corresponding to 
carbonic acid, OH(CHO,) ; and cyanogen, (CN),, corresponding with 
oxalic acid, (CHO,),. The mutual transitions of cyanogen compounds 
into one another were known much earlier than the doctrine of 
carboxylic acids, and therefore Gay-Lussac acknowledged cyanogen, 


52 The connection of the immense series of cyanogen compounds with the rest of the 
hydrocarbons by means of carboxyl was enunciated by me, about the year 1860, at the 
first Annual Meeting of the Russian Naturalists. 
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CN, as the radicle of cyanic acid or hydrocyanic acid, HCN, form- 
ing salts, for instance of mercury, which latter on being heated, as 
Gay-Lussac showed, gives cyanogen itself, (CN),. (2) As the ammo- 
nium salt of a carboxylic acid, R(CNH,O,), contains the elements of 
two molecules of water, and molecular quantities are those which act 
in reactions ; then, previously to forming a cyanogen compound, or 
nitrile, by parting with two molecules water, an ammonium salt ought to 
form an amide by losing one molecule of water: R(CO,NH,)—H,O= 
R(CNH,O). Amides are therefore compounds containing the univalent 
amide residue, NH., of ammonia, or a compound, COX,, in which one 
X=R and the other=>NH,. Such are, for instance, formamide, or the 
amide of formic acid, (CO)H(NH,), or H(CONH,). The amides com- 
pose a most numerous series of nitrogen compounds, and are obtained 
in many ways ;** they are met with in plants and animals, and, as 
has already been shown, by parting with water they form nitriles or 
cyanogen compounds, so that they serve as transitional terms between 
R(CO,NH,) and RCN. The varieties, reactions, and properties of the 
amides and nitriles of organic acids, and therefore also of cyanogen 
compounds, are, as carbon compounds, examined in greater detail in 
organic chemistry, and here we will only dwell on the simplest of them ; 
and, in order to clearly explain the derived ammonia compounds, we 
will first dwell on the ammonium salts and amides of carbonic acids. 
As carbonic acid is bibasic, its ammonium salts ought to have the fol- 
lowing composition : acid carbonate of ammonium, H(NH,)CO,, and the 
normal carbonate, (NH,),CO3; ; they represent compounds of one or two 
molecules of ammonia with carbonic acid. The acid salt appears in the 
form of a non-odoriferous and (when tested with litmus) neutral sub- 
stance, soluble at the ordinary temperature in six parts of water, in- 
soluble in alcohol, and obtainable in a crystalline form either without 
water of crystallisation or with various proportions of it. If an 
aqueous solution of ammonia be saturated with carbonic anhydride, 
and then evaporated over sulphuric acid in the bell jar of an air-pump, 
crystals of this salt are separated. Solutions of all other ammonium 
carbonates, when evaporated under the air-pump, yield crystals of this 
salt. A solution of this salt, even at the ordinary temperature, gives 
off carbonic anhydride, as do all the acid salts of carbonic acid (for 


5 Thus, for instance, oramide, or the amide of oxalic acid, (CNH.O),, is obtained in 
the form of an insoluble precipitate on adding a solution of ammonia to an alcoholic 
solution of ethyl oxalate (CO,C.H;)., which is formed by the action of oxalic acid on 
alcohol: (CHO,),+2(C2Hs)OH =2HOH + (CO.,C,H;).. As the nearest derivatives of 
ammonia, the amides with alkalis yield ammonia and form the salt of the acid. The 
nitriles do not, however, give similar reactions so readily. 
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instance, NaHCO, ), and at 38° the separation of carbonic anhydride 
takes place with great rapidity. For this reason the formation of the 
acid salt in the solution, and the evaporation, must be conducted at a 
low temperature, and with an excess of carbonic acid, as the product of 
dissociation of this salt. On losing carbonic anhydride and water, 
the acid salt is converted into the normal salt, 2(NH,)HCO,= 
H,O+CO,+(NH,),CO, ; the latter, however, decomposes in solution, 
and therefore can only be obtained in crystals, (NH,),CO;,H,O, at 
low temperatures, and from solutions containing an. excess of ammo- 
nia as the product of dissociation of this salt: (NH,),CO, = 
NH,+(NH,)HCO,. But the normal salt,*4 according to the general 
type, is capable of decomposing with separation of water, and forming 
ammonium carbamate, NH,O(CONH,)=(NH,),CO;—H,0 ; this still 
further complicates the history of the carbonates of ammonium. It is 
evident that, in reality, on changing the quantity of water, ammonia, 
and carbonic acid, various intermediate salts will be formed con- 
taining mixtures or combinations of those mentioned above, or, in 
other words, various states of equilibrium of reactions reverse to one 
another will be produced. Thus the ordinary commercial carbonate of 
ammonia, obtained by distillation of a mixture of chalk and sulphate 
of ammonia (Chapter VI.), or sal-ammoniac, 2NH,Cl+CaCO, = 
CaCl,+(NH,),CO , does not remain as a normal salt, but, through loss 
of part of the ammonia, partly contains the acid salt, and, through loss 
of water, contains some carbamate, and most frequently presents the com- 
position NH,O(CONH,) + 20H(CO,NH,) = 4NH; + 3C0, + 2H,0. 
Indeed, this salt, from having under various conditions parted with 
ammonia, carbonic anhydride, and water, does not present a constant 
composition, and ought rather to be regarded as a mixture of acid salt 
and amide salt. The latter must be recognised as entering into the 
composition of the ordinary carbonate of ammonia, because it contains 
less water than is required for the normal or acid salt ;*° but on being 
dissolved in water this salt gives a mixture of acid and normal salts. 
Ammonium carbamate itself, whose composition (and formation) is 
equal to 2NH,;+CO,, when dissolved in water, does not entirely 
precipitate a calcium salt, for instance CaCl,, which produces a normal 
salt, (NH,),CO,+CaCl,=2NH,Cl+CaCO., probably because a calcium 
carbamate is produced which is soluble in water. 

54 The acid salt (NH,)HCO; on losing water ought to form the carborylic acid, 
(NH.)HCO,, or, better, OH\CNH.,O}, as we wrote it before; but it is not formed, which 
is accounted for by the instability of the acid salt itself. Carbonic anhydride is given 
off and ammonia is produced, which gives a carboxylic ammonium salt. 


33 In the normal salt, 2NH; + CO, + H,.0, in the acid salt, NH; +CO,.+ H,0O, but in the 
commercial salt to 83CO, ouly 2H,,0. 
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This ammonium carbamate is one of the most remarkable of the 
ammonium carbonates, because it is the simplest in its composition, 
and is easily and immediately formed by mixing two volumes of dry 
ammonia with one volume of dry carbonic anhydride, 2NH,+CO,= 
NH,O(CONH,) ; it is a solid substance, smells strongly of ammonia, 
attracts moisture from the air, and entirely decomposes at 60°. The 
fact of this decomposition may be judged * by the density of its 
vapour, which =13 (H=1) ; this exactly corresponds with the density 
of a mixture of 2 volumes of ammonia and 1 volume of carbonic 
anhydride. It is casily understood that such a combination will take 
place with any ammonium carbonate under the action of salts which 
take up the water—for instance, sodium or potassium carbonate.?’ As 
ammonia and carbonic anhydride in an anhydrous state only form one 
compound, CO,2NH,,** ammonium carbamate, as has been already 
stated, may be regarded as COX,, where X has been replaced by the 
residues NH, and NH,O (that is, HO in which H is replaced by 
NH,), and therefore is still capable of losing water and forming the 
symmetrical amide CO(NH,),. This must be termed carbamide. It 
is identical with urea, CN,H,0O, which, contained in the urine (about 
2 per cent. in human urine), is for the higher animals (especially the 
carnivorous) the ordinary product of excretion %° of the nitrogenous 
substances found in the organism. If ammonium carbamate be heated 
to 140° (in a sealed tube, Bazarnff), or if carbonyl chloride, COCI,, 
be treated with ammonia (Natanson), urea will be obtained, which 


56 Naumann determined the following densities of the vapour of ammonium carbamate 
(in millimetres of mercury) :— 


-~10° 0° +10° 20° 30° 40° 50° 60° 
5 12 80 62 124 248 470 770 


Horstmann and Isambert studied the densities corresponding with excess of NHs or CO,, 
and found, as might have been expected, that with such excess the mass of the salt 
formed (in a solid state) increases and the decomposition (transition into vapour) 
decreases. 

37 Calcium chloride enters into double decomposition with ammonium carbamate. 
Acids (for instance sulphuric) take up ammonia, and set free carbonic anhydride ; 
alkalis (for instance, potash) take up carbonic anhydride and set free ammonia, and 
therefore, for removing water here only sodium or potassium carbonate may be 
taken. 

38 It must be imagined that the reaction takes place at first between equal volumes 
(Chapter VII.); but then carbamic acid, HO(CNH,O), is produced, which, as an acid, 
immediately combines with the ammonia, forming NH,O(CNH,0). 

50 Urea is undoubtedly a product of the oxidation of complex nitrogenous matters 
(albumin) of the animal body. It is found in the blood. It is absorbed from the blood by 
the kidneys. A man excretes about 30 grams of urea per day. As a derivative of car- 
bonic anhydride, into which it is readily converted, urea is in a sense a product of 
oxidation. 
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shows its direct connection with carbonic acid—that is, the presence of 
carbonic acid and ammonia in it. From this it will be understood how 
urea during the putrefaction of urine is converted into ammonium 
carbonate, CN,H,O+ H,O=CO,+2NH3. 

Thus urea, both by its origin and reactions, is an amide of carbonic 
acid. Representing as it does ammonia (two molecules) in which the 
hydrogen (two atoms) is replaced by the bivalent radicle of carbonic acid, 
urea retains the property of ammonia of entering into combination, 
with acids (for instance, with nitric acid, CN,H,O,HNO;), with bases 
(for instance, with mercury oxide), and with salts (for instance, sodium 
chloride, ammonium chloride), but it has no alkaline properties. It is 
soluble in water without change, but at a red heat loses ammonia and 
forms cyunic acid, CN HO, and its polymeride, cyanuric acid,C;N,H,03. 
The first is a nitrile of carbonic acid—that is to say, is a cyanogen 
compound. This conformity is evident from the fact that the acid 
ammonium carbonate, OH(CNH,O,), on parting with 2H,O, ought 
to form cyanic acid, CNOH. There is a relation of direct poly- 
merisation between cyanuric acid (a solid, crystalline, and very stable 
substance) and cyanic acid (a liquid, very unstable substance, easily 
changeable in several ways). Both have the same composition, and 
they pass one into another at different temperatures. If crystals of 
cyanuric acid be heated to a temperature, ¢°, then the vapour tension, 
p, in millimetres of mercury (Troost and Hautefeuille) will be : 

t. 160°, 170°, 200°, 250°, 300°, 350°. 
p. 56, 68, 130, 220, 430, 1200. 


The vapour contains cyanic acid, and. if it be rapidly cooled, it 
condenses into a mobile volatile liquid (specific gravity at 0°=1-14). 
If the liquid cyanic acid be gradually heated, it passes into a new 
amorphous polymeride (cyamelide), which, on being heated, like 
cyanuric acid, forms vapours of cyanic acid. If these fumes are heated 
above 150°, they directly pass into cvanuric acid. Thus, at a tempera- 
ture of 350°, the pressure does not rise above 1200 mm. on the addi- 
tion of vapours of cyanic acid, because the whole excess is transformed 
into cyanuric acid. Therefore, the above-mentioned figures give the 
tension of dissociation of cyanuric acid, or the greatest pressure which 
the vapours of HOCN are able to attain at a given temperature, whilst 
at a greater pressure, or by the introduction of a large mass of matter 
into the given volume, the whole of the excess is converted into 
cyanuric acid. The properties of cyanic acid which we have described 
were principally observed by Wohler, and clearly show the faculty of 
polymerism of cyanogen compounds. This is observed in many other 
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cyanogen derivatives, and is regarded as the consequence of the above- 
mentioned explanation of their nature. All cyanogen compounds are 
ammonium salts, R(CNH,O,), deprived of water, 2H,O; therefore 
their molecules ought to show the faculty of combining with two mole- 
cules of water or with other molecules in exchange for it (for instance, 
with H.S, or HCl, or 2H,, &c.), and are therefore capable of combining 
together. The combination of molecules of the same kind to form. 
more complex ones is nothing else but polymerisation.‘° 

Besides being a substance very apt to form polymerides, cyanic acid 
presents many other features of interest, expounded in greater detail 
in organic chemistry. First of all, the transition of ammonium cyanate 
into urea ought to be considered.. The reason is that the salts of 
cyanic acid, which are easily split up, by the action of acids and even 
of water, into ammonia and carbonic anhydride, are produced by the 
oxidation of saline metals, as we shall see further on. Potassium 
cyanate, KCNO, for instance, is most often obtained in this way. 
Solutions of cyanates, by the addition of sulphuric acid, yield 
cyanic acid, which, however, immediately decomposes : CNHO+H,O 
=CO,+NH;. A solution of ammonium cyanate, CN(NH,)O, behaves 
in the same manner, but only in the cold. On being heated it 
completely changes, because it is transformed into urea. The composi- 
tion of both substances is identical, CN,H,O, but the structure or dis- 
position and the connection between the elements is different : in the 
ammonium cyanate one atom of nitrogen exists in the form of cyanogen, 
CN—that is, united with carbon—and the other as ammonium, NH,, 
but, as cyanic acid contains the hydroxyl radicle of carbonic acid, 
OH(CN), the ammonium in this salt is united with oxygen ; whilst in 
urea both the nitrogen atoms are symmetrically and uniformly disposed 
as regards the radicle CO of carbonic acid: CO(NH,),. For this 
reason, urea is much more stable than ammonium cyanate, and there- 
fore the latter, on being slightly heated in solution, is converted into 


4° Just as the aldehydes (for instance, C,H,O, page 145) are alcohols (for instance, 
C,H,0) which have lost hydrogen. 

The aldehydes are also capable of entering into combination with many substances, 
and of polymerising, forming slightly-volatile polymerides, which depolymerise on heating. 
Although there are also many similar phenomena (for instance, the transformation of 
yellow into red phosphorus, the transition of cinnamene into metacinnamene, &c.) of 
polymerisation, in no other case are they so clearly and simply expressed as in cyanic 
acid. The details relating to this must be sought for in treatises on organic and 
theoretical chemistry. If we touch on certain sides of this question it is principally with 
the view of showing the phenomenon of polymerisation by typical examples (this pheno- 
menon being met with more frequently than was formerly imagined, see Silica), and 
also to show the faculty which cyanogen derivatives have of forming the most varied 
compounds. 
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urea. This remarkable isomeric transformation was discovered by 
Wohler in 1828. It had an important historical signification, because 
at that time such an easy formation outside the organism of those 
substances which are met with in it was quite unexpected, it being at 
that time supposed that the vital force of the organism produced sub- 
stances which could not be formed outside it. But in addition to the 
abolition of this presupposition, the easy transition of NH,OCN into 
CO(NH,), is the best example of the transition of one state of 
atomic equilibrium into another more stable one. Every carboxyl 
acid, RCOOH, has its corresponding amide, RCONH,,‘'! and 
nitrile, as is the case with carbonic acid. In this way, formamide, 
HCONH,, and hydrocyanie acid, HCN, as a nitrile, correspond 
with formic acid, HCOOH, and therefore ammonium formate, 
HCOONH,, and formamide, under the action of heat and substances 
which take up water (phosphoric anhydride), form hydrocyanic acid, 
HCN, whilst, under many conditions (for instance, on combining with 
hydrochloric acid in presence of water), this hydrocyanic acid forms 
formic acid and ammonia. Although containing hydrogen in the 
presence of two acid-forming elements—namely, carbon and nitrogen ‘? 
—hydrocyanic acid does not give an acid reaction with litmus (cyanic 
acid has very marked acid properties), but forms salts, MCN, and 
therefore presents the properties of a feeble acid, and for this reason is 
called an acid. The small amount of energy which it has is shown 
by the fact that the cyanides of the alkali metals—for instance, potas- 
sium cyanide(KHO+ HCN=H,0+ KCN) in solution—have a strongly 


«1 The majority of the amides corresponding with acids, being represented by the com- 
position RN Hg, very easily undergo the inverse change ; they combine with water, even 
when simply boiled with it, and still more so under the action of alkalis and acids. Ammonia 
is evolved by the action of alkalis on amides, naturally in virtue of the water combining 
with the amide, in addition to which there is formed a salt of the acid, which had served to 
form the amide according to the equation: RNH,+KHO=RKO+NHs. The same thing 
takes place under the action of acids, only, naturally, an ammonium salt of the given 
acid is formed, and the acid, previously in the condition of an amide, separates in the 
free state: RNH.+HCl+H,O=RHO+NH,Cl. Thus the amides, in the majority of 
cases, easily pass back into ammonium salts in the presence of water, alkalis, and acids; 
but they differ in a marked way from them. None of the ammonium salts are distillable, 
nor volatilise without change; in most cases ammonia salts, on being heated, lose water 
and form amides ; many amides volatilise without change, and sometimes are crystalline 
volatile substances easily distilled. Such are, for instance, the amides of acetic, benzoic, 
formic, and a large number of other organic acids. Judging from the preceding facts, 
amides may be regarded as acids RHO, in which the hydroxyl HO is replaced by the 
ammonia radicle (amidogen) N Hz. 

42 If ammonia and methane (marsh gas) do not show any acid properties, that is in all 
probability due to the presence of a large amount of hydrogen in both; but in hydro- 
cyanic acid one atom of hydrogen is under the influence of two acid-forming elements. 
Acetylene, C,H», which contains but little hydrogen, presents acid properties in certain 
respects, because its hydrogen is easily replaced by metals. 
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alkaline reaction.‘3 If ammonia be passed over charcoal at a red heat, 
especially in the presence of an alkali, or if gaseous nitrogen be passed 
through a mixture of charcoal and an alkali (especially potash, KHO), 
and also if a mixture of nitrogenous organic substances and alkali be 
heated to a red heat, in all these cases the alkali metal combines with the 
carbon and nitrogen, forming a metallic cyanide, MCN—for example, 
KCN. Potassium cyanide is much used in the arts, and is obtained, 
as above stated, under many circumstances—as, for instance, in iron 
smelting, especially with the assistance of wood charcoal, the ash of 
which contains much potash. The nitrogen of the air, the alkali of the 
ash, and the charcoal are brought into contact at a high temperature 
during iron smelting, and therefore, under these conditions, a consider- 
able quantity of potassium cyanide is formed. In practice it is not usual 
to prepare potassium cyanide directly, but a peculiar compound of it 
containing potassium, iron, and cyanogen. This compound is potassium 
ferrocyanide, and is also known as yellow prussiate of potash, because 
with ferric salts it forms a blue colour—Prussian blue. This saline 
substance, having the composition K,FeC,N,+3H,0, is prepared on 
the large scale in cast-iron pots (the iron of which enters into the salt), 
by heating with alkali leather cuttings, horn filings and shavings, 
and similar animal matter, composed of complex organic substances 
containing carbon and nitrogen ; the alkali which is added is com- 
posed of potashes containing potassium ; thus all the necessary ele- 
ments for producing the yellow prussiate are brought into contact at a 
high temperature, and the above-mentioned substance is formed. 
The name of cyanogen (xvavos) is derived from the property which 
the yellow prussiate possesses of forming, with a solution of a ferric 
salt, FeX,, the familiar pigment Prussian blue. The yellow prussiate 
is generally used as the source of the other cyanogen compounds 
(because it is manufactured on a large scale), and we will therefore 
describe the method of forming the cyanogen compounds derived 
from it. 

If yellow prussiate be mixed with two parts of water and three- 


& Solutions of cyanides—for instance, of those of potassium or barium—uare decom- 
posed by carbonic acid. Even the carbonic anhydride of the air acts in a similar way, 
and for this reason these solutions do not keep, because, in the first place, free hydro- 
cyanic acid itself decomposes and polymerises, and, in the second place, with alkaline 
liquids it forms ammonia and formic acid. Hydrocyanic acid does not liberate carbonic 
anhydride from solutions of sodium or potassium carbonates. Buta mixture of solutions 
of potassium carbonate and hydrocyanie acid yields carbonic anhydride on the addition 
of oxides similar to zine oxide, mercuric oxide, Kc. This is due to the great inclination 
which the cyanides evince to form double salts. For instance, ZnK.(CN), is formed, 
which is a kind of soluble double salt. 
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quarter part of sulphuric acid, and the mixture be heated, it decom- 
poses. volatile hydrocyanic acid separating. This was obtained for 
the first time by Scheele in 1782, but it was only known to him in 
solution. In 1869 Ittner prepared anhydrous prussic acid, and in 
1*15 Gay-Lussac finally settled its properties and showed that it con- 
tains only hydrogen, carbon, and nitrogen, CNH. If the distillate be 
redistilled (a weak solution of HCN), and the first part be collected, 
the anhydrous acid may be prepared from this stronger solution. In 
order to do this, pieces of calcium chloride are added to the concentrated 
solution. and the anhydrous acid floats as a separate layer, because it 
is not soluble in an aqueous solution of calcium chloride. If this layer 
be then distilled over a new portion of calcium chloride at the lowest 
temperature possible, the prussic acid may be obtained completely free 
from water. It is, however, necessary to use the greatest caution in 
work of this kind, because prussic acid, besides being extremely 
poisonous, is exceedingly volatile.** 

Anhydrous prussic acid is a very mobile and volatile liquid ; its 
specific gravity is 0-697 at 18° ; at lower temperatures, especially when 
mixed with a small quantity of water, it easily congeals ; it boils at 26°. 
and therefore very easily evaporates, and at ordinary temperatures 
may be regarded as a gas. On this account the greatest caution is 
necessary in dealing with it, as an insignificant amount, when inhaled 
or brought into contact with the skin, causes death. It is soluble in 
all proportions in water, alcohol, and ether ; weak aqueous solutions 
are used in medicine.** 


“4 The mixture of the vapours of water and hydrocyanic acid, evolved on heating yellow . 
prussiate with sulphuric acid, may be directly passed through vessels or tubes filled with 
calcium chloride. These tubes must be cooled, because, in the first place, hydrocyanic 
acid easily changes on being heated, and, in the second place, the calcium chloride, when 
warm, would absorb less water. The mixture of hydrocyanic acid and aqueous vapour 
on passing over a long layer of calcium chloride gives up water, and hydrocyanic acid 
alone remains in the vapour. It ought to be cooled as carefully as possible in order 
to bring it into a liquid condition. The method which Gay-Lussac employed for obtain- 
ing pure hydrocyanic acid consisted in the action of hydrochloric acid gas on mercuric 
cyanide. The latter may be obtained in a pure state if a solution of yellow prussiate be 
boiled with a solution of mercuric nitrate, then filtered and crystallised by cooling; the 
mercuric cyanide is then obtained in the form of colourless crystals Hg(CN)s. 

If a strong solution of hydrochloric acid be poured upon these crystals, and the mix- 
ture of vapours evolved, consisting of aqueous vapour, hydrochloric acid, and hydrocyanic 
acid, be passed through a tube containing, first marble (for absorbing the hydrochloric 
acid), and then lumps of calcium chloride, on cooling, the hydrocyanic acid will be con- 
densed. In order to obtain the hydrocyanic acid in an anhydrous form, the decomposition 
of heated mercury cyanide by hydrogen sulphide may be made use of. Here the sulphur 
and cyanogen change places, and hydrocyanic acid and mercury sulphide are formed: 
HgiCN)., + HS =2HCN + HgS. 

45 A weak (up to 2 p.c.) aqueous solution of hydrocyanic acid is obtained by the dis- 
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The salts MCN—for instance, potassium, sodium, ammonium—as 
well as the salts M(CN ),.—for instance, barium, calcium, mercury—are 
soluble in water, but the salts of manganese, zinc, lead, and many others 
are insoluble in water. They form double salts with potassium cyanide 
and similar metallic cyanides, an example of which we will consider in 
a further description of the yellow prussiate. Not only are some of 
the double salts remarkable for their constancy and comparative 
stability, but so also are the soluble salt HgC,Ng, the insoluble silver 
cyanide AgCN, and even potassium cyanide in the absence of water. 
This salt,‘ when fused, acts as a reducing agent with its elements, K 
and C, and oxidises when fused with lead oxide, forming potassium 
cyanate, KOCN, which establishes the connection between HCN and 
OHCN—that is, between the nitriles of formic and carbonic acids— 
which connection is the same as between the acids themselves, because 
formic acid, on oxidation, yields carbonic acid. The relation which 
exists between hydrocyanic acid, metallic cyanides, and the salts of 
cyanic acid, as well as between all the above-mentioned compounds, 
may be expressed by granting the existence of a radicle in them con- 
taining carbon and nitrogen—cyanogen, CN. In this sense, prussic 
acid is hydrocyanic acid, and cyanic acid a cyanogen hydroxide, in 
exactly the same way as for chlorine we have hydrochloric acid, HC), 
and hypochlorous acid, CIOH. Free cyanogen ought to be represented 
as prussic acid in which the hydrogen has been replaced by cyanogen, 
(CN), or CNCN. This composition, judging from what has been 


tillation of certain vegetable substances. The so-called laurel water in particular enjoys 
considerable notoriety from its containing hydrocyanic acid. It is obtained by the 
steeping and distillation of laurel leaves. A similar kind of water is formed by the 
infusion and distillation of bitter almonds. It is well known that bitter almonds are 
poisonous, and have a peculiar characteristic taste. This bitter taste is due to the 
presence of a certain substance called amygdalin, which can be extracted by alcohol. 
This amygdalin decomposes in an infusion of bruised almonds, forming the so-called 
bitter almond oil, glucose, and hydrocyanic acid : 


CioHa NO; t + H,,O = C;H,O + CNH + 2C,H,.0,. 
Amygdalinin . Water. Bitter Hydrocyanic Glucose. 
bitter almonds. almond oil. acid. 


If after this the infusion of bitter almonds be distilled with water, the hydrocyanic acid 
and the volatile bitter almond oil are carried over with the aqueous vapour. The latter 
is insoluble in water, or only sparingly soluble, while the hydrocyanic acid remains as an 
aqueous solution. Bitter almond water is similar to laurel water, and is used, like the 
former, in medicine, naturally only in small quantities, because a considerable amount 
has poisonous effects. Perfectly pure anhydrous hydrocyanic acid keeps without change, 
just like the weak solutions, but the strong solutions only keep in the presence of uther 
acids; but in the presence of many admixtures these solutions easily give a brown 
polymeric substance, which is also formed from a solution of potassium cyanide. 

46 This salt will be described under potassium, as it is one of those which are often 
used. 
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already stated, exactly expresses that of the nitrile of oxalic acid, and, 
as a matter of fact, oxalate of ammonia and the amide corresponding 
with it (oxamide), on being heated with phosphoric anhydride, which 
takes up the water, yield cyanogen. This substance is also produced 
by simply heating some of the metallic cyanides. Mercuric cyanide 
is particularly adapted for this purpose, because it is easily obtained in 
a pure state and is very stable in a separate form. If mercuric cyanide 
be heated, it decomposes, in like manner to mercury oxide, into metallic 
mercury and cyanogen: HgC,N,=Hg+C,N,.‘7 When cyanogen is 
formed, part of it always polymerises into a dark brown insoluble 
substance called paracyanogen, capable of forming cyanogen when 
heated to redness.‘® - Cyanogen is an odorous, colourless, poisonous 
gas, easily condensed by cooling into a colourless liquid, insoluble in 
water and having a specific gravity of 0°86. It boils at about —21°, 
and therefore cyanogen may be easily condensed into a liquid by a 
strong freezing mixture. At — 35° liquid cyanogen solidifies. This gas 
is soluble in water and in alcohol to a considerable extent—namely, 1 
volume of water absorbs as much as 44 volumes, and alcohol 23 volumes. 
Cyanogen resists the action of heat without decomposing, but, under 
the action of the electric spark, the carbon is separated, leaving a 


47 For the preparation it is necessary to take completely dry mercuric cyanide, because 
when heated in the presence of moisture it gives ammonia, carbonic anhydride, and 
hydrocyanic acid. Instead of mercuric cyanide, a mixture of perfectly dry yellow prus- 
siate and mercuric chloride may be used, then double decomposition and the formation 
of mercuric cynnide take place in the retort. Silver cyanide also disengages cyanogen 
on being heated. 

48 Paracyanogen is a brown substance having the composition of cyanogen, formed 
during the preparation of cyanogen by all methods, and remaining as a residue. Silver 
cyanide, on being slightly heated, fuses, and on being further heated evolves a gas; in 
the residue a considerable quantity of paracyanogen is formed. Here it is remarkable 
that exactly half the cyanogen becomes gaseous, and the other half is transformed into 
paracyanogen. Metallic silver will be found in the residue with the paracyanogen ; it 
may be extracted with mercury or nitric acid, which does not act on paracyanogen. If 
paracyanogen be heated in a vacuum, it decomposes, forming cyanogen; but here the 
pressure p for a given temperature ¢ exceeds the determined magnitude, so that the 
phenomenon preseuts all the external appearance of a physical transformation into 
vapour; but, nevertheless, it is a complete change in the nature of the substance, but 
limited by the pressure of dissociation, as we saw before in the transformation of cyanuric 
acid into hydrocyanic, and as ought to be expected from the fundamental principles of 
dissociation. Troost and Hautefeuille (1868) found that for paracyanogen 


t = 530° 581°: 600° 635° 
p= 90 148 296 1089 mm. 


However, already at 550° part of the cyanogen decomposes into carbon and nitrogen. 
The reverse transition of cyanogen into paracyanogen coinmences at 350°, and at 600° 
proceeds rapidly. And if the transition of the first kind is likened to evaporation, then 
the reverse transition, or polymerisation, presents a likeness to the transition of vapours 
into the solid state. 
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volume of nitrogen equal to the volume of the gas taken. As it con- 
tains carbon it burns, and the colour of the flame is reddish-violet, 
which is due to the presence of nitrogen, all compounds of which impart 
more or less of this reddish-violet hue to the flame. During the com- 
bustion of cyanogen, carbonic anhydride and nitrogen are formed. 
This also takes place in the eudiometer with oxygen and during the 
action of cyanogen on many oxides at a red heat. 

The relation of cyanogen to the metallic cyanides is seen not only 
from the fact that it is formed from mercuric cyanide, but also by its 
forming cyanide of sodium or potassium on being heated with sodium 
or potassium, the sodium or potassium taking fire in thecyanogen. On 
heating a mixture of hydrogen and cyanogen to 500° (Berthelot),‘9 
or under the action of the silent discharge (Boilleau), hydrocyanic acid 
is formed, so that the reciprocity of the transitions does not leave any 
doubt in the matter that all the nitriles of the organic acids contain 
cyanogen, Just as all the organic acids contain carboxyl, and in it the 
elements of carbonic anhydride. Besides the amides,*° the nitriles (or 
cyanogen compounds, RCN), and nitro-compounds (containing the 
radicle of nitric acid, RNO,), there are a great number of other sub- 
stances containing, at the same time, carbon and nitrogen, particulars 
of which must be sought for in special works on organic chemistry. 


# Cyanogen (like chlorine) is absorbed by a solution of sodium hydroxide, sodium 
cyanide and cyanate being produced : C2N, + 2NaHO=NaCN+CNNa0+H,0. However, 
the latter salt easily decomposes, just as also part of the cyanogen liberated by heat from 
its compounds is subjected to a more complex transformation. 

50 Tf, in general, compounds containing the radicle NH, are called amides, some of the. 
amines ought to be ranked with them; that is, the hydrocarbons, C,nHom, in which the 
hydrogen is replaced by NH,.; for instance, methylamine, CH;'NHz,, aniline, CgHs°N Hy, 
&c. In general the amines represent ammonia in which part or all of the hydrogen is 
replaced by hydrocarbon radicles—such as, for instance, trimethylamine N(CH;);. They, 
like ammonia, combine with acids and form crystalline salts. Related substances are 
sometimes met with in nature, and bear the general name of alkaloids; such are, for 
instance, quinine in cinchona bark nicotine in tobacco, «c. 
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CHAPTER X 


SODIUM CHLORIDE—BERTHOLLET’S LAWS—HYDROCHLORIC ACID 


In the preceding chapters we have become acquainted with the most 
important properties of the four elements, hydrogen, oxygen, nitrogen, 
and carbon. They are sometimes termed the organogens, because they 
enter into the composition of organic substances. Their mutual com- 
binations may serve as types for all other chemical compounds—that is, 
they present the same atomic relations (types, forms, or grades of 
combinations) as those in which the other elements also combine 
together. 

Hydrogen, HH, or, in general, HR. 

Water, H,O, _,; » HR. 

Ammonia, HN, _,, » HR. 

Marsh gas, H,C, 3 5 HR. 


One, two, three, and four atoms of hydrogen enter into these 
molecules for one atom of another element. No compounds of one 
atom of oxygen with three or four atoms of hydrogen are known ; hence 
the atom of oxygen is without certain properties which are found in 
the atoms of carbon and nitrogen. 

The faculty of an element to form a compound of definite composi- 
tion with hydrogen (or an element analogous to it) gives the possibility 
of foretelling the composition of many other of its compounds. Thus, 
if we know that an element, M, combines with hydrogen, forming HM, 
and not forming H.M, H,;M, H,M,,, then we must conclude, on the 
basis of the law of substitution, that this element will give compounds 
M,O, M,N, MHO, MH,C, &c. Chlorine is an example of this kind. 
If we know that another element, R, like oxygen, gives with hydrogen 
a molecule, H,R, then we may expect that it will form compounds like 
hydrogen peroxide, or the metallic oxides, or carbonic anhydride, or 
carbonic oxide, and others. Sulphur is an instance of this kind. 
Hence the elements may be classified according to their resemblance 
to hydrogen, oxygen, nitrogen, and carbon, and in conformity with 
this analogy it is possible to foretell, if not the properties (for example, 
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the acidity or basicity), at all events, the composition! of their com- 
pounds. This forms the substance of the conception of the valency or 


1 But it is impossible to foretell all the compounds formed by an element from its 
atomicity or valency, because the atomicity of the elements is variable, and furthermore 
this variability is not identical for different elements. In CO,, COX., CHy, and the 
multitude of carbon compounds corresponding with them, the C is quadrivalent, but in 
CO either the carbon must be taken as bivalent or the atomicity of oxygen be accounted 
as variable. And carbon, nevertheless, is an example of an element which preseryes its 
atomicity to a greater degree than most of the other elements. Nitrogen in NHs, NH.(OH), 
N,O;, and even in CNH, must be considered as trivalent, but in NH,Cl, NO,(OH), and 
in all their corresponding compounds it is necessarily pentavalent. In N,0O, if the 
atomicity of oxgen = 2, nitrogen has an uneven atomicity (1, 3, 5), whilst in NO it is 
bivalent. If sulphur be bivalent, like oxygen, in many of its compounds (for example, 
H,S, SClo, KNS, &c.), then it could not be foreseen from this that it would form SOs, 
SOs, 8Cl,, SOC1,, and a series of similar: compounds in which its atomicity must be 
acknowledged as greater than 2. Thus in SO,, sulphurous anhydride, there are a multi- 
tude of points in common with CO), and if carbon be quadrivalent then the S in SOx, 1s 
quadrivalent. Therefore the principle of the atomicity (valency) of the elements cannot 
be established as the basis for the study of the elements, although it gives an easy possi- 
bility for grasping many analogies. Although a definite atomicity cannot be considered 
as a radical property of atoms and elements, it may, however, be made use of with great 
advantage in investigating the compounds of such elements us carbon, because carbon in 
all its usual compounds, and especially in the saturated compounds and those approach- 
ing them, acts as a quadrivalent element. I consider the four following as the chief 
obstacles to acknowledging the atomicity of the elements as a primary conception for the 
consideration of the properties of the elements: 1. Such univalent elements as H, Cl, 
&c., appear in a free state as molecules H,, Cl., &c., and are consequently like the uni- 
valent radicles CH;, OH, CO.H, &c., which, as might be expected, appear as C,Hg, 
O.H2, C,0,H, (ethane, hydrogen peroxide, oxalic acid), whilst on the other hand, potas- 
sium and sodium (perhaps also iodine at a high temperature) contain only one atom, 
K, Na, in the molecule in a free state. Hence it follows that free affinities may exist. 
And then nothing obliges us not to admit free affinities in all unsaturated compounds; for 
example, it may be said that in C.H, each atom of carbon is bound to the other by one 
affinity, two other affinities holding the hydrogen, and that the fourth affinity of each 
carbon atom is free. If such instances of free affinities be admitted, then all the possible 
advantages to be gained by the application of the doctrine of atomicity (valency) are 
lost. 2. There are instances—for example, Na,H—where univalent elements are 
gathered together in molecules which are more complex than R,, and form molecules, 
Rs, Ry, &c.; which may again be either taken as evidence of the existence of free affini- 
ties, or else necessitates such primary univalent elements as sodium and hydrogen being 
considered as variable in their atomicity. 3, The periodic system of the elements, with 
which we shall afterwards become acquainted, shows that there is a law or rule for the 
variation of the forms of oxygen and hydrogen compounds; chlorine is univalent with 
respect to hydrogen, and septavalent with respect to oxygen; sulphur is bivalent to 
hydrogen, and sexavalent to oxygen; phosphorus is trivalent to hydrogen and penta- 
valent in respect to oxygen—the sum is in every case equal to 8. Only carbon and its 
analogues (for example, silicon) are quadrivalent to both hydrogen and oxygen. Hence the 
property of the elements to change their atomicity lies in the essence of their nature, and 
consequently atomicity cannot be considered as a fundamental property. 4. Crystallo- 
hydrates (for instance, NaCl,2H.,O, or NaBr,2H,0O), double salts (for instance, PtCl,,2KCI, 
H.SiF., &c.), and similar complex compounds (and, according to Chap. I., solutions also) 
demonstrate the capacity not only of the elements themselves, but also of their saturated 
and limiting compounds, of entering into further combination. Therefore the admission 
of a definite limited atomicity of the elements includes in itself an admision of limita- 
tion which is not in accordance with the nature of chemical reactions. 
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atomicity of the elements. Hydrogen is taken as the representative 
of the univalent elements, giving compounds, RH, R(OH), R,O, RCI, 
R3N, R,C, &ce. Oxygen, in that form in which it gives water, is the 
representative of the bivalent elements, forming RH,, RO, RCl,, — 
RHCl, R(OH)Cl, R(OH),, RgC, RCN, &c. Nitrogen in ammonia is 
the representative of the trivalent elements, giving compounds RH, 
R,0;, R(OH)3, RCl;, RN, RHC, &c. In carbon is expressed the 
properties of the quadrivalent elements, RH,, RO,, RO(OH),, R(OH),, 
RHN, RCl,, RHCl;, kc. We meet with these forms of combination 
or aspects of union of atoms in all other elements, some being analogous 
to hydrogen, others to oxygen, and others to nitrogen or to carbon. 
But besides these quantitative analogies or resemblances, which 
are foretold by the law of substitution (Chapter VI.), there exist 
among the elements qualitative analogies and relations which are not 
exhausted in the compounds of the elements which have been con- 
sidered, but are most distinctly expressed in the formation of bases, 
acids, and salts of different types and properties. Therefore, for a 
complete study of the nature of the elements and their compounds it 
is especially important to become acquainted with the salts as sub- 
stances of a peculiar character, corresponding with acids and bases. 
Common table salt, or sodium chloride, NaCl, may in every respect be 
taken as a type of salts in general, and therefore we will pass to the 
consideration of this substance, of hydrochloric acid, and of the base 
sodium hydroxide, of the non-metal chlorine, and the metal sodium, 
which correspond with it. 

Sodium chloride, NaCl, or the familiar table salt, occurs in the 
primary formations of the earth’s crust,? from which it is washed away 
by the atmospheric waters, and is held in small quantities in all waters 
flowing through these formations, and is in this manner collected in 
the oceans and seas. The immense mass of salt in the oceans has been 
accumulated by this process from the remote ages of the earth’s crea- 


? The primary formations are those which do not bear any distinct traces of having 
been deposited from water (have not a stratified formation, contain no remains of 
animal or vegetable life), occur under the sedimentary formations of the earth, and are 
everywhere uniform in composition and structure, which is generally distinctly crystal- 
line. If the origin of the earth were of a molten nature, the first primary formations 
are those which formed the first solid crust of the earth. But even with this hypothesis 
of the earth’s origin, it is necessary to admit that the first aqueous deposits must have 
re-formned the crust of the earth, and therefore under the head of the primary formations 
must be understood the most ancient of the products of decomposition (mostly by atmo- 
spheric, aqueous, and organic agency, &c.), from which all the rocks and substances of 
the earth’s surface have arisen. In speaking of the origin of one or another substance, 
we can only, on the basis of facts, descend to the primary formation, of which granite, 
gneiss, and trachyte may be taken as examples. 
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tion, because the water has evaporated from them while the salt has 
remained in solution. The salt of sea water serves as the source not 
only for its direct extraction, but also for the formation of other masses 
of workable salt, such as rock salt and of saline springs and lakes. 

The extraction of salt from sea water is carried on in several ways. 
In southern climes, especially on the shores of the Atlantic Ocean, the 
Mediterranean and Black Seas, the summer heats are taken advantage 
of. A convenient, low-lying sea shore is chosen, and a whole series of 
basins, communicating with each other, are constructed along it. The 
upper of these basins are filled with sea water by pumping, or else 
advantage is taken of high tides. These basins are sometimes separated 
from the sea by natural sand-banks (limans) or by artificial means, and 
in April the water already begins to evaporate considerably. As the 
solution becomes more concentrated, it is run into the succeeding basins, 
and the upper ones are supplied with a fresh quantity of sea water, or 
else an arrangement is made enabling the salt water to flow by degrees 
through the series of basins. It is evident that the bed of the basins 
should be, as far as possible, impervious to water, and for this purpose 
they are made of beaten clay. The crystals of table salt begin to 
separate out when the concentration attains 28 p.c. of salt (which cor- 
responds to 28° of Baumé’s hydrometer). It is raked off, and employed 
for all those purposes to which table salt is applicable. In the majority 
of cases only the first half of the sodium chloride which can be separated 
from the sea water is extracted, because the second half has a bitter 
taste, from the presence of magnesium salts which separate out together 
with the table salt. But in certain localities—as, for instance, in the 
estuary of the Rhone, on the island of Camarga *—the evaporation is 
carried on to the very end, in order to obtain those magnesium and 
potassium salts which separate out at the end of the evaporation of sea 
water. Various salts are separated from sea water in its evaporation. 
In the water of oceans (Chapter I.) there is held so large an amount of 
sodium chloride that on evaporation this salt, notwithstanding its great 
solubility in water, soon reaches saturation and separates out. From 
100 parts of sea water there separates out, by natural and artificial 
evaporation, about one part of tolerably pure table salt at the very 
commencement of the operation ; the total amount held in solution 


3 The extraction of the potassium salts (or so-called summer salts) was carried on 
at the Isle of Camarga about 1870, when I had occasion to visit that spot. If I mistake 
not, this industry is now no longer carried on, because the deposits of Stassfurt provide 
a much cheaper salt, owing to the evaporation and separation of the salt being there 
carried on by natural means and only requiring a treatment and refining, which is also 
necessary in addition for the ‘summer salt’ obtained from sea water. 
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being about 24 p.c. The remaining portion of the table salt sepa- 
rates out, intermixed with the bitter salts of magnesium which form 
the chief admixture with table salt in sea water. These salts of 
magnesium, owing to their degree of solubility and the small amount in 
which they are present (less than | p.c.), only separate out, in the first 
crystallisations, in traces with the table salt ; whilst, in the succeeding 
crystallisations, they are deposited together with the table salt. Gypsum, 
or. calcium sulphate, CaSO,2H,O, owing to its sparing solubility, 
separates together with or even before the table salt. When about 
half of the table salt has separated, then, on further evaporation, the 
sea water gives a mixture of table salt and magnesium sulphate, and, 
on still further evaporation, the chlorides of potassium and magnesium 
begin to separate in a state of combination, forming the double salt 
KMgCl;,6H,O, which occurs in nature as carnallite. This is a 
crystallo-hydrated compound of KCl and MgCl,.4 After the separa- 
tion of this salt from sea water, there remains a mother liquor, con- 
taining a large amount of magnesium chloride in admixture with 
various other salts.° The extraction of sea salt is usually carried on 
for the purpose of procuring table salt, and therefore directly it begins 
to separate mixed with a considerable proportion ® of magnesium salts 
(when it acquires a bitter taste) the remaining liquor is run back into 
the sea. 

The same process which is employed for artificially obtaining salt 
in a crystalline form from sea water has been repeatedly accomplished 
during the geological evolution of the earth on a gigantic scale ; up- 
heavals of the earth have cut off portions of the sea from the remainder 
(as the Dead Sea was formerly a part of the Mediterranean, and the Sea 


* The double salt, KC],MgCly, is only formed from solutions containing an excess 
of magnesium chloride, because water decomposes this double salt, extracting the more 
soluble magnesium chloride from it. 

5 Owing to the fundamental property of salts of interchanging their metals, it 
cannot be said that sea water contains this or that salt, but only that it contains certain 
amounts of certain metals M (univalent like Na and K, and bivalent like Mg and Ca), and 
haloids X (univalent like Cl, Br, and bivalent like SO,, CO;), which are disposed in 
every possible kind of grouping; for instance, K as KCl, KBr, K,SO,, Mg as MgCl, 
MgBrz, MgSO,, and so on for all the other metals. In evaporation different salts separate 
out consecutively only because they reach saturation. A proof of this may be seen in 
the fact that a solution of a mixture of sodium chloride and magnesium sulphate (both 
of which salts are obtained from sea water, as was mentioned above), when evaporated, 
‘separates out crystals of these salts, but when refrigerated (if the solution be sufficiently 
saturated) the salt Na.SO,,10H.O is first deposited because it is the first to arrive at 
saturation at low temperatures. Consequently, this solution contains MgCl, and Na,SQ,, 
besides MgSO, and NaCl. So it is with sea water. 

6 The salt extracted from water is piled up in heaps and left under the action of 
rain water, which purifies the salt, owing to its becoming saturated with table-salt and 
then no longer dissolving it, but washing out the impurities. 


SODIUM CHLORIDE—BERTHOLLET’S LAWS 411 


of Aral of the Caspian), and their water has evaporated and formed 
(if the mass of the inflowing fresh water were less than that of the 
mass evaporated) deposits of rock salt. It is always accompanied 
by gypsum, because the latter is separated from sea water before the 
sodium chloride. For this reason rock salt may always be looked for 
in those localities where there are deposits of gypsum. But inasmuch 
as the gypsum may remain on the spot where it has been deposited (as 
it 1s a sparingly soluble salt), whilst the rock salt (as one which is very 
soluble) may be washed away by rain or fresh running water, it may 
sometimes happen that although gypsum is found still there may be 
no salt; but, on the other hand, where there is rock salt there will 
always be gypsum. As the geological changes of the earth’s surface 
are still proceeding to the present day, so in the midst of the dry land 
salt lakes are met with, which are sometimes scattered over vast dis- 
tricts formerly covered by seas now dried up. Such is the origin of 
many of the salt lakes about the lower portions of the Volga and in the 
Kirghiz steppes, where at a geological epoch preceding the present the 
Aralo-Caspian Sea extended. Such are the Baskunchaksky (in the 
Government of Astrakhan, 112 square kilometres superficial area), the 
Eltousky (140 versts from the left bank of the Volga, and 200 square 
kilometres in superficial area), and upwards of 700 other salt lakes 
lying about the lower portions of the Volga. In those in which the 
inflow of fresh water is less than that yearly evaporated, and in which 
the concentration of the solution has reached saturation, the self- 
deposited salt is found already deposited on their beds, or is being yearly 
deposited during the summer months. Certain limans, or sea-side lakes, 
of the Azoff Sea are essentially of the same character—as, for instance, 
those in the neighbourhood of Henichesk and Berdiansk. The saline 
soils of certain Central Asian steppes, which suffer from a want of 
atmospheric fresh water, are of the same origin. Their salt originally 
proceeded from the salt of seas which previously covered these localities, 
and has not yet been washed away by fresh water. The main result of 
the above described process of nature is the formation of masses of rock 
salt, which are, however, being gradually washed away by the subsoil 
waters flowing in their neighbourhood, and afterwards rising to the 
surface in certain places as saline springs, which indicate the presence 
of masses of deposited rock salt in the depths of the earth. If the sub- 
soil water flows along a strata of salt for a sufficient length of time it 
becomes saturated ; but in flowing in its further course along an im- 
pervious strata (clay) it becomes diluted by the fresh water leaking 
through the upper soil, and therefore the greater the distance of source 
of a saline spring from the deposit of rock salt, the poorer will it be in 
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salt. A perfectly-saturated brine, however, may be procured from the 
depths of the earth by means of bore holes. The deposits of rock salt 
themselves, which are sometimes hidden at great depths below the 
earth’s strata, may be arrived at by the guidance of bore-holes and the 
arrangement of the strata of the district. Deposits of rock salt, about 
35 metres thick and 20 metres below the surface, were discovered in this. 
manner in the neighbourhood of Briaustcheffky and Dekonoffky, in 
the Bakhmut district of the Government of Ekaterinoslav. Large. 
quantities of most excellent rock salt are now (since 1880) won from 
these deposits, whose presence was indicated by the neighbouring salt 
springs (near Slaviansk and Bakhmut), and bore-holes which had been 
sunk at these localities for procuring strong (saturated) brines. But 
the Stassfurt deposits of rock salt, near Magdeburg in Germany, are 
Cistinguished as being the first discovered in this manner, and for their 
many remarkable peculiarities.’ The considerable distribution of saline 
springs in this and the neighbouring districts suggested the presence 
of deposits of rock salt in the near vicinity. Deep bore-holes sunk 
in this locality in fact did give a richer brine—even quite saturated 
with salt. On sinking to a still greater depth, the deposits of salt 
were themselves in the end arrived at. But the first salt which was 
met with was a bitter salt unfit for consumption, and which was, there- 
fore, called refuse salt (abrawmsalz). On sinking still deeper through 
fresh bands of earth, vast beds of real rock salt were struck. In this 
instance, the presence of these upper strata containing salts of potas- 
sium, magnesium, and sodium, is an excellent proof of the formation of 
rock salt from sea water. It is a self-evident fact that not only a case 
of evaporation to the end—for instance, to the separation of carnallite— 
but also the conservation of such soluble salts as those which separate 
out from sea water after the sodium chloride, forms a very excep- 
tional phenomenon, which is not repeated in all deposits of rock salt. 
The Stassfurt deposits, therefore, are of particular interest, not only 
from a scientific point of view, but also because they form a rich 
source of potassium salts which have many practical uses. In Western 


7 When the German savants pointed out the exact locality of the Stassfurt salt- 
beds and their depth below the surface on the basis of information collected from 
various quatters respecting bore-holes and the direction of the strata, and when the 
borings, conducted by the Government, struck out a salt-bed which was bitter and unfit 
for use, then there was a great outcry against science, and the doubtful result even 
caused the cessation of the further work of deepening the shafts. It required a great 
effort to persuade the Government to continue the work. Now, when the pure salt 
encountered below forms one of the important riches of Germany, and when those 
‘refuse salts’ have proved to be most precious (as a source of potassium and magnesium), 
we should see in the utilisation of the Stassfurt deposits one of the conquests of science 
for tlhe common welfare. 
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Europe, deposits of rock salt have long been known at Wieliczka, near 
Cracow, and at Cardona in Spain. In Russia the following deposits 
are known : (a) the vast masses of rock salt (3 square kilometres area 
and up to 140 metres thick) lying directly on the surface of the earth 
at Iletzky Zastchit, on the left bank of the river Ural, in the Govern- 
ment of Orenburg ; (b) the Chingaksky deposit, 90 versts from the 
river Volga, in the Enotaeffsky district of the Government of Astra- 
khan ; (c) the Kulepinsky (and other) deposits (whose thickness attains 
150 metres), on the Araks, in the Government of Erivan in the 
Caucasus ; (d) the Katchiezmansky deposit in the province of Kars ; 
and (¢) the Krasnovodsky deposit in the Trans-Caspian province. 

A saturated brine, formed by the continued contact of subsoil 
water with rock salt, is extracted by means of bore-holes, as, for 
instance, in the Governments of Perm, Kharkoff, and Ekaterinoslav. 
Sometimes, as at Wergtesgaden in Austria (at Salzkammerhutte), 
spring water is run on underground beds of rock salt containing much 
clay. 

If a saline spring or the salt water pumped from bore-holes con- 
tains but little salt, then the first concentration of the natural solution 
Is not carried on by the costly consumption of fuel, but by the cheaper 
method of evaporation by means of the wind. For this purpose the 
so-called graduators are constructed: they consist of long and lofty 
sheds, which are sometimes several versts long, and generally extend 
in a direction at right angles to that of the usual course of the wind in 
the district. These sheds are open at the sides, and are filled with 
brushwood as shown in fig. 64. Troughs, a B, Cc D, into which the salt 
water is pumped, run along the top. On flowing from these troughs, 
through the openings, a, the water spreads over the brushwood and 
distributes itself in a thin layer over it, so that it presents a very large 
surface for evaporation, in consequence of which it rapidly becomes con- 
centrated in warm or windy weather. After trickling over the brush- 
wood, the solution collects in a reservoir under the graduator, from 
whence it is usually pumped up by the pumps P P’, and again run a 
second and third time through the graduator, until the solution reaches 
a degree of concentration at which it becomes profitable to extract the 
salt by direct heating. Generally the evaporation in the graduator 
is not carried beyond a concentration of 15 to 20 parts of salt in 
100 parts of solution. Strong natural solutions of salt, and also the 
graduated solutions, are evaporated in large shallow metallic vessels, 
which are either heated by the direct action of the flame from below 
or from above. These vessels are made of boiler plate, and are called 
salt pans. Various means are employed for accelerating the evapora- 
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tion and for economising fuel, which are mainly based on an artificial 
draught to carry off the steam as it is formed, and on subjecting the 
saline solution to a preliminary heating by the waste heat of the steam 
and furnace gases. Furthermore, the first portions of the salt which 
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Fic. 64.—Graduator for the evaporation of the water of saline springs. 


crystallise out in the salt pans always contain gypsum, owing to the 
water of saline springs always containing this substance. It is only 
the portions of the salt which separate later that are distinguished by 
their great purity. The salt is ladled out as it is deposited, and left to 
drain on inclined tables and then dried, and in this manner the so- 
called bay salt is obtained. Since it has become possible to discover 
the saline deposits themselves, the extraction of table salt from the 
water of saline springs by evaporation, which was before in general use, 
has begun to be rejected, and is only able to hold its ground in cases 
where fuel is cheap. 

In order to understand the full importance of the extraction of 
salt, it will be enough to mention that on the average 20 lbs. of table 
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salt are consumed per head of population, directly in food or for cattle. 
In those countries where common salt is employed in technical pro- 
cesses, and especially in England, almost an equal quantity is consumed 
in the production of substances containing chlorine and sodium, and 
especially in the manufacture of washing soda, &c., and of chlorine 
compounds (bleaching powder and hydrochloric acid). 

Although certain lumps of rock salt and crystals of bay salt some- 
times consist of almost pure sodium chloride, still the ordinary com- 
mercial salt contains various impurities, the most common of which are 
magnesium salts. If the salt be pure, its solution gives no precipitate 
with sodium carbonate, Na,CO;, showing the absence of magnesium 
salts, because magnesium carbonate, MgCOQO,, is insoluble in water. 
Rock salt, which is ground for use, further generally contains a large 
admixture of clay and other insoluble impurities.* For common use 
the bulk of the salt obtained is quite suitable without further purifica- 
tion; but some salts are purified by solution and crystallisation of 
the solution after standing, in which case the evaporation is not carried 
on to the end, and the impurities remain in the mother liquor or 
in the sediment. When perfectly pure salt is required for chemical 
purposes it is best to proceed as follows: a saturated solution of table 
salt is prepared, and hydrochloric acid gas is passed through it ; this 
precipitates the sodium chloride (which is not soluble in a strong solu- 
tion of hydrochloric acid), while the impurities remain in solution. By 
repeating the operation and fusing the salt (when adhering hydro- 
chloric acid is volatilised) a pure salt is obtained, which is again 
crystallised from its solution by evaporation.® 

Pure sodium chloride, in the form of well-formed crystals (slowly 
formed at the bottom of the liquid) or in compact masses (in which form 
rock salt is sometimes met with), is a colourless and transparent sub- 
stance resembling, but more brittle and less hard than, glass.'!° Common 


8 The fracture of rock salt generally shows the presence of interlayers of impurities, 
which are sometimes very small in weight, but visible owing to their refraction. Inthe 
excellently laid out salt mines of Briansk, belonging to Mr. Letunoffsky, I counted (1888), 
if my memory does not deceive me, on an average ten interlayers per metre of thickness, 
between which the salt wasin general very pure, and in places quite transparent. If this 
be the case, then there would be 350 interlayers for the whole thickness (about 85 metres) 
of the bed. They probably correspond with the yearly deposition of the salt. In this 
case the deposition would have extended over more than 800 years, This should be 
observable at the present day in lakes where the salt is saturated and in course of 
deposition. 

9 I have personally convinced myself that by this method not only the sulphates, 
but also the potassium salts are entirely removed. 

10 According to the determinations of Klodt, the Briansk rock salt withstands a 
pressure of 840 kilograms per square centimetre, whilst glass withstands 1700 kilos. 
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<22t always erystallises in the cubic system, most frequently in cubes, 
ad wore rarely in octahedra. Large transparent cubes of common salt, 
having edges up to 10 centimetres long, are sometimes found in masses 
of rock salt.'! By rapid evaporation common salt is deposited from its 
solutions in the form of very small crystals, but with slow evaporation 
the crystals attain a considerable size. When evaporated in open 
spaces the salt often separates out on the surface’? as cubes, which 
grow on to each other in the form of pyramidal] square funnels. In 
still weather, these clusters are able to support themselves on the sur- 
face of the water for a long time, and sometimes go on increasing to a 
considerable degree, but they sink directly the water penetrates inside 
them. Salt fuses into a colourless liquid (sp. gr. 1-602, according to 
Quincke) at about 774° (Carnelley), and if pure it solidifies into a non- 
crystalline mass, and if impure into an opaque mass whose surface is 
not smooth. In fusing, sodium chloride commences to volatilise (its 


In this respect salt is twice as secure as bricks, and therefore immense masses may be 
extracted from underground wcrkings with perfect safety, without having recourse 
to brickwork supports, but only taking advantage of the properties of the salt itself. 

11 To obtain well-formed crystals, a saturated solution is mixed with ferric chloride, 
and several small crystals of sodium chloride are placed at the bottom, and the solution 
is allowed to slowly evaporate in a closed vessel. Octahedral crystals are obtained in the 
presence of borax, urea, &c., in the solution. Very fine crystals are formed in a mass of 
gelatinous silica. 

17 If a solution of sodium chloride be slowly heated from above, where the evapora- 
tion is accomplished, then the upper layer will become saturated before the lower and 
cooler layers, and therefore crystallisation will then begin on the surface, and the crystals 
first formed will be held up, naving also dried from above, on the surface until they be- 
come quite soaked. Being heavier than the solution the crystals are partially immersed 
under it, and the following crystallisation, also proceeding on the surface, will only form 
crystals along the side of the original crystals. The funnels are formed in this manner. 
It will be borne on the surface like a boat (if there be no waves), because it will grow 
more from the upper edges. We can thus understand this, at first sight, strange funnel 
form of crystallisation of salt. In explanation why the crystallisation under the above 
conditions begins at the surface and not at the lower layers, it must be mentioned that 
the specific gravity of a crystal of sodium chloride = 2°16, and that of a solution saturated 
at 25° contains 26°7 p.c. of salt and has a specific gravity at 25°4° of 1°2004; at 15° a 
solution contains 26°5 p.c. of salt and has a sp. gr. 1°203 at 15°4°. Hence a solution satu- 
rated at a higher temperature is specifically lighter, notwithstanding the greater amount 
of salt it contains. Surface crystallisation cannot take place with many substances, 
because their solubility increases more rapidly with the temperature than their specific 
gravity decreases. In this case the saturated solution will always be in the lower layers, 
where also the crystallisation will take place. Besides which, it may be added that, as a 
consequence of the properties of water and solutions, when they are heated from above 
(for instance, by the sun's rays) the warmer layers being the lightest remain above, whilst 
when heated from below they rise to the top. For this reason the water at great depths 
below the surface is always cold, as has long been known. These circumstances, as well 
as those observed by Soret (Chapter I. Note 19), explain the great differences of density, 


temperature, and in the amount of salts held in the oceans at different latitudes (in polar 
und tropical climes) and at various depths. 
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weight decreases), and at a white heat it volatilises with great ease and 
entirely ; but at the ordinary temperature it may, like all ordinary 
salts, be considered as non-volatile, although as yet no exact experi- 
ments have been made in this respect. 

A saturated '3 solution of table salt (containing 26-4 per cent.) has 
at the ordinary temperature a specific gravity of about 1:2. The 
specific gravity of the crystals is 2:16. The salt which separates out 
at the ordinary and higher temperatures contains no water of crystal- 
lisation ;'4 but if the crystals are formed at a low temperature, 
especially from a saturated solution cooled to —12°, then they present 
a prismatic form, and contain two equivalents of water, NaCl, 2H,O. 
At the ordinary temperature, these crystals split up into sodium 
chloride and its solution.!® Unsaturated solutions of table salt when 
cooled below 0° give!® crystals of ice, but when the solution has a 


15 By combining the results of Poggiale, Miiller, and Karsten (they are evidently 
more accurate than those of Gay-Lussac and others), I found that a saturated solution at 
t°, from.0° to 108°, contains 35°7 + 0°024¢ + 0°0002¢? grams of salt per 100 grams of water. 
This formula gives a solubility at 0° = 85°7 grams (= 26'3 p.c.), whilst according to Kar- 
sten it is 86°09, Poggiale 85°5, and Miiller 85°6 grams. The somewhat large diversity in 
the data respecting so common a substance as sodium chloride shows the necessity of 
fresh and most exact determinations. 

4 Perfectly pure fused salt is not hygroscopic, according to Karsten, whilst the 
crystallised salt, even when quite pure, attracts as much as 0°6 p.c. of water from moist 
air, according to Stas. In the Briansk mines, where the temperature throughout the 
whole year is about + 10°, it may be observed, as Baron Klodt informed me, that in the 
summer during damp weather the walls become moist, while in winter they are dry. 
This is in accordance with the fact that the vapour tension of solutions has a definite 
magnitude, which is less than that of water. 

If the salt contain impurities—such as magnesium sulphate, &c.—it is more hygro- 
scopic. If it contain any magnesium chloride it partially effloresces in a damp atmosphere. 
The crystallised and not perfectly pure salt decrepitates when heated, owing to its con- 
taining water. The pure salt, and also the transparent rock salt, or that which has been 
once fused, does not decrepitate. Fused sodium chloride gives a feeble alkaline reaction 
with litmus, as has been shown by many observers, which is due to the formation of 
sodium oxide (probably by the action of the oxygen of the atmosphere). According to 
A. Stcherbakoff very sensitive litmus (washed in alcohol and neutralised with oxalic acid) 
shows an alkaline reaction with even the crystallised salt. 

It may be observed that rock salt sometimes contains cavities filled with a colourless 
liquid. Certain kinds of rock salt emit an odour like that of hydrocarbons. These 
phenomena have as yet received very little attention. 

15 By cooling a solution of table salt saturated at the ordinary temperature to —15° 
I first obtained well-formed tabular (six-sided) crystals, which on arriving at the ordinary 
temperature disintegrated (with the separation of anhydrous sodium chloride), and then 
prismatic needles up to 20 mm. long were formed from the same solution. I have not 
yet investigated what is the reason of the difference in crystalline form. It is known 
{Mitscherlich) that NaI,2H.,O also crystallises in plates or prisms. Sodium bromide also 
crystallises with 2H,O at the ordinary temperature. 

16 Notwithstanding the great simplicity (p. 91) of the observations on the formation 
of ice from solution; still even for sodium chloride they cannot yet be considered as suffi- 
ciently harmonious. According to Blagden and Raoult the temperature of the formation 
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composition NaCl,10H,O it selidifies completely at a temperature of 
— 23°. <A solution of table salt saturated at its boiling point boils at 
about 109°, and contains about 42 parts of salt per 100 parts of water. 

Of all its physical properties the specific gravity of solutions of 
sodium chloride is the one which has been the most fully investigated. 
A comparison of the results of Kremers, Gerlach, Schmidt, Marignac, 
Thomsen, Nicol, and Bender proves!’ that the specific gravity (in 
vacuum, taking water at 4° as 10000) at 15° in relation to p, or the 
percentage amount of the salt in solution, is expressed by the equa- 
tion S,, = 9991-6 + 71-17p + 0-2140p?. For instance, for a solution 
200H,O + NaCl, in which case p= 1-6, S,, = 10106. It is seen 
from the curve that the addition of water to the solution produces a 


contraction,'* and that the addition of salt (or thedifferential 75) 
causes, at 15°, a change of specific gravity which is expressed by the 


straight line 71°17 4+ 0-42&p. At O° and 100° (when the specific 


of ice from a solution containing c grams of salt per 100 grams of water = —O 6c to c=10, 
according to Rewetti = —0°649¢ to ¢c=8'7, according to De Coppet (to c=10)= —0762¢ 
+ 0°0084c?, and according to Guthrie a much lower figure. By taking Rosett:’s figure and 
applying the rule given on p. 91 (Chapter L Note 49) we obtain— 


The data for strong solutions are not less contradictory. Thus with 20 p.c. of salt, ice 
is formed at —14°4° according to Karsten, —17” according to Guthrie, —17°6° according 
to De Coppet. Riidorff says that for strong solutions the temperature of the formation 
of ice descends in proportion to the contents of the compound, NaCl,2H,0O (per 100 grams 
of water) by 0°342° per 1 gram of salt, and De Coppet shows that there is no proportion- 
ality, ina strict sense, for either a percentage of NaCl or of NaCl,2H.,.O. The data respect- 
ing the vapour tension and boiling point of solutions of sodium chloride are as untrust- 
worthy as the preceding. 

17 A collection of observations on the specific gravity of solutions of sodium chloride 
and all other aqueous solutions which have been more or lesa investigated up to the 
present time is given in my work cited in Chapter I. Note 50. 

Solutions of common salt have also been frequently investigated as regards rate of 
diffusion (p. 62), but as yet there are no complete data in this respect. It may be men- 
tioned that Graham and De Vries demonstrated that diffusion in gelatinous masses (for 
instance, gelatin jelly or gelatinous silica) proceeds inthe same manner as in water, which 
may probably lead to a convenient and accurate method for the investigation of the 
phenomena of diffusion. N. Umoff (Odessa, 188s) investigated the diffusion of common 
salt by means of glass globules of definite density. Having poured water into a cylinder 
over a layer of a solution of sodium chloride, he observed during a period of several 
months the position (height) of the globules, which floated up higher and higher as the 
salt permeated upwards. Umoff found that at a constant temperature the distances of 
the globules (that is, the length of a column limited by layers of definite concentration) 
remain constant; that at a given moment of time the concentration, q, of different layers 
situated at a depth z is expressed by the equation B— Kz = log. (A—q), where A, B, and 
K are constants; that at a given moment the velocity of the diffegent layers is propor- 
tional to their depth, &c. The information respecting diffusion is considerably extended 
by these researches, but still this subject, from its importance for the theory of solutions 
and of liquids in general, yet awaits a perfectly-detailed investigation. 

18 If S, be the specific gravity of water, and S the specific gravity of a solution containing 
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gravity of water is 9998-7 and 9585) this augmentation is expressed if 
75-4 and 65-7 be substituted for 71:17, and 0°31 and 0°72 for 0°428. 
In this manner the specific gravity !® at 
0° 15° 30° 100° 
p=5 10372 10353 10307 9922 
10 10768 10728 10669 10278 
15 11164 11107 11043 10652 
20 11568 11501 11429 11043 
when water at 0° = 10000.7° 


p p.c. of salt, then by mixing, for instance, equal weights of water and the solution, we shall 
obtain a solution containing $7 of the salt, and if it beformed without contraction, then its 
specific gravity z will be determined by the equation = 7 + 7 because the volume is 
equal to the weight divided by the density. In reality, the specific gravity always comes out 
greater than that calculated on the supposition of an absence of contraction, as may be 
shown by substituting S by its parabolic expression, S=S, + Ap+ Bp?,and x byS, + A4 p+ 
Bhp*. By this means it may be easily shown that the contraction, c, in the formation 
of 100 grams of solution, is not in so simple a relation to the composition of the solution 
as G.T. Gerlach (1888) takes it, on the supposition that c= Ap (100—p), where Ais a con- 
stant for all solutions of a given substance. The magnitude of c is evidently determined 
by the equation p/B+(100—p),S, = 100'S+c, where B is the specific gravity of the sub- 
stance dissolved, on the supposition of its being in a liquid state. If for sodium chloride 
at 15° with p=10 and p=20, the mean observed specific gravities be taken as 10726 and 
11501, then (as S, = 9991°6) A =2851 x 10—-"°, and B=17476, and therefore for p=5, the 
calculated specific gravity will be 10377, and the observed is 10358, with a probable error 
of not more than +2: hence the difference greatly exceeds the possible error. A similar un- 
adaptability of the above-mentioned supposition is evinced in the investigation of all other 
solutions. The hypothesis under consideration resembles in this respect the hypothesis of 
Michel and Crafts or Grosjean, which are examined in my work on the specific gravities of 
solutions. Ina first rough approximation solutions may be regarded as mechanical aggre- 
gates, and then a general law of their formation may be looked for, but a detailed study 
of the subject necessitates the search for chemical reactions in them, and such a repre- 
sentation of the nature of solutions leads to the conclusions enunciated in the first chapter 
and more fully developed in my above-mentioned work. This naturally does not exclude 
the desire to find laws to which solutions may be subjected, but under the inevitable 
condition of the consideration of their chemical composition. Such are, for example, the 
deductions of Van’t Hoff, who does not, however, touch on the specific gravity of solu- 
tions. With respect to the sp. gr. of weak solutions of metallic chlorides, it may, for 
instance, be supposed that, having a composition RC], + 2000H,,, they would all have a 
specific gravity at 15°, 4°, approaching to 9051+ 2°585M, where M is the molecular weight 
of the metallic chloride dissolved. For instance, for SrCl,, M=158, and the formula gives 
S = 10861, and experiment 10864; for LiCl, Mf =42'5,and S = 10061, and experiment 10060. 
But similar rules, without the existence of a complete theory of solutions, can only serve 
as material for the construction of a theory, and too great an importance should not be 
attached to them. 

19 Generally the specific gravity is observed by weighing in air, dividing the weight 
in grams bythe volume in cubic centimetres, found from the weight of water displaced, 
divided by its density at the temperature under which the experiment is carried on. If 
we call this specific gravity S,, then as a cubic centimetre of air under the usual condi- 
tions weighs about 0°0012 gram, the sp. gr. in a vacuum S=S,—0-0012 (S,—1), if the 
density of water =1. 

If the sp. gr. S; be found directly by dividing the weight of a solution by the 
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It should be remarked that Baumé’s hydrumeter is graduated by 
taking a 10 per cent. solution of sodium chloride as 10° on the scale, 
and therefore it gives approximately the percentage amount of the salt 
in a solution. Table salt is somewhat soluble in alcohol,?! but it is 
insoluble in ether and in oils. 

Table salt gives very few compounds ?? (double salts), and these are 
very readily decomposed ; it is also decomposed with great difficulty 
and its dissociation is unknown.?3 But it is easily decomposed, both 
when fused and in solution, by the action of a galvanic current. If the 
dry salt be fused ina crucible and an electric current be passed through 
it by immersing carbon or platinum electrodes in it (the positive elec- 
trode is made of carbon and the negative of platinum or mercury), it is 
decomposed into two substances: a malodorous gas called chlorine appears 
at the positive pole and metallic sodium at the negative pole, which 
shows that table salt consists of these two elements. Both of them act 
on water at the moment of their evolution ; the sodium, as we already 
know, evolves hydrogen from water and forms caustic soda, and the 
chlorine evolves oxygen from water and forms hydrochloric acid, and 
therefore on passing a current through a solution of table salt metallic 
sodium will not be formed—but oxygen, chlorine, and hydrochloric acid 
will appear at the positive pole, and hydrogen and caustic soda at the 
negative pole. The presence of hydrochloric acid is easily recognised 
by its acid properties, and the presence of caustic soda by its alkaline 


weight of water at the same temperature and in the same volume, then the true sp. gr. 
S referred to water at 4° is found by multiplying S, by the sp. gr. of water at the tem- 
perature of observation. All the necessary corrections for the specific gravity of liquids 
are considered in my two works, On the Compounds of Alcohol with Water, 1865, and 
The Investigation of Aqueous Solutions by their Specific Gravity, 1887. 

It may not be superfluous to remark that the data respecting the sp. gr. for solutions 
of sodium chloride near saturation do not sufficiently agree, and there is reason for 
thinking that in strong solutions containing more sodium chloride than in NaCl,10H,O 
(p = 24°58) a different curve should be adopted. 

71 According to Schiff 100 grams of alcohol, containing p p.c. by weight of C.H,0O, 
dissolves at 15°— 


p=10 20 40 60 80 
25 22°6 18°2 5°9 1°2 grams NaCl. 


22 Amongst the double salts formed by sodium chloride that obtained by Ditte (1870) 
by the evaporation of the solution remaining after heating sodium iodate with hydro- 
chloric acid until chlorine ceases to be liberated, is a remarkable one. Its composition is 
NalO;,NaCl,4H,O. Rammelsberg obtained a similar (perhaps the same) salt in well- 
formed crystals by the direct reaction of both salts. 

3 But it already gives sodium in the flame of a Bunsen’s burner (see Spectrum 
Analysis), doubtless under the reducing action of the elements carbon and hydrogen. In 
the presence of an excess of hydrochloric acid in the flame (when the sodium would give 
sodium chloride), there is no sodium formed in the flame and the salt does not communi- 
cate its usual coloration. 
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reaction. Thus table salt, like other salts, is decomposed by the action 
of an electric current into a metal and a haloid, and presents a compo- 
sition of great simplicity in comparison with the composition of many 
salts containing oxygen, which fact supports the hydrogen theory of 
acids discussed in Chapter III. Naturally, like all other salts, it may 
be formed from the corresponding base and acid with the separation 
of water. In fact if we mix caustic soda (alkali) with hydrochloric 
acid (acid) then table salt is formed, NuaHO+ HCl=NaCl+H,0. 

With respect to the double decompositions of sodium chloride it 
should be observed that they are most varied, and serve as the means 
for obtaining nearly all the other compounds of sodium and chlorine. 

The double decompositions of sodium chloride, as an example of the 
double decompositions of salts, are almost exclusively based on the pos- 
sibility of the metal sodium being exchanged for hydrogen and other 
metals. But neither hydrogen nor any other metal is able to directly 
displace the sodium from table salt. This would result in the separation 
of metallic sodium, which itself displaces hydrogen and the majority of 
other metals from their compounds, and is not, as far as is known, ever 
separated by them. The replacement, then, of the sodium in sodium 
chloride by hydrogen and different other metals is accomplished by the 
transference of the sodium into some other sodium compound. If 
hydrogen or another metal, M, were combined with an element X, then 
the double decomposition NaCl+ MX=NaxX + MCI takes place. Such 
double decompositions proceed under particular conditions, sometimes 
completely and sometimes only partially, as we shall endeavour to explain. 
In order to acquaint ourselves with the double decompositions of sodium 
chloride, we will follow the methods actually employed in practice to 
procure compounds of sodium and chlorine from table salt. For this 
purpose we will first describe the treatment of sodium chloride by sul- 
phuric acid for the preparation of hydrochloric acid and sodium sulphate. 
We will then describe the substances obtained from hydrochloric acid 
and sulphate of sodium. Chlorine itself, and nearly all the other com- 
pounds of this element, may be procured from hydrochloric acid, whilst 
sodium carbonate, caustic soda, metallic sodium itself and all its com- 
pounds may be obtained from sodium sulphate. 

Even in the laboratory of animal organisms table salt is subjected 
to similar changes, furnishing the sodium, alkali, and hydrochloric acid, 
which take part in the processes of animal life. 

Its necessity as a constituent in the food of both human beings and 
animals becomes evident when we consider that both hydrochloric acid 
and salts of sodium are found in the substances which are separated out 
from the blood into the stomach and intestines. So, for -example, 
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sodium salts are found in the blood and in the bile elaborated in the 
liver, and acting on the food in the alimentary canal, whilst hydro- 
chloric acid is found in the acid juices of the stomach. Chlorides of the 
metals are always found in considerable quantities in the urine, and if 
they are excreted they must be replenished in the organism ; and for 
the replenishment of the loss substances containing chlorine compounds 
must be taken in food. Not only do animals consume those amounts 
of sodium chlorine which are found in drinking water or in plants or 
other animals, but experience has shown that many wild animals travel 
long distances in search of salt springs, and that domestic animals, 
which in their natural condition do not require table salt, willingly 
take it, and that the functions of their organisms become much more 
regular from doing so. 

The action of sulphuric acid on sodium chloride.—If sulphuric acid 
be poured over table salt, then even at the ordinary temperature, as 
Glauber observed, an odorous gas, hydrochloric acid, is evolved. The 
reaction which takes place consists in the sodium of the table salt and 
the hydrogen of the sulphuric acid changing places. 


NaCl + H,SO, = HCl + +. °# NaHSO, 
Sodium chloride. Sulphuric acid. Hydrochloric acid. Acid sodium sulphate. 


At the ordinary temperature this reaction is not complete, but soon 
ceases. If the mixture be heated, the decomposition proceeds until, if 
there be sufficient table salt present, all the sulphuric acid taken is 
converted into acid sodium sulphate. If there be an excess of acid it 
will remain unaltered. If 2 molecules of sodium chloride (117 parts) 
be taken per molecule of sulphuric acid (98 parts), then on heating the 
mixture to a moderate temperature only one-half (58°5) of the table 
salt will suffer change. Complete decomposition, after which neither 
hydrogen nor chlorine is left in the residual salt, proceeds (when 117 
parts of table salt are taken per 98 parts of sulphuric acid) at a red heat 
only. Then— 

2NaCl + H,SO, = 2HCl + Na,SO, 
Table salt. Sulphuric acid. Hydrochloric acid. § Sodium sulphate. 


This double decomposition is the result of the action of the acid 
salt, NaHSO,, first formed on sodium chloride, because the acid salt, 
as it contains hydrogen, itself acts like an acid, NaCl + NaHSO, = 
HCl + Na,SO,. By adding this equation to the first we obtain the 
second, which expresses the ultimate reaction. Then all the hydrogen 
of the sulphuric acid and chlorine of the salt are evolved as gaseous 
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hydrochloric acid, and the residue will be entirely free from them. Hence 
in the above reaction, non-volatile or sparingly-volatile table salt and 
sparingly-volatile sulphuric acid are taken, and as the result of their re- 
action, after the hydrogen and sodium have exchanged places, there is 
obtained non-volatile sodium sulphate and gaseous hydrochloric acid. 
The fact of the latter being a gaseous substance forms the main reason 
for the reaction proceeding to the very end. The mechanism of this 
kind of double decomposition, and the cause of the course of the reac- 
tion, are exactly the same as those we saw in the decomposition of 
nitre (Chapter VI.) by the action of sulphuric acid. The sulphuric acid 
in each displaces the other, volatile, acid. 

Not only in these two, but in every instance, if a volatile acid can 
be formed through the substitution for a metal of the hydrogen of sul- 
phuric acid, then this volatile acid will be formed. From this it may be 
concluded that the volatility of the acid should be considered as the 
cause of the progress of the reaction ; and, indeed, if the acid be soluble 
but not volatile, or if the reaction takes place in an enclosed space 
where the resulting acid cannot volatilise, or at the ordinary tempera- 
ture when it does not pass into an elastic state of vapour—then the 
decomposition does not proceed to the end, but only up to a certain 
limit. In this respect the explanations given at the beginning of this 
century by the French chemist Berthollet in his work ‘ Essai de Statique 
Chimique,’ are very important. The doctrine of Berthollet starts from 
the supposition that the chemical reaction of substances is accomplished 
in consequence not only of the measure of affinity between the different 
parts, but also under the influence of the relative masses of the reacting 
substances and of those physical conditions under which the reaction 
takes place. Two substances containing the elements MX and NY, 
being brought into mutual contact, form by double decomposition the 
compounds MY and NX, but the formation of these two new compounds 
will not proceed to the end unless one of the resulting substances is 
removed from the sphere of action. But it can only be removed if it 
possesses different physical properties from those of the other substances 
which are present together with it. Either it will be a gas while the 
others are liquid or solid, or it will be an insoluble solid while the others 
are liquid or soluble. The relative amounts of the resultant substance 
depend, if nothing be separated out from their mutual contact, only on 
the relative quantities of the substances MX and NY, and upon the 
measure of attraction existing between the elements M, N, X, and Y ; 
but however great their mass may be, and however considerable the 
attraction, still in any case, if nothing be separated out from the sphere 
of action, the decomposition will cease, a state of equilibrium will be 
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established, and instead of two there will remain four substances in the 
mass: namely, a portion of the original bodies MX and NY, and a 
certain quantity of the newly-formed substances MY and NX, if it be 
admitted that neither MN nor XY, nor any other substances, are pro- 
duced, which may for the present * be admitted in the case of the 
double decamposition of salts, for which M and N are metals and X 
and Y haloids. As the ordinary double decomposition consists exclu- 
sively in the exchange of metals, the above simplification is applicable 
in this case. The sum total of the existing data concerning the double 
decomposition of salts leads to the conclusion that from salts MX + NY 
there always proceeds a certain quantity of NX and MY, as it should 
be according to Berthollet’s doctrine. A portion of the historical data 
concerning this subject will be afterwards mentioned, and we will now 
proceed to point out the observations made by Spring (1888), which 
show that even in a solid state salts are subject to a similar interchange 
of metals if under a condition of sufficiently close contact (which requires 
time, a finely-divided state, and intimate mixture). Spring took two 
non-hygroscopic salts, potassium nitrate, KNO, and well-dried sodium 
acetate, C,H,NaQ,, and left a mixture of their powders for several 
months in a desiccator. An interchange of metals took place, as was seen 
from the fact that the resultant mass vigorously attracted the moisture 
of the air owing to the formation of sodium nitrate, NaNQ;, and 
potassium acetate, C,H,KO,, both of which are highly hygroscopic.2” 
When Berthollet enunciated his doctrine the present views of atoms 
and molecules had yet to be developed, but it is now necessary to sub- 
mit the examination of the matter to these conceptions, and we will 
therefore consider the reaction of salts, taking M and N, X and Y as 


Tf MX and N Y represent the molecules of two salts, and if there be no third 
substance present (such as water in a solution), the formation of X Y would also be pos- 
sible; for instance, cyanogen, iodine, &c., are capable of combining with simple haloids, 
and with the complex groups which play the part of haloids in salts. Besides which the 
salts MX and NY or MY with NX may form double salts. If the number of molecules 
be unequal, or if the valency of the elements contained be different, as in NaCl+ H,SO,, 
where Cl is a univalent haloid and SO, is bivalent, then the matter may be complicated 
by the formation of other compounds besides MY and NX, and when a solvent partici- 
pates in the action, and especially if in a large proportion, then the phenomena must 
evidently become still more complex; and this is actually the case in reality. Therefore 
in placing before the reader a certain portion of the existing store of matter concerning 
the phenomena of double saline decompositions I cannot consider the theory of the sub- 
ject as complete, and have therefore limited myself to a few data, the completion of which 
must be looked for, without losing sight of what has been said above, in more detailed 
works on the subject of theoretical chemistry. 

34 When the mixture of potassium nitrate and sodium acetate was heated by Spring 
to 100° it was completely fused into one mass, although potassium nitrate fuses at about 
840°, and sodium nitrate at about 320°. 
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equivalent to each other—that is, as capable of replacing each other ‘ in 
toto,’ as Na or K, 4 Ca or 4 Mg (bivalent elements), replace hydrogen. 
And as, according to Berthollet’s doctrine, when mMX of one salt 
comes into contact with mNY of another salt a certain quantity -MY 
and «NX is formed, therefore there remains m—=z of the salt MX, and 
n—x of the salt NY. If m be greater than n, and the mass of M and 
N and X and Y be equivalent, then the maximum interchange could 
lead to x=n, whilst from the salts taken there would ensue nMY + 
aN X + (m—n)MX—that is, a portion of one of the salts taken would 
remain unchanged only because the reaction could only proceed 
between nMX and nNY. If x were actually equal to » or 0, the mass 
of the salt MX would not have any influence on the modus operandi of 
the reaction, which is essentially according to the teaching of Bergman, 
who supposed double reactions to be independent of the muss but deter- 
mined by affinity only. If M had more affinity to X than to Y, and N 
more affinity to Y than to X, then, according to Bergman, there would 
be no decomposition whatever, and x would equal 0. If the affinity 
of M to Y and of N to X were greater than in the original grouping, 
then the affinities of M for X and of N for Y would act, and, according 
to Bergman’s doctrine, complete interchange would take place—z.e., x 
would equal x. According to Berthollet’s teaching, a distribution of 
M and N between X and Y will take place in every case, not only in 
proportion to the measure of affinity, but also in proportion to the mass, 
so that with a small affinity and a large mass the same action can be 
produced as with a large affinity and a small mass. Therefore, (1) x 


will always be less than » and their ratio ~ less than unity—that is, 


the decomposition will be expressed by the equation, mMX+nNY = 
(m—x)MX + (n—x2)NY +2MY+2NX ; (2) by increasing the mass m 
we increase the decomposition—that is, the measure of x and the ratio 


—until with an infinitely large quantity m the fraction = will 


(n=) 
x 
(n—2) 
be complete, however small the affinities MY and NX may be ; and 
(3) (if m=n) by taking MX+NY or MY+NX we arrive at one and 
the same system in both cases : (n—xz)MX+(n—x)NY¥ +2’MY+2NX. 
These direct consequences of Berthollet’s teaching are verified in reality. 
- Thus, for example, a mixture of the solutions of sodium nitrate and 
potassium chloride in all cases has the same sum of properties as a 
mixture composed of the solutions of potassium nitrate and sodium 
chloride, naturally under the condition of the mixed solutions being of 


be infinite, and the decomposition will 


equal 1 and the fraction 
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identical composition. But this similarity of properties may either 
proceed from the fact that one system of salts passes into the other (as 
Hergman professed), in conformity with the predominating affinities 
(for instance, from KCl+ NaNO, there proceeds KNO, + NaCl, if it be 
admitted that the affinity of the elements of the latter system be greater 
than in the former) ; or, on the other hand, because both systems by 
the interchange of a portion of their elements give one and the same 
state of equilibrium, as according to Berthollet’s teaching. Experiment 
proves the latter. But before citing the most historically important 
experiments verifying Berthollet’s doctrine, we must stop to consider the 
conception of the mass of the reacting substances. Berthollet by mass 
understood the direct relative quantity of substances ; but now it is 
impossible to understand this term otherwise than as the number of 
molecules, for they act as chemical units, and in the special case of double 
saline decompositions it is better to take the number of equivalents. 
Thus in the reaction NaCl + H,SO,, the salt is taken in one equivalent 
and the H,SO, intwo. If 2NaCl+H,SO, act, then the number of 
equivalents are equal,and soon. The influence of masz on the measure 


of decomposition ~ forms the root of Berthollet’s doctrine, and there- 
posi - 


fore we will first of all turn our attention to the establishment of this 
conception with regard to the double decomposition of salts. 

About 1840 H. Rose showed that water decomposes metallic sul- 
phides like calcium sulphide, CaS, forming hydrogen sulphide, H,S, 
notwithstanding the fact that the affinity of hvdregen sulphide, as an 
acid, for lime, CaH,O,, as a base, causes them to react on each other, 
forming calcium sulphide and water, CaS +2H,O. Furthermore, Rose 
showed that the greater the amount of water actiny on the calcium 
sulphide, the more complete is the decompasition. The results of this 
reaction are evident from the fact that the hydrogen sulphide formed 
may be expelled from the solution by heating, and that the resulting 
hme is sparingly soluble in water. Rose clearly saw from this that 
such feeble agents, in a chemical sense, as carbonic anhydride and 
water, by acting in a mass and for long periods of time in nature on 
the durable rocks, which resist the action of the most powerful acids, 
are able to bring aboat chemical change—to extract. for example. from 
rocks the bases, lime, soda, potash. The influence of the mass of water 
en anumoenivas chionde, bismuth nitrate, {c., is esenua.ly of the same 
character. These substances give up to the water a ciass of acid which 
is gTeater acooniing as the mass of the water acting on them is greater.” 

> Historically the infuecee Sf the mass of water was tbe End wel-cdserved pheao 
TX TRE wn sargurt of Bern. lets watoce. amit sfccli pre mow te frogcaier In dbo 


SODIUM CHLORIDE-—BERTHOLLET’S LAWS 427 


Barium sulphate, BaSO,, which is insoluble in water, when fused 
with sodium carbonate, Na,CO3;, gives, but not completely, barium 
carbonate, BaCO, (also insoluble), and sodium sulphate, Na,SO,. Ifa 
solution of sodium carbonate acts on precipitated barium sulphate, then 
the same decomposition is also accomplished (Dulong, Rose), but it is 
restricted by a limit and requires time. A mixture of sodium carbonate 
and sulphate is obtained in the solution and a mixture of barium carbo- 
nate and sulphate in the precipitate. If the solution be decanted off and 
a fresh solution of sodium carbonate be poured over the precipitate, then 
a fresh portion of the barium sulphate passes into barium carbonate, 
and so by increasing the mass of sodium carbonate it is possible to 
entirely convert the barium sulphate into barium carbonate. If a 
definite quantity of sodium sulphate be added to the solution of sodium 
carbonate, then the sodium carbonate will have no action whatever 
on the barium sulphate, because then an equilibrated system, deter- 
mined by the reverse action of the sodium sulphate on the barium 
carbonate and by the presence of the sodium carbonate and sulphate in 
the solution, is at once arrived at. On the other hand, if the mass of 
the sodium sulphate in the solution be great, then the barium carbonate 
is reconverted into sulphate until a definite state of equilibrium is 
attained between the reverse reactions, producing the barium carbonate 
by the aid of the sodium carbonate or the barium sulphate by the aid 
of the sodium sulphate. 

Another most important conception of Berthollet’s teaching consists 
in the existence of a limit of exchange decomposition, or in the attatn- 
ment of a state of equilibrium. In this respect the determinations of 
Malaguti (1857) are historically the most important. He took a 
mixture of the solutions of equivalent quantities of two salts MX and 
NY, and judged the amount of the resulting exchange from the 
composition of the precipitate produced by the addition of alcohol. 
When, for example, zinc sulphate and sodium chloride (ZnSO, and 
2NaCl) were taken, then there were produced by exchange sodium 
sulphate and zinc chloride. A mixture of zinc sulphate and sodium 
sulphate was precipitated by an excess of alcohol, and it appeared from 
the composition of the precipitate that 72 per cent. of the salts taken 
had been decomposed. When, however, a mixture of solutions of 


-decompositions taking place in dilute solutions where the mass of water is large, its in- 
fluence, notwithstanding the weakness of affinities, must be great, according to the very 
spirit of Berthollet’s doctrine. 

As explaining the action of the mass of water, the experiments of Pattison Muir (1879) 
are very instructive. These experiments demonstrate that bismuth chloride is decom- 
posed the more the greater the relative quantity of water, and the less the mass of hydro- 
chioric acid forming one of the products of the reaction. 
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sodium sulphate and zinc chloride were taken, the precipitate pre-- 
sented the same composition as before—that is, about 28 per cent. of the- 
salts taken had been subjected to decomposition. In a similar experi-. 
ment with a mixture of sodium chloride and magnesium sulphate,. 
2NaCl+ MgSO,, about half of the metals were subjected to decompo- 
sition, which may be expressed by the equation 4NaCl+2MgSO,= 
2NaCl+ MgSO, + Na,SO,+ MgCl,=2Na,S0,+2MgCl,. A no less. 
clear limit expressed itself in other of Malaguti’s researches when he 
investigated the above-mentioned reversible reactions of the insoluble- 
salts of barium. When, for example, barium carbonate and sodium. 
sulphate (BaCO,+Na,SO,) were taken, then about 72 per cent. of the- 
salts were decomposed, that is, were converted into barium sulphate 
and sodium carbonate. But when the two latter salts were taken, 
then about 19 per cent. of the salts passed into barium carbonate 
and sodium sulphate. Probably the end of the reaction was not 
reached in either case, because this would require a great time and a. 
difficultly attainable uniformity of conditions. 

Gladstone (1855) took advantage of the colour of solutions of 
different ferric salts for determining the measure of exchange between 
metals. Thus a solution of ferric thiocyanate has an exceedingly 
intense red colour, and by making a comparison between the colour of. 
the resulting solutions and the colour of solutions of known strength. 
it was possible to judge to a certain degree the quantity of the 
thiocyanate formed. This colorimetric method of determination has. 
an important significance as being the first in which a method was ap- 
plied for determining the composition of a solution without the removal 
of any of its component parts. When Gladstone took equivalent quanti- 
ties of ferric nitrate and potassium thiocyanate—Fe(NO,),+3KCNS 
—then only 13 per cent. of the salts were subjected to decomposition. 
On increasing the mass of the latter salt the quantity of ferric thio- 
cyanate formed increased, but even when more than 300 equivalents of 
potassium thiocyanate were taken a portion of the iron still remained 
as nitrate. It is evident that the affinity acting between Fe and 
NO, and between K and CNS on the one hand is greater than the 
affinities acting between Fe and CNS, together with the affinity of K 
for NO;3, on the other hand. The investigation of the variation of 
the fluorescence of quinine sulphate, as well as the variation of the 
rotation of the plane of polarisation of nicotine, gave in the hands of 
Gladstone many proofs of the entire applicability of Berthollet’s. 
doctrine, and in particular demonstrated the influence of mass which. 
forms the chief distinctive feature of the, in his time, but little appre- 
ciated teaching of Berthollet. 
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At the beginning of the year 1860, the doctrine of the limit of 
reaction and of the influence of mass on the process of chemical trans- 
formations received a very important support in the researches of 
Berthelot and P. de Saint-Gilles on the formation of the ethereal salts 
RX from the alcohols ROH and acids HX, when water is also formed. 
‘This conversion is essentially very similar to the formation of salts, but 
differs in that it proceeds slowly at the ordinary temperature, extend- 
ing over whole years and is not complete—that is, it has a distinct 
limit determined by a reverse reaction ; thus an ethereal salt RX with 
water gives an alcohol ROH and an acid HX—up to that limit 
generally corresponding with two thirds of the alcohol taken, if the 
action proceed between molecular quantities of alcohol and acid. Thus 
common alcohol, C,H,OH, with acetic acid, HC,H,0,, gives the follow- 
ing system rapidly when heated, or slowly at the ordinary temperature, 
ROH + HX + 2RX + 2H,0O, whether we start from 3RHO+3HX or 
from 3RX+3H,O. The process and completion of the reaction in the 
above-described instance are very easily observed, because the quantity 
of free acid is easily determined from the amount of alkali requisite for 
its saturation, as neither alcohol nor ethereal salt acts on litmus and 
other reagents for acids. Under the influence of an increased mass 
of alcohol the reaction proceeds further. If two molecules of 
alcohol, RHO, be taken for every one molecule of acetic acid, HX, then 
instead of 66 p.c., 85 p.c. of the acid passes into ethereal salt, and 
with fifty molecules of RHO nearly all the acid is etherised. The 
researches of Menschutkin in their details touched on many essential 
aspects of the same subject, such as the influences of the composition 
of the alcohol and acid on the limit and rate of exchange—but these, as 
well as other details, must be looked for in special treatises on organic 
and theoretical chemistry. In any case the study of etherification 
supplied chemical mechanics with clear and valuable data, which directly 
confirm the two fundamental propositions of Berthollet : the influence 
of mass, and the limit of reaction—that is, the equilibrium between 
opposite reactions. The study of numerous instances of dissociation 
which we have already touched on, and which we shall yet meet with 
on several occasions, gave the same results. With respect to double 
saline decompositions, it is necessary to further mention the researches 
of Wiedemann on the decomposing action of the mass of water on the 
ferric salts, which could be judged of by measuring the magnetism 
of the solutions, because the ferric oxide (soluble colloid) set free by 
the water is less magnetic than the ferric salts. 

A very important epoch in the history of Berthollet’s doctrine was 
attained when, in 1867, the Norwegian chemists, Guldberg and Waage, . 
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submitted it to an algebraical formula. They called the active mass 
the number of molecules occurring in a given volume, and allowed, as 
follows from the spirit of Berthollet’s teaching, that the action be- 
tween the substances was equal to the product of the masses of the 
reacting substances. Hence if the salts MX and NY be taken in 
equivalent quantities (m=1 and n=1) and the salts MY and NX are 
not added to the mixture but proceed from it, then if & represent the 
coefficient of the ratio of the action of MX on NY and if # represent 
the same coefficient for the pair MY and NX, then we shall have at the 
moment when the decomposition equals 2 a measure of action for the 
first pair: 4 (1—a) (1—2) and for the second pair k’xz, and a state of 
equilibrium or limit will be reached when & (1 —)?=k'‘x?, whence the 
ratio k/k’=[a:/(1—«)]?. Therefore in the case of the action of alcohol 
on an acid, when 7=4% the magnitude, //h'=4, that is, the reaction of 
alcohol on the acid is four times greater than that of the ethereal salt 
on water. If the ratio k/k’ be known, then the influence of mass may 
be easily determined from it. Thus if instead of one molecule of 
alcohol two be taken, then the equation will be 4(2—) (l—2x) =k'zz, 
whence «=0°85 or 85 p.c., which is close to the result of experiment. 
If 300 molecules of alcohol be taken, then x proves to be approximately 
100 p.c., which is also found to be the case by experiment.”6 

But it is impossible to subject the formation of salts to any process 
directly analogous to that which is so conveniently effected in etherifi- 
cation. Many efforts have, however, been made to solve the problem 
of the measure of reaction in this case also. Thus, for example, 
Khichinsky (1866), Petrieff (1885), and many others investigated the 
distribution of metals and haloid groups in the case of one metal and 
several haloids taken in excess, as acids ; or conversely with an excess of 
bases, the distribution of these bases with relation to an acid ; in cases 
where a portion of the substances forms a precipitate and a portion occurs 
in solution. But such complex cases, although they in general confirm 
Berthollet’s teaching (for instance, a solution of silver nitrate gives a 
portion of silver oxide with lead oxide, and a solution of nitrate of lead 
precipitates a portion of lead oxide under the action of silver oxide, as 
Petrieff demonstrated), still, owing to the complexity of the phenomena 
(for instance, the formation of basic and double salts), they cannot give 


7 From the above it follows that an excess of acid should influence the reaction like 
an excess of alcohol. If two molecules of acetic acid be taken to one molecule of alcohol. 
then it is indeed shown by experiment that 84 p.c. of alcohol is etherified. If with a 
large preponderance of acid or of alcohol certain discrepancies are observed, then their 
cause must be looked for in the incomplete resemblance of the conditions and outside 
influences. 
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simple results. But much more instructive and complete are researches 
similar to those made by Pattison Muir (1876), who took the simple 
case of the precipitation of calcium carbonate, CaCO,, by the mixture of 
solutions of calcium chloride: and sodium or potassium carbonate, and 
found in this case that not only was the rate of action (for example, in 
the case of CaCl,+Na,CO,, 75 per cent. of CaCO, was precipitated 
in five minutes, 85 per cent. in thirty minutes, and 94 in two 
days) determined by the temperature, relative mass, and amount of 
water (the mass of water decreases the rate and limit), but that the 
limit of decomposition was also dependent on these influences. How- 
ever, even in researches of this kind the conditions of reaction are 
complicated by the non-uniformity of the media, inasmuch as a portion 
of the substance is obtained or remains in the precipitate, so that the 
system is heterogeneous. The investigation of double saline decompo- 
sitions offers many difficulties, which cannot be considered as yet 
entirely overcome. Many efforts have, however, long since been made. 
In virtue of their historical interest, I will cite two of these efforts, 
which are due to Thomsen (1869) and Ostwald (1876). 

Thomsen applied a thermo-chemical method to exceedingly dilute 
solutions without taking the water into further consideration. He 
took solutions containing 100H,O per NaHO, and sulphuric acid con- 
taining 4H,SO,+100H,O. If these solutions be mixed in such 
proportions that atomic proportions of acid and alkali would act, then 
for forty grams of caustic soda (which answers to its equivalent) 
there should be employed 49 grams of sulphuric acid, and then 
+15689 heat units would be evolved. If the normal sodium sulphate 
so formed be mixed with n equivalents of sulphuric acid, then a certain 
amount of heat is absorbed, namely a quantity equal to 08) heat 
units. An equivalent of caustic soda, in combining with an equivalent 
of nitric acid, evolves + 13617 units of heat, and the augmentation of 
the amount of nitric acid entails an absorption of heat for each equiva- 
lent equal to —27 units ; so alsoin combining with hydrochloric acids 
+13740 heat units are absorbed, and for each equivalent of hydro- 
chloric acid beyond this amount there are absorbed 32 heat units. 
Thus sulphuric acid evolves a somewhat greater quantity of heat than 
nitric and hydrochloric acids ; the difference being approximately equal 
to 2000 heat units per equivalent of caustic soda. From this it might 
be concluded that nitric acid or hydrochloric acid would not act on 
sodium sulphate. In reality, Thomsen found this not to be the case. 
Nitric and hydrochloric acids decompose sodium sulphate to a much 
more considerable extent than sulphuric acid decomposes sodium 
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chloride or sodium nitrate. The following are the data from which 
Thomsen deduced this conclusion. He mixed any one of these three 
neutral salts with an acid which is not contained in it ; for instance, he 
mixed a solution of sodium sulphate with a solution of nitric acid and 
determined the number of heat units then absorbed. An absorption of 
heat ensued because a normal salt was taken in the first instance, and 
the mixture of all the above normal salts with acid produced an absorp- 
tion of heat. The amount of heat absorbed enabled him to obtain an 
insight into the process taking place in this intermixture, for sulphuric 
acid added to sodium sulphate absorbs a considerable quantity of heat, 
whilst hydrochloric and nitric acids absorb a very small amount of heat 
in this case. By mixing an equivalent of sodium sulphate with various 
numbers of equivalents of nitric acid Thomsen observed that the 
amount of heat absorbed increases more and more as the amount of 
nitric acid was increased ; thus when HNO, was taken per 4Na,SO,, 
1752 heat units were absorbed per equivalent of soda contained in the 
sodium sulphate. When twice as much nitric acid was taken 2026 
heat units, and when three times as much 2050 heat units were ab- 
sorbed. Had the double decomposition been complete in this case when 
one equivalent of nitric acid was taken, then the heat evolved would 
be determined by the sum of 13617 — 15689 —1650/1-8, or would equal 
— 2989 heat units, if it be admitted that sulphuric acid when mixed 
with NaNO, absorbs as much heat as when mixed with 4Na,SOQ,. 
But as in reality only 1752 heat units were absorbed instead of 2989 
units, therefore a displacement of only about two-thirds of the sulphuric 
acid had taken place—that is, the ratio k: k& for the reaction 
yNa,SO,+ HNO, and NaNO,+4H,SO, is equal, as for ethereal salts, 
to 4. By taking this figure and admitting the above supposition, 
Thomsen found that for all mixtures of sodium with nitric acid, and of 
sodium nitrate with sulphuric acid, the amounts of heat followed 
Guldberg and Waage’s law ; that is, the limit of decomposition reached 
was greater the greater the mass of acid added. The relation of hydro- 
chloric to sulphuric acid gave the same results. Thus on mixing 
4Na,SO, with HCl, the thermal result of experiment was—1682, and 
by calculation — 1690 ; when mixed with 2HCl the experimental result 
was —1878 and by calculation—1870, with 4HCI the result of experi- 
ment was — 1896 and by calculation—1917. When NaCl+4H,SO, was 
taken, then experiment showed an evolution of + 244 heat units, whilst 
from calculation it should have been +257 heat units; on doubling 
the quantity of acid experiment gave +336 and calculation +292, 
The slight differences between the results obtained by experiment and 
calculation are due to the unavoidable errors of calorimetric determi- 
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nations. Therefore the researches of Thomsen fully contirm the 
hypotheses of Guldberg and Waage and the doctrine of Berthollet.?7 


27 Thomsen concludes his investigation with the words: (a) ‘When equivalent 
quantities of NaHO,HNOs (or HCl) and §H.SO, react on one another in an aqueous solu- 
tion, then two-thirds of the soda combines with the nitric and one-third with the sulphuric 
acid; (Ul) this subdivision repeats itself, whether the soda be taken combine: with nitric 
or with sulphuric acid; (c) and therefore nitric acid has double the tendency to combine 
with the base that sulphuric acid has, and therefore in the wet way it is a stronger acid 
than the latter.’ 

‘It is therefore necessary,’ Thomsen afterwards remarks, ‘to have an expression 
indicating the tendency of an acid for the saturation of bases. This idea cannot be 
expressed by the word affinity, because by this term is most often understood that force 
which it is necessary to overcome in order to decompose u substance into its component 
parts. This force should therefore be measured by the amount of work or heat employed 
for the decomposition of the substance. The above-mentioned phenomenon is of an 
entirely different nature,’ and Thomsen introduces the term avidity, by which he desig- 
nates the tendency of acids for neutralisation. ‘Therefore the avidity of nitric acid with 
respect to soda is twice as great as the avidity of sulphuric acid. An exactly similar 
result is obtained with hydrochloric acid, so that its avidity with respect to soda is also 
double the avidity of sulphuric acid. Experiments conducted with other acids showed 
that not one of the acids investigated had so great an avidity as nitric acid; some had a 
greater avidity than sulphuric acid, others less, and in some instances the avidity =0.’ 
The reader will naturally clearly see that the path chosen by Thomsen deserves being 
worked out, because his results concern important questions of chemistry, but great faith 
cannot be placed in the deductions as yet arrived at by Thomsen, because great com- 
plexity of relations is to be seen in the very method of his investigation. It is especially 
important to turn attention to the fact that all the reactions investigated are reactions 
of double decomposition. In them A and B do not combine with C and distribute them- 
selves according to their affinity or avidity for combination, but reversible reactions are 
induced. MX andNY give MY and NX, and conversely ; therefore, the affinity or avidity 
for combination is not here directly determined, but only the difference or relation of the 
affinities or avidities. The affinity of nitric acid not only for the water of constitution, 
but also for that serving for solution, is much less than that of sulphuric acid. This is 
seen from thermal data. The reaction N.O,+H,O gives +8600 heat units, and the 
solution of the resultant hydrate, 2NHOs, in a large excess of water evolves + 14986 heat 
units. The formation of SO;+H.O evolves +21308 heat units, and the solution of 
H.,SO, in an excess of water 17860—that is, sulphuric acid gives more heat in both cases. 
The interchange between Na,SO, and 2HNOs is not only accomplished at the expense of 
the production of NaNOs, but also at the expense of the formation of H,50,, hence the 
affinity of sulphuric acid for water plays its part in the phenomena of displacement. 
Therefore in determinations like those made by Thomsen the water does not form a 
medium which is present without participating in the process, but surely plays its own 
part. No less exsential is the circumstance that sodium sulphate is able to combine with 
an excess of sulphuric acid to form the acid salt, whilst the salts of nitric and hydrochloric 
acids do not have this property. But with that method of interpretation of Guldberg 
and Waage's deduction which is given in the text, the adaptability of their formula to 
the phenomena observed by Thomsen may be expected, notwithstanding these incidental 
actions, although the idea of the relative tendencies of acids for combining with alkalis 
cannot be deduced from the coincidence of the results of experiment with those of calcu- 
lation. If sodium oxide (Na.O) were brought into contact with sulphuric anhydride and 
nitric anhydride (SO; and N.,O;) the distribution would probubly be different, and even if 
stronger solutions than those employed by Thomsen were taken perhaps the result wouid 
be different, more especially judging from what is said in the following note. (Compare 


also Chapter IX. Note 14.) 
VOL. I. FF 
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Whilst retaining essentially the methods of Thomsen, Ostwald 
determined the variation of the sp. gr. (and afterwards of volume) pro- 
ceeding in the same dilute solutions, on the saturation of acids by 
bases, and in the decomposition of the salts of one acid by the other, 
and arrived at conclusions of just the same nature as Thomsen did. 
Ostwald’s method will be clearly understood from an example. <A 
solution of caustic soda, containing an almost molecular (40 grams) 
weight per litre, had a specific gravity of 104051. The specific gravities 
of solutions of equal volume and equivalent composition of sulphuric and 
nitric acids were 1:02970 and 1:03084 respectively. On mixing the 
solutions of NaHO and H,SO, there was formed a solution of Na,SO, 
of sp. gr. 1:02959 ; hence there ensued a decrease of specific gravity 
which we will term Q, equal to 1:04051 + 102970 —2(1-02959)=0-01103. 
So also the specific gravity after mixture of the solutions of NaHO 
and HNO, was 1:02633, and therefore Q=0°01869. When one 
volume of the solution of nitric acid was added to two volumes of the 
solution of sodium sulphate, a solution of sp. gr. 1:02781 was obtained, 
and therefore the resultant decrease of sp. gr. 


| == 2(1:02959) + 1:03084 —3(1-02781)=0-00659. 


Had there been no chemical reaction between the salts, then according 
to Ostwald’s reasoning the specific gravity of the solutions would not 
have changed, and if the nitric acid had displaced the sulphuric acid Q, 
would be=0:01869—0-01103=0-00766. It is evident that a portion 
of the sulphuric acid was displaced by the nitric acid. But the 
measure of displacement is not equal to the ratio between Q, and Q,, 
because a decrease of sp. gr. also occurs on mixing the solution of sodium 
sulphate with sulphuric acid, whilst the mixing of the solutions of 
sodium nitrate and nitricacid only produces a slight variation of sp. gr. 
which falls within the limits of error of experiment. Ostwald deduces 
from similar data the same conclusions as Thomsen, and thus re- 
confirms the formula deduced by Guldberg and Waage, and the teach- 
ing of Berthollet.?* 


78 The participation of water is seen still more clearly in the methods adopted by 
Ostwald than in those of Thomsen, because in the saturation of solutions of acids by 
alkalis (which Kremers, Reinhold, and others had previously studied) there is observed, 
not a contraction, as might have been expected from the quantity of heat which is then 
evolved, but an expansion, of volume (a decrease of specific gravity, if we calculate as 
Ostwald did in his first investigations), Thus by mixing 1180 grams of a solution of 
sulphuric acid of the composition SO; + 100H.,0, occupying a volume of -1815 ¢.c., with a 
corresponding quantity of a solution 2(NaHO+5H,0), whose volume =1793 c.c., we 
obtain not 3608 but 3633 ¢c.c., an expansion of 25 ¢c.c. per gram molecule of the resulting 
salt, Na,.SO,y. It is the same in other cases. Nitric and hydrochloric acids give a still 
greater expansion than sulphuric acid, and potassium hydroxide than sodium hydroxide, 
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The majority of the above-mentioned researches were carried on in 
aqueous solutions, and as water is itself a saline compound, and is 
able to combine with salts and enter into double decomposition with 
them, such reactions taking place in solutions in reality present very 
complex cases. In this sense the reaction between alcohols and acids 
is much more simple, and therefore its significance in confirmation 
of Berthollet’s doctrine is of particular importance. The only cases 
which can be compared with these reactions from their simplicity are - 
those exchange decompusitions investigated by G. G. Gustavson, and 
which take place between CCl, and RBr, on the one hand and CBr, 
and RCI, on the the other. This case is convenient for investigation 
in the sense that the RCI, and RBr, taken belong (like BCl;, SiCl,, 
TiCl,, POCI,, and SnCl,) to the number of substances which are de- 
composed by water, whilst CCl, and CBr, are not decomposed by 
water ; and therefore, by heating, for instance, a mixture CCl, +SiBr, 
it is possible to arrive at a conclusion as to the amount of interchange 
by treating the product with water, which decomposes the SiBr, left 
unchanged and the SiCl, formed by the exchange, and therefore 
by determining the composition of the product acted on by the water 
it is possible to form a conclusion as to the amount of decomposition. 


whilst a solution of ammonia gives a contraction. The relation to water must be considered 
as the cause of these phenomena. When sodium hydroxide and sulphuric acid dissolve 
in water they develop heat and give a vigorous contraction ; the water is separated from 
such solutions with great difficulty. After mutual saturation they form the salt Na,SO,, 
which retains the water but feebly and evolves but little heat with it, which, in a word, 
has little affinity for water. The water in the saturation of sulphuric acid by soda is, so 
to say, displaced from a stable combination and passes into an unstable combination ; 
hence an expansion (decrease of sp. gr.) takes place. It is not the reaction of the acid on 
the alkali, but the reaction of water, that produces the phenomenon by which Ostwald 
desires to measure the degree of salt formation. The water, which escaped attention, 
itself has affinity, and influences those phenomena which are being investigated. Further- 
more, in the given instance its influence is very great because its mass is large. When it 
is not present, or only present in small quantities, the affinity of the buse to the acid leads 
to contraction, and not expansion. Nu,O has asp. gr. 2's, hence its volume = 22; the 
sp. gr. of SO; is 1°9 and volume 41, hence the sum of their volumes is 68, and for 
Na,SO, the sp. gr. is 2°65 and volume 53°6, consequently a contraction of 10 c.c. per gram 
molecule of salt. The volume of H.,SO, -- 58°3, that of 2NaHO =37°4; there is produced 
2H_,,0, volume = 36 + Na,SO,, volume = 53'6, There react 90°7 c.c., and on saturation there 
results 89°6 c.c.; consequently contraction again ensues, although less, and although this 
reaction is one of substitution and not of combination. Consequently the phenomena 
studied by Ostwald hardly depend on the measure of the reaction of the salts, but more 
on the relation of the substances dissolved to water. In substitutions, for instance, 
2NaNO;+ H.SO,-- 2HNO;+ Na,SO,, the volumes vary but slightly ; in the above example 
they are 2(34'8) + 53°3 and 2(41°2) + 53°6 5 hence 131 volumes act, and 136 volumes are pro- 
duced, It may be thought, therefore, on the basis of what has been said, that on taking 
water into consideration the phenomena studied by Thomsen and Ostwald prove to be 
much more complex than they at first appear, and that this method can scarcely lead to 
a right judgment us to the distribution of acids between bases. 
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The mixture was always formed with equivalent quantities—for in- 
stance, 4BC],+3CBr,. It appeared that there was no exchange what- 
ever on simple intermixture, but that it proceeds, and then slowly, 
when the mixture is heated (for example with the above-cited mixture 
at 123° 4:06 per cent. of Cl was replaced by Br after 1-t days’ heating, 
and 6°83 per cent. after 28 days, and 10°12 per cent. when heated at 
150° for 60 days) <A limit was always reached which corresponded 
with the complemental system ; for example, in the given instance to the 
system 4BBr,+3CCl,. So in this last 89°97 per cent. of bromine in 
the BBr, was replaced by chlorine ; that is, there was obtained 89-97 
molecules of BCI, and there remained 10°02 molecules of BBr3, and 
therefore the same state of equilibrium was reached as that given by 
the system 4BCl,+3CBr,. Both systems gave one and the same state 
of equilibrium at the limit, as follows from Berthollet’s doctrine.?%» 


*8b G. G. Gustavson’s researches, which were conducted in the laboratory of the 
St. Petersburg University in 1871-72, are among the firat in which the measure of 
the affinity of the elements for haloids appears with perfect clearness in the hmit of 
substitution and in the rate of reaction. The researches conducted by A. L. Potilitzin 
(of which mention will be made in Chapter XI. Note 66) in the same laboratory touch on 
another aspect of the same problem which has not yet made much progress, notwith- 
standing its importance and the fact that the theoretical side of the subject (thanks 
especially to Guldberg and Van’t Hoff) has since been rapidly pushed forward. It would 
be very important if the researches of Gustavson touched on the influence of mass, and 
were more fully supplied with data concerning velocities and temperatures, because of 
the great significance which the instance considered has for the understanding of double 
saline decompositions in the ‘ absence of water.’ 

Furthermore, Gustavson showed that the greater the atomic weight of the element 
(B, Si, Ti, As, Sn) combined with chlorine the greater the amount of chlorine replaced 
by bromine by the action of CBry, and consequently the less the amount of bromine re- 
placed by chlorine by the action of CCl, on bromine compounds. For instance, for 
chlorine compounds the percentage of substitution (at the limit) is— 


BCl, SiCl, TiCl, AsCls SnCl, 
10°1 12°5 43°6 71'8 775 


It should be observed, however, that Thorpe, on the basis of his experiments, denies 
the universality of this. I may mention one conclusion which it appears to me may be 
drawn from the above cited figures of Gustavson, if they further verify themselves even 
within narrow limits. If CBr, be heated with RC],, then an exchange of the bromine by 
chlorine takes place. But what would be the result if it were mixed with CCl,? Judging 
by the magnitude of the atomic weights, B= 11, C =12, Si= 28, about 11 p.c. of the chlorine 
would be replaced by bromine. But what does this signify ? I think that this shows the 
existence of a movement of the atoms in the molecule. The mixture of CCl, and CBr, 
does not remain in a state of static equilibrium; not only are the molecules contained in 
it in a state of movement but also the atoms in the molecules, and the above figures show 
the measure of their translation under these conditions. The bromine in the CBr, is, 
within the limit, substituted by the chlorine of the CC), in a quantity of about 11 out of 
100; that is, a portion of the atoms of bromine previously to this moment in combination 
with one atom of carbon pass over to the other atom of carbon, and the chlorine passes over 
from this second atom of carbon to replace it. Therefore, also, in the homogeneous mass 
CCl, all the atoms of Cl do not remain constantly combined with the same atoms of 
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Thus we now find ample confirmation from various quarters for the 
following rules of Berthollet, on referring them to double saline decom- 
positions: 1. From two salts MX and NY containing different haloids 
and metals there result from their reaction two others, MY and NX, 
but such a substitution will not proceed to the end unless one product 
passes from the sphere of action. 2. This reaction is limited by the 
existence of an equilibrium between MX, NY, MY, and NX, because a 
reverse reaction is quite as possible as the direct reaction. 3. This limit 
is determined by both the measure of the active affinities and by the rela- 
tive masses of the substances measured by the number of the reacting 
molecules. 4. Other conditions being constant, the chemical action is 
proportional to the product of the chemical masses in action.”" 

Thus if the salts MX and NY after reaction partly formed salts MY 
and NX, then a state of equilibrium is reached and the reaction ceases ; 
but if one of the resultant compounds, in virtue of its physical properties, 
passes from the sphere of action of the remaining substances, then the 
reaction will continue. This exit from the sphere of action depends on 
the physical properties of the substance and on the conditions under 
which the reaction takes place. Thus, for instance, the salt NX may, 
in the case of reaction between solutions, separate as a precipitate, as 
an insoluble substance, while the other three substances remain in solu- 
tion, or it nay pass into vapour, and in this manner also pass away 
from the sphere of action of the remaining substances. Let us now 
suppose that it passes away in some form or other from the sphere of 
action of the remaining substances—for instance, that it is transformed 
into a precipitate or vapour—then a fresh reaction will set in and a 


carbon, and there isan erchange of atums between different molecules ina homogeneous 
medium also. This hypothesis may, in my opinion, explain certain phenomena of disso- 
ciation, but in mentioning it I do not consider it possible to linger on it. I will only 
observe that a similar hypothesis suggested itself to me in my researches on solutions, 
and that Pfaundler exsentially enunciated a similar hypothesis, and in recent times a 
like view is beginning to diffuse itself with respect to the electrolysis of saline solutions. 

22 Berthollet’s doctrine can hardly be in any way undermined when it is shown that 
there are cases in which there is no decomposition between salts, because in principle 
the affinity may be so small that a large mass would still give no observable displacements. 
The fundamental condition of the adaptability of Berthollet’s doctrine, as well as 
Deville’s doctrine, of dissociation lies in the reversibility of reactions. As there are prac- 
tically unreversible reactions (for instance, CC], + 2H,0 = CO, + 4HC)), and as non-volatile 
substances do exist, so whilst accepting the doctrine of reversible reactions and retaining 
the doctrines of the evaporation of liquids, it is possible to admit the existence of non- 
volatile substances, and in just the same way of reaction without any visible conformity 
to Berthollet’s doctrine. This doctrine evidently approaches nearer than the opposite 
doctrine of Bergman to the solution of the complex problems of chemical mechanics, 
for the successful resolution of which at the present time the richest fruits are to be 
expected from the working out of data concerning dissociation, the influence of mass, 
and the equilibrium and velocity of reactions. 
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reformation of the salt NX. If it be removed, then, although the 
quantity of the elements N and X in the mass will be diminished, still, 
according to Berthollet’s law, a certain amount of NX should be again 
formed. When this substance is again formed, then, owing to its 
physical properties, it will again pass away ; hence the reaction, in 
consequence of the physical properties of the resultant substance, is 
able to proceed to completion notwithstanding the possible weakness of 
the attraction existing between the elements entering into the compo- 
sition of the resultant substance NX. Naturally, if the resultant 
substance is also formed of elements having a considerable degree of 
affinity, then the complete decomposition is considerably facilitated. 

Such a representation of the modus operandy of chemical trans- 
formations is applicable with great clearness to a number of re- 
actions studied in chemistry, and, what is especially important, the 
application of this aspect of Berthollet’s teaching does not in any way 
require the determination of the measure of affinity acting between the 
substances present. For instance, the action of ammonia on solutions 
of salts ; the displacement, by its means, of basic hydrates soluble in 
water ; the separation of volatile nitric acid by the aid of non-volatile 
sulphuric acid, as well as the decomposition of table salt by means of 
sulphuric acid, when gaseous hydrochloric acid is formed—may be 
taken as examples of reactions which proceed to the end, inasmuch as 
one of the resultant substances is entirely removed from the sphere of 
action, but they in no way indicate the measure of affinity.*° 


® Common salt not only enters into double decomposition with acids but also with 
every salt. However, as clearly follows from Berthollet’s doctrine, this form of decom- 
position will only in a few cases render it: possible for new metallic chlorides to be ob- 
tained, because the decomposition will not be carried on to the end unless the metallic 
chloride formed separates from the mass of the active substances. Thus, for example, 
if a solution of common salt be mixed with a solution of magnesium sulphate, double 
decomposition ensues, but not completely, because all the substances remain in the solu- 
tion. In this case the decomposition may result in the formation of sodium sulphate and 
magnesium chloride, substances which are soluble in water; nothing is disengaged, 
and therefore the decomposition 2NaCl + MgSO,-- MgCl, + Na,SO, cannot proceed to the 
end. However, the sodium sulphate formed in this manner may be separated by freezing 
the mixture. Sulphate of sodium is sparingly soluble in the cold, and therefore if a suffi- 
ciently strong solution of common salt and magnesium sulphate be taken, the resulting 
sodium sulphate will separate out in the cold as crystals containing water of crystallisa- 
tion. The complete separation of the sodium sulphate will naturally not take place, owing 
to a portion of the sult remaining in the solution in the cold. Nevertheless, this kind of 
decomposition is made use of for the preparation of sodium sulphate from the residues 
left after the evaporation of sea-water, which contain » mixture of magnesium sulphate 
and common salt. Such a mixture is encountered at Stassfurt in a natural form. The 
separation is sometimes carried on by means of artificial cooling by refrigerating 
machines. It might be said that this form of double decomposition is only wecomplished 
with a change of temperature; but this would not be true, as may be concluded from 
other analogous cases. Thus, for instance, a solution of copper sulphate is of a blue 
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As a proof that double decompositions like the above are actually 
accomplished in the sense of Berthollet’s doctrine, the fact may be cited 
that table salt may be entirely decomposed by nitric acid, and nitre may 
be completely «lecomposed by hydrochloric acid, just as they are decom- 
posed by sulphuric acid ; but this only takes place when, in the first 
instance, an excess of nitric acid is taken, and in the second instance with 
an excess of hydrochloric acid for a given quantity of the sodium salt, 
and if the resultant acid passes off. If sodium chloride be put into a 
porcelain evaporating basin, nitric acid be added to it, and the mix- 
ture be heated, then both hydrochloric and nitric acids are expelled by 
the heat. ‘Thus the nitric acid partially acts on the sodium chloride, 
but on heating, as both acids are volatile, they are both converted into 
vapour ; and therefore the residue will contain a mixture of a certain 
quantity of the sodium chloride taken and of the sodium nitrate formed. 
If a fresh quantity of nitric acid be then added, reaction will again set 
in, a certain portion of hydrochloric acid is again evolved, and on heat- 
ing is expelled together with nitric acid. If this be repeated several 
times, it is possible to expel all the hydrochloric acid, and to obtain 
sodium nitrate only in the residue. If, on the contrary, we take 
sodium nitrate and add hydrochloric acid to it in an aqueous solution, 
then reaction again sets in, a certain quantity of the hydrochloric acid 
displaces a portion of the nitric acid, and on heating the excess of 
hydrochloric acid passes away with the nitric acid formed. On repeat- 
ing this process, it is possible to displace the nitric acid with an excess 
of hydrochloric acid, just as it was possible to displace the hydrochloric 
acid by anexcess of nitric acid. The influence of the mass of the sub- 
stance in action and the influence of volatility is here very distinctly 


colour, while aw solution of copper chloride is green. If we mix both salts together the 
green tint is distinctly visible, so that by this means the presence of the copper chloride 
in the solution of copper sulphate is clearly seen. If now we add a solution of common 
salt ton solution of copper sulphate a green coloration is obtained, which indicates the 
formation of copper chloride. In this instance it is not separated, but it is immediately 
formed on the addition of common salt, a4 it should be according to Berthollet’s doctrine. 

The complete formation of a metallic chloride from common salt can only occur, 
judging from the above, when it separates from the sphere of action. The salts of silver 
are instances in question, because the silver chloride is insoluble in water; and therefore 
if we add wv solution of sodium chloride to a solution of a silver salt, then silver chloride 
and the sodium salt of that acid which was in the silver salt are formed. The amount 
of silver chloride formed immediately separates from the solution, because it is in- 
soluble in water, and the reaction in consequence is further directed to the end—that is, 
either the whole quantity of the silver is separated or all the chlorine passes into silver 
chloride. This method is made use of for separating silver from its solutions, and also 
for determining the quantity of chlorine. It must not, however, be forgotten that silver 
chloride is slightly soluble in water and still more so in a solution of sodium chloride, and 
that, therefore, a certain trace of silver escapes precipitation. 
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seen. Hence it may be affirmed that sulphuric acid does not displace 
hydrochloric acid because of an especially high degree of affinity, but 
that this reaction is only carried on to the end because the sulphuric 
acid is not volatile whilst the hydrochloric acid which is formed is 
volatile. 

The preparation of hydrochloric acid in the laboratory and on a 
large scale is based upon these data. In the first instance, an excess 
of sulphuric acid is employed in order that the reaction may proceed 
easily and at a low temperature, whilst on a large scale, when it is 
necessary to economise every material, equivalent quantities are taken 
in order to obtain the normal salt Na,SO, and not the acid salt (p. 422), 
which would require twice as much acid. It may be remarked that 
dry hydrochloric acid is a gas which is very soluble in water. It is 


most frequently used in practice in this state of solution under the name 
of mauriatic acid?! 
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Pig. 65.—Secticn of a salt cake furnace, B, pan in which the sodium chloride and sulphuric acid 
are first mixel and heated. C, muffie for the ultimate decomposition. 


In chemical works the decomposition of sodium chloride by means of 
sulphuric acid is carried on on a very large scale, chiefly with a view to 
the preparation of normal sodium sulphate, the hydrochloric acid being 
a bye-product. The furnace employed is termed a salt cake furnace. 
It is represented in fig. 65, and consists of the following two parts : the 


5! The apparatus shown in fig. 46 (p. 250) is generally employed for the preparation 
of small quantities of hydrochloric acid. Common salt is placed in the retort ; the salt is 
generally previously fused, as it otherwise froths and boils over the apparatus. When the 
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pan B and the roaster C, or enclosed space built up of large bricks « 
and enveloped on all sides by the smoke and flames from the fire grate, 
F. The ultimate decomposition of the salt by the sulphuric acid is 
accomplished in the roaster. The hydrochloric acid gas evolved in this 
reaction escapes through the tube O as will presently be described. But 
the first decomposition of sodium chloride by sulphuric acid does not 
require so high a temperature as the ultimate decomposition, and is 
therefore carried on in the front and cooler portion, B, whose bottom 
is heated by gas flues. When the reaction in this portion ceases 
and the evolution of hydrochloric acid stops, then the mass, which 
contains about half of the sodium chloride yet undecomposed and 
the sulphuric acid in the form of acid sodium sulphate, is removed 
from B and thrown into the roaster C, where the action is com- 
pleted. Normal sodium sulphate, which we shall afterwards describe, 
remains in the roaster. It is employed both directly in the manu- 
facture of glass, and in the preparation of other sodium compounds—for 
instance, in the preparation of soda ash, as will afterwards be described. 
For the present we will only turn our attention to the hydrochloric 
acid evolved in Band C. In chemical works, where sulphuric acid of 
60° Baumé (22 p. c. of water) is employed, 117 parts of sodium chloride 
are taken to about 125 parts of sulphuric acid. 

The hydrochloric acid gas evolved is subjected to condensation by 
dissolving it in water.3?. If the apparatus in which the decomposition 


apparatus is placed in order sulphuric acid mixed with water is poured down the thistle 
funnel into the retort. About one and a half times the weight of the salt of strong sul- 
phuric acid is usually taken, and it is diluted with a sinall quantity of water (half) if it be 
desired to retard the action, as in using strong sulphuric acid the action immediately 
begins with great vigour. The mixture, at first without the aid of heat and then at a 
moderate temperature (in a water-bath), evolves hydrochloric acid. Commercial hydro- 
chloric acid contains many impurities; it is usually purified by distillation, the middle 
portions being collected. It is purified from arsenic by adding FeCl,, distilling, and 
casting aside the first third of the distillate. If free hydrochloric acid gas be required, it 
is passed through a vessel containing strong sulphuric acid to dry it, and it is collected 
over a mercury bath. 

Phosphoric anhydride absorbs hydrogen chloride (Bailey and Fowler, 1884; 
2P,0; + 3HCIl= POCI,+3HPO;) at the ordinary temperature, and therefore the gas cannot 
be dried by this substance. 

52 As at works which treat common salt in order to obtain sodium sulphate, the 
hydrochloric acid is sometimes held in no value, they would readily allow it to escape 
into smoke and into the atmosphere, which would greatly injure the air of the neighbour- 
hood and destroy aj] vegetation, and therefore in all countries there are laws forbidding 
the works to proceed in this manner, and requiring the absorption of the hydrochloric acid 
by water at the works themselves, and not permitting the solution to be run into rivers 
and streams, whose waters it would spoil. It may be remarked that the absorption of 
hydrochloric acid presents no particular difficulties (the absorption of sulphurous acid 
is much more difficult), because hydrochloric acid has a great affinity for water and gives 
a hydrate which boils above 100°. Hence, even steam and hot water, as well as weaker 
solutions, can be used for absorbing the acid. However, Warder (188s) showed that weak 
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is accmcushed were hermeticaly c.osed. and oniv presented one outlet, 
then the escape of the hydrochloric acid would only proceed through 
the escape pipe intended for this purpose. But as it 1s impossible to 
eoustruct a pertectiy hermetically ciosed furnace, it is necessary to 
increase the draught by artificial means, or to oblige the hydrochloric 
acid yas t) pass throuyh those arranzements In which it is condensed. 
This is done by connecting the ends of the tubes thruugh which the 
hydrochiorie acid gas escapes from the furnace with high chimneys, where 
the strong draught proceeding from the combustion of the fuel carries 
otf the hvdrochloric acid and air which is mixed with it. This causes a 
current of hydrochloric acid yas to pass throuyh the absorbing apparatus 
in a definite direction. Here it encounters a current of water flowing 
in the opposite direction, by which it 1s absorbed. It is not cus- 
tomary to cause the acid to pass through the water, but only to bring 
it into contact with the surface of the water. The absorption apparatus 
consists of large earthenware vessels having fvur orifices, two above and 
two lateral ones in the wide central portion of each vessel. The upper 
orifices serve for connecting the vessels together, and the hydrochloric 
acid vas escaping from the furnace passes through these tubes. The 
water for absorbing the acid enters at the upper, and flows out from the 
lower, vessel, anc passes through the latetal orifices in the vessels. The 
water flows from the chimney towards the furnace, and it is therefore 
evident that the outtlowing water will be the most saturated with acid, 
of which it actually contains about 20 per cent. The absorption in 
these vessels is not complete. The ultimate absorption of the hydro- 
chloric acid is carned on in the so-called cuke towers, These are high 
chimneys, like that shown in fig. 66. They are frequently divided into 
two portions, or consist of two adjacent chimneys. A lattice work of 
bricks, C, is laid on the bottom of these towers, on which coke is 
piled up to the top of the tower. Water, distributing itself over the 
coke, trickles down to the bottom of the tower, and in so doing absorbs 
the hydrochloric acid gas rising upwards. 

It will be readily understood that hydrochloric acid may be 


solutions of composition H,O = nHCl when boiled (the residue will be almost HC1,8H,O) 
evolve (not water but) a solution of the composition H,O ~ 44524HCl1; for example, on dis- 
tilling; HCLI0H,O, HC1,23H,0 is first obtained in the distillate. As the strength of the 
residue becomes preater, so also does that of the distillate, and therefore in order to cam- 
pletely absorb hydrochloric acid it is necessary in the end to have recourse to water. 

Aas in Russia the manufacture of sodium sulphate from sodium chloride has not yet 
been sufticiently developed, and as hydrochloric acid is required for many technical pur- 
poses (for instance, for the preparation of zinc chloride, which is employed for soaking 
railway sleepers), therefore the salt 1s often treated mainly for the manufacture of hydro- 
chloriec acid. 
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obtained from all other. 


metallic chlorides.*? It is 


53 Thus the metallic chlorides, 
which are decomposed to a greater 
or less degree by water,correspond 
with feeble bases. Such are, for 
example, MyCl., AICI;, SbCl,, 
BiCl;. The decomposition of 
magnesium chloride (and also 
carnallite) by sulphuric acid pro- 
ceeds at the ordinary temperature 
and may be employed as a con- 
venient method for the produc- 
tion of hydrochloric acid. The 
vapour of common salt in the pre- 
sence of steam and silica (which 
is capable of combining with so- 
dium oxide) gives hydrochloric 
acid and sodium silicate. Hydro- 
chloric acid is also produced in 
many reactions of decomposition 
of carbon compounds contauning 
chlorine and hydrogen; for in- 
stance, when the vapour of ethyl 
chloride is passed through a red- 
hot tube, it gives olefiant gas and 
hydrochloric acid. It is also pro- 
duced by the ignition of certain 
metallic chlorides in a stream 
of hydrogen, especially of those 
metals which are easily reduced 
and difficultly oxidised—for in- 
stance, silver chloride. Lead 
chloride, when heated to redness 
in a stream of stewn, gives hy- 
drochloric acid and lead oxide. 
In general 2MCln + nH.,O fre- 
quently gives MO, + 2,HCI, and 
MCI,,+H, sometimes M+ HCl, 
although both these reactions 
also proceed in the opposite di- 
rection, that is, MO, + n2HC1 fre- 
quently forms 2MC1, + 2H.O and 
sometimes M + nHCl = MCI, + 
H,, where M is a metal. The 
multitude of the cases of forma- 
tion of hydrochloric acid are un- 
derstood from the fact that it is 
a substance which is compara- 
tively very stable, resembling 
water in this respect, and even 
most probably more stable than 
water, because, at a high tem- 
perature and even under the 
action of light, chlorine decom- 
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freyuently formed in other reactions, many of which we shall meet 
with in the further course of this work. It is, for instance, formed 
by the action of water on sulphur chlornde, phosphorus chloride, anti- 
mony chloride, «ce. 

Hydrochloric acid is a colourless gas having a pungent suffocating 
odour and an acid taste. This gas fumes in air and attracts moisture, 
because it forms vapour containing a compound of hydrochloric acid and 
water. Hydrochloric acid is hiquetied by cold, and under a pressure of 
40 atmospheres into a colourless liquid of sp. gr. 0-908 at 0°,?* boiling 
point —35° and absolute boiling point +52. We have already seen 
(Chap. I.) that hydrochloric acid combines very energetically with water, 
and in so doing evolves a considerable amount of heat. The solution 
saturated in the cold attains a density 1:23. On heating such a solu- 
tion containing about 45 parts of acid per 100 parts, the hydrochloric 
acid gas is expelled with only a slight admixture of aqueous vapour. 
But it is impossible to entirely separate the whole of the hydrochloric 
acid from the water by this means, as could be done in the case of an 
ammoniacal solution. The temperature required for the evolution of the 
gas rises and reaches 110°-111°, and after this remains constant—that 
is, a solution having a constant boiling point is obtained (p. 98), which, 
however, dues not (Roscoe and Dittmar) present a constant composition 
under different pressures, because the hydrate is decomposed in distil- 
lation, as is seen from the determinations of its vapour density (Bineau). 
Judging from the facts (1) that with decrease of the pressure under which 
the distillation proceeds the solution of constant boiling point approaches 
to a composition of 295 p.c. of hydrochloric acid,® (2) that by passing a 
stream of dry air through a solution of hydrochloric acid there is obtained 
in the residue a solution which also approaches to 25 p.c. of acid, more 
nearly as the temperature falls,*° (3) that many of the properties of solu- 
tions of hydrochloric acid vary distinctly according as they contain more 
or less than 25 p.c. of hydrochloric acid (for instance, antimonious 
sulphide gives hydrogen sulphide with a stronger acid, but is not acted 
on by a weaker solution, also a stronger solution fumes in the air, 
&c.), and (4) that the composition HCI,6H,O corresponds with 25-26 p.c. 


poses water, with the formation of hydrochloric acid. The combination of chlorine and 
hydrogen also proceeds by their direct action, as we shall afterwards describe. 

34 According to Ansdell (1850) the sp. yr. of liquid hydrochloric acid at 0° =0°90s, at 
11°67° =0°854, at 22°7° =0°x08, at 33° =0'748. Hence it is seen that the expansion of this 
liquid is greater than that of gases (Chapter IT. Note 34). 

> According to Roscoe and Dittmar at a pressure of three atmospheres the solution 
of constant boiling point contains 14 p.c. of hydrogen chloride, and at a pressure of one- 
tenth atmosphere 23 p.c. The percentage is intermediate at medium pressures. 

5% At 0° 25 p.c., at 100° 20°77 p.c.; Roscoe and Dittmar. 


SODIUM CHLORIDE—BERTHOLLET’S LAWS 445 


HCl—judging from all these data, and also from the loss of tension 
which ocours in the combination of hydrochloric acid with water, 
it may be said that they form a definite hydrate of the composition 
HCl1,6H,O. The conclusions to be drawn from the densities of solu- 
tions of hydrochloric acid also point to the same fact, as will presently 
be explained. Besides this hydrate there exists also a crystallo-hydrate 
HCl,2H,0,3" which is formed by the absorption of hydrochloric acid 
by a saturated solution at a temperature of —23°. It crystallises and 
melts at — 18°.38 


37 This crystallo-hydrate (obtained by Pierre and Puchot, and investigated by Rooze- 
boom) is analogous to NaCl,2H,O. The crystals HC1,2H.,0 at — 22° have a specific gravity 
1:46, the vapour tension (dissociation) of the solution having a composition HCl,2H,O 
ut —24°=760, at —19°=1010, at — 18° = 1057, at —17°=1112 mm. of mercury. Ina solid 
state the crystallo-hydrate at --17°7> has the sume tension, whilst at lower temperatures 
it is much less: at —24° about 150, at — 19° about 580 mm., at —17°2° about 10 atmo 
spheres ; at —13° about 150 atmospheres. A mixture of fuming hydrochloric acid with 
snow reducer the temperature to — 38°. 

“8 According to Roscoe at 0° a hundred grams of water ata pressure p (in millimetres 
of mercury) dissolves— 


p = 100 200 300 500 700 1000 
Grams HCl — 65°7 707 73's 738°2 $1'7 85°6 
At a pressure of 760 millimetres and temperature f, a hundred grams of water dissolves 
t =0 8° 16° 24° 40° 60° 
Grams HCl] 82°5 TBs 742 70°0 63°83 itl 


Roozeboom (1886) showed that at ¢’ solutions containing c grams of hydrogen chloride per 
100 grams of water may (with the variation of the pressure ») be formed together with 
the crystallo-hydrate HC1,2H,0: 


t = —28'8°? —21° —19° — 18° +177? 
c= 84°2 SOS 92°6 gs 101°4 
p= caes S34 980 100 1073 mm. 


‘The last composition answers to the melted crystallo-hydrate HC12H.O, which splits up 
at temperatures above —17'7°, and at a constant atmospheric pressure when there are 
no crystals— 

t= —24° — 21° —18° —10° 0 

e = 101°2 98°38 99°7 sus 842 
From these data it is seen that the hydrate HC1,2H.O can exist in a liquid state, which 
is not the case for the hydrates of carbonic and sulphurous anhydrides, chlorine, &c. 

According to Marignac, the specific heat ¢ of a solution HC1l+ mH.0 (at about 380°, 
taking the specific heat of water =1) is given by the expression— 
C(36'5 + 97218) = 182 — 28°89 + 140/90 — 2687 mi? 


if m be not less than 6°25. For example, for HC] +25H.O C = 0'877. 

According to Thomsen's data, the amount of heat @, expressed in thousands of calories, 
evolved in the solution of 36°5 grams of gaseous hydrochloric acid in mH.O or 18m 
grams of water— 

m= 2 4 10 50 400 
Q= 114 143 16°23 171 17°38 


In these quantities the latent heat of liquefaction is included, which, judging by 
analogy (page 321), must be taken as 5-9 thousand calories per molecular quintity of 
hydrogen chloride. 

The researches of Scheffer (1888) on the rate of diffusion (in water) of solutions of 
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The mean (from the observations cf Ure, Kremers, Kolbe, Berthe- 
lot, Marignac, and Kohlrausch) specific gravities at 15°, taking water 
at its maximum density (4°) as 10000, for solutions containing p per 
cent. of hydrogen chloride, are given in the following table in the 


columns under the symbol s. 
and is scarcely greater than + 10. 


Their possible error is not less than 


yp 8 S p 8 S 
5 10242 10240 25 11266 11263 
10 10490 10492 30 11522 11522 
15 10744 10746 35 11773 11770 
20 11001 11003 40 11997 12005 


Under the letter S in the third column is given the specific gravity 
calculated according to the formula S = 9991-6 + 49-43» + 0:0571p?, 
until p = 25:26, which answers to the hydrate HCI,6H,O mentioned 
above. Above this percentage S = 9785-1 + 65°10p — 0:240p?. A com- 
parison of the results obtained by experiment and calculation (s with 
S) shows that the curve is in perfect harmony with the mean result 
of observation. The necessity of two curves is already indicated by 
the fact that the rise of specific gravity with an increase of percentage 


(or the differential 7) reaches a maximum at about 25 p.c.3° Thus 


between 0 and 10 p.c. the mean difference of s, corresponding with 
] p.c. = 49°&, between 20 and 30 p.c. = 52:1, and between 30 and 
40 p.c. =47°5, judging from the results of experiment. The inter- 
mediate solution, HC1,6H,O, is further distinguished by the fact that 
the variation of the specific gravity with the variation of temperature is 
a constant quantity, so that the specific gravity of this solution is equal 
to 11352°7 (1—0-000447¢), where 0:000447 is the modulus of expan- 
sion of the solution.4° In the case of more dilute solutions, as with 


hydrochloric acid show that the coefficient of diffusion k decreases with the amount of 
water 22, if the composition of the solution is HClzH..O at 0°:— 


5 6°9 08 14 27°1 129°5 
2°31 2°08 1°86 1°67 1°52 1°39 


n 
k 


It also appears that strong solutions diffuse more rupidly into dilute solutions than 
into water. 

59 If it be admitted that the maximum of the differential corresponds with HC1,6H,0, 
then it might be thought that the specific gravity is expressed by a parabola of the third 
order ; but such an admission does not give expressions in accordance with reality, either 
in this or especially in those cases (solutions of alcohol and sulphuric acid) where the 
data for the specific gravities are established with great accuracy, as is more fully con- 
sidered in my work mentioned on page 65. 

4° As in water, the modulus of expansion (or the quantity k in the expression 
Si= Su— ASot, or Vi= 1/(1—4t), and if the variation of the specific gravity be non- 
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dt 
rise of temperature, for the difference between Sy)—S,, and S,,—S3y 
(z.e. the difference between the specific gravities at 0°, 15°, and 30°) 


varies as follows : 4! 
p= 0 5 10 15 20 


S—-S5= Tl 23 38 52 ~»& 64 
Sis = S30 = 33°9 42 50 59 67 


water, the specific gravity at 1° (or the differential A rises with a. 


Whilst for solutions which contain a greater proportion of hydrogen 
chloride than HC1,6H,O, these coefficients decrease with a rise of 
temperature ; for instance, for 30 p.c. of hydrogen chloride Sy —S,,=88 
and S,, — S3)= 8&7 (uccording to Marignac’s data). In the case of 
HC],6H,O these differences are constant, and equal 76. 

Thus the formation of two definite hydrates, HCl,2H,O and 
HCI1,6H,O, between hydrochloric acid and water may be accepted 
upon the basis of many facts. But both of them, inasmuch as they 
occur in a liquid state, dissociate with great facility into hydrogen 
chloride and water, and are completely decomposed when distilled. 

All solutions of hydrochloric acid present the properties of an 
energetic acid. They not only transform blue vegetable colouring 
matter into red, and disengage carbonic acid gas from carbonates, &c.,. 
but they also entirely saturate bases, even such energetic ones as pot- 


uniform, then the modulus of expansion must be taken as — ds/dtS,) attains a magnitude. 
0000447 at about 48°, it might be thought that at 48° all solutions of hydrochloric acid: 
would have the same modulus of expansion, but in reality this is not the case. At low 
and the ordinary temperatures the modulus of expansion of aqueous solutions is greater 
than that of water, and the greater it is the greater the amount of the substance dissolved 
(for this reason the temperature of maximum density, when the modulus = 0, is lowered 
by solution). But for water the modulus of expansion (—ds/dtS,,) rises rapidly with the 
temperature, whilst for solutions the increase is much slower (or even falls, as for 
sulphuric acid or fuming hydrochloric acid), and therefore at a certain temperature ¢ the 
modulus of solutions becomes equal to that of water. This temperature may be termed 
the ‘ characteristic temperature.’ For solutions of sodium chloride it is about 58°, for- 
lithium chloride 80°, for potassium nitrate about 80°, for weak solutions of sulphuric 
acid about 68°. In order to illustrate this by an example I will insert the magni- 
tudes of denomination of expansion (multiplied by 10000) of solutions of sodium 


chloride :— 
0° 20° 50° 60° 80° 100° 


Water . ; . —065 2°07 3'64 5°11 6°25 7°09 
10 p.c. NaCl . 238 3°4 4°3 50 5°7 63 
20 p.c. . : é 3°6 4°0 4°5 5°0 54 5°8 


{1 The figures cited above may serve for the direct determination of the variation of 
the specific gravity of solutions of hydrochloric acid with the temperature, because we 
may take S,; = S, — ¢(4—Bt). Thus, knowing that at 15° the specific gravity of a 
10 p.c. solution of hydrochloric acid = 10492, we find that at f° it = 10580 — ¢(2°13 + 00277). 
Whence also may be found the modulus of expansion (Note 49). 
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ash, hime, ke. Ina dry state, however, hydrochloric acid does not alter 
veaecable dyes, and does not accomplish many double decompositions 
witich easily take place in the presence of water. This is explained by 
the fact that the gaso-elastic state of the hydrochloric acid prevents its 
entering into reaction. However, incandescent iron, zinc, sodium, &c., 
act on gaseous hydrochloric acid, displacing the hydrogen and leaving 
half a volume of hydrogen against one volume of hydrochloric acid gas ; 
this reaction may serve for determining the composition of hydrochloric 
acid. Combined with water the hydrochloric acid gas is deprived of its 
elasticity, and loses a considerable amount of heat in its passage into 
x liquid and combined state. It then acts as an acid which much 
reseinbles nitric acid ‘? in its energy and in many of its reactions ; how- 
ever, the latter contains oxygen, which is disengaged with great ease, 
and so very frequently acts as an oxidiser, which hydrochloric is not 
capable of doing. The majority of metals (even those which do not 
displace the H from H,SO, but which, like copper, decompose it to the 
limit of SO,) displace the hydrogen from hydrochloric acid. ‘Thus 
hydrogen is disengaged by the action of zinc, and even of copper and 
tin. Only a few metals withstand its action ; for example, gold and 
platinum. Lead is only acted on feebly in compact masses, because the 
lead chloride formed is insoluble and prevents the further action of the 
acid on the metal. The same is to be remarked with respect to the 
feeble action of hydrochloric acid on mercury and silver, because the 
compounds of these metals, AgCl and HgCl, are insoluble in water. 
Metallic chlorides are not only formed by the action of hydrochloric 
acid on the metals, hut also by many other methods ; for instance, by 
the action of hydrochloric acid on the carbonates, oxides, and hydrox- 
ides, and also by the action of chlorine on metals and certain of their 
compounds. Metallic chlorides have a composition MCl; for example, 
NaCl, KCl, AgCl, HgCl, if the metal replaces hydrogen equivalent for 
equivalent, or, as it is said, if it be monatomic or univalent. In the case 
of bivalent metals, they have a composition MC}, ; for example, CaCl,, 
CuCl,, PbCl,, HgCl,, FeCl,, MnCl,. The composition of the haloid 
‘salts of other metals presents a further variation ; for example, AICI,, 
Fe,Cl,, PtCl,, &c. Many metals, as will have been remarked in the 
preceding examples, give several degrees of combination with chlorine, 
as with hydrogen. In their composition the metallic chlorides differ 


42 Thus, for instance, with feeble bases they evolve in dilute solutions (Chapter ITI. 
Note 53) almost equal amounts of heat; their relation to sulphuric acid is quite identical. 
They both form fuming solutions as well as hydrates; they both form solutions of con- 
stant boiling point; inthe solutions of both (with HC1,6H,.O and with NHO;,5H,O) the 


direction of the differential ds/dp varies, Kc. 
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from the corresponding oxides in that the O is replaced by Cl,, as 
should follow from the law of substitution, because oxygen gives OH, 
and is consequently bivalent, whilst chlorine forms HCl, and is there- 
fore univalent. So, for instance, ferrous oxide, FeO, corresponds with 
ferrous chloride, FeCl,, and the oxide Fe,O, with ferric chloride, which 
is also seen from the origin of these compounds, because FeCl, is ob- 
tained by the action of hydrochloric acid on ferrous oxide or carbonate 
and FeCl, by its action on ferric oxide. The action of hydrochloric 
acid, like that of every acid, on basic oxides, MO, and in general on 
M,,O,,, consists in a double decomposition, water, mH,O, and a metallic 
chloride, M,,Cl,,,, being formed. Hydrochloric acid, HCl, acts in the 
same manner on the hydroxides of the bases M,(OH),,, + 2HCl 
= 2mH,0O + M,Cl,,,, and on carbonates, for instance, Na,CO, + 2HCI 
= 2NaCl + H,O + CO,. In a word, all the typical properties of 
acids are shown by hydrochloric acid, and all the typical properties 
of salts in the metallic chlorides derived from it. Acids and salts 
composed like HCl and M,Cl,,, without any oxygen bear the name of 
haloid salts; for instance, HCl is a haloid acid, NaCl a haloid salt, 
chlorine a halogen. Certain higher degrees of combination of chlorine 
with the metals disengage chlorine when heated to redness ; for in- 
stance, the salt CuCl, is converted into CuCl. The capacity of hydro- 
chloric acid to give, by its action on bases, MO, a metallic chloride, 
MCl,, and water, is limited at high temperatures by the reverse re- 
action MCl, + H,O = MO + 2HCI, and the more pronounced are 
the basic properties of MO the feebler is the reverse reaction, while 
for feebler bases such as Al,O;, MgO, &c., this reverse reaction pro- 
ceeds with ease. In this manner Deville obtained crystals of the 
amorphous oxides Fe,O,, SnO,, &c., by passing a slow current of 
hydrogen chloride over them at a red heat; Fe,Cl, and SnCl, were 
momentarily formed, but were again decomposed by the water liberated 
and the liberated oxides were separated as crystals. Metallic chlorides 
corresponding with the peroxides either do not exist, or are easily decom- 
posed with the disengagement of chlorine. Thus there is no compound 
BaCl, corresponding with the oxide BaO,. Metallic chlorides having 
the general aspect of salts, like their representative sodium chloride, 
are, as a rule, easily fusible, more so than the oxides (for instance, CaO 
is infusible whilst CaCl, is easily fused), and many other salts. Under 
the action of heat many are more stable than the oxides, many are even 
converted into vapour ; thus corrosive sublimate, Hg(Cl,, is particularly 
volatile, whilst the oxide HgO decomposes at a red heat. Silver chloride, 
Ag(Cl, is fusible and is decomposed with difficulty, whilst Ag,O is easily 
decomposed. The majority of the metallic chlorides are soluble in 
VOL. I. GG 
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water, but silver chloride, cuprous chloride, mercurous chloride, and 
lead chloride are sparingly soluble in water, and are therefore easily 
obtained as precipitates when a solution of the salts of these metals is 
mixed with a solution of any chloride or even with hydrochloric acid. 
The metal contained in a haloid salt may often be replaced by another 
metal, or even by hydrogen, just as is the case with a metal in an 
oxide, Thus copper displaces mercury from a solution of mercuric 
chloride, HgCl, + Cu= CuCl, + Hg ; thus hydrogen at a red heat dis- 
places silver from silver chloride, 2AgCl + H,=Ag, + 2HCl. These, 
and a whole series of similar reactions, form the typical methods of 
double saline decompositions. The measure of decomposition and the 
conditions under which one or the other side of reactions of double 
xnline decompositions proceeds (for instance, whether a metal and an 
acid give hydrogen and a salt or the reverse) are determined by the 
properties of the compounds which are in action, and which are able 
to he formed at the temperature, &c., as was shown when speaking of 
sodium chloride, and as will be frequently found hereafter. 

If hydrochloric acid enters into double decomposition with basic 
oxides and their hydrates, this is only due to its acid properties ; and 
fur the same reason it rarely enters into double decomposition with 
avids and acid anhydrides. Sometimes, however, it combines with the 
latter, as, for instance, with the anhydride of sulphuric acid, forming 
(he compound SO;HCI ; and in other cases it acts on acids, giving up 
ita hydrogen to their oxygen and forming chlorine, as will be seen in 
the following chapter. 

Hydrochloric acid, as may already be concluded from the compo- 
xition of its molecule, belongs to the monobasic acids, and does not, 
therefore, give true acid salts (like HNaSO, or HNaCO,) ; nevertheless 
many metallic chlorides, formed from powerful bases, are capable of 
combining with hydrochloric acid, just as they combine with water, 
or with ammonia, and as they give double salts. Compounds have long 
been known of hydrochloric acid with auric, platinic, and antimo- 
nious chlorides, and other similar metallic chlorides corresponding 
with very feeble bases. But Berthelot, Engel, and others have shown 
that the capacity of HCl for combining with M,Cl, is much more 
frequently encountered than was before supposed. Thus, for instance, 
dry hydrochloric acid when passed into a solution of zinc chloride 
(containing an excess of the salt) gives in the cold (0°) a compound 
HCl,ZnCl,,2H,0, and at the ordinary temperature HCl,2ZnCl,,2H,0, 
just as it is able at low temperatures to form the crystallo-hydrate 
ZnCl,,3H,O (Engel, 1886). Similar compounds are obtained with 
CdCl,, CuCl,, HgCl,, Fe,Cl,, &c. (Berthelot, Ditte, Cheltzoff, Lachinoff, 
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and others). These compounds with hydrochloric acid are generally 
more soluble in water than the metallic chlorides themselves, so that 
whilst hydrochloric acid decreases the solubility of MCl,,, correspond- 
ing with energetic bases (for instance, sodium or barium chlorides), it 
increases the solubility of the metallic chlorides corresponding with 
feeble bases (cadmium chloride, ferric chloride, &c.). Silver chloride, 
which is insoluble in water, is soluble in hydrochloric acid. Hydro- 
chloric acid also combines with certain unsaturated hydrocarbons (for 
instance with turpentine, C,>H,.2HCl) and their derivatives. Sal- 
ammoniae, or ammonia hydrochloride, NH ,Cl = NH3,HC1l, also belongs 
to this class of compounds.‘? If dry hydrogen chloride be mixed 
with dry ammonia, a solid compound formed from equal volumes of 
each is immediately formed. The same compound is formed on mixing 
solutions of the two gases. It is also produced by the action of 
hydrochloric acid on ammonium carbonate. Sal-ammoniac is usually 
prepared by the last method in practice.*4 The specific gravity of sal- 
ammoniac is 1:55. We have already seen (p. 253) that sal-ammoniac, 


45 When an unsaturated hydrocarbon, or, in general, an unsaturated compound, 
assimilates to itself the molecules Cl,, HCl, SO;, H,SO,, &c., the cause of the reaction 
is most simple. As nitrogen, besides the type NX; to which NH; belongs, forms com- 
pounds of the form NX;—for example, NO,(OH)—therefore the formation of the salts of 
ammonium should be understood in this sense. NH; gives NH,Cl because NX; is 
capable of giving NX;. But as saturated compounds—for instance, HCl, H,0, NaCl, 
&c.—are also capable of combination even between themselves, therefore it is impossible 
to deny the capacity of HCl also forcombination. SO; combines with H,0, and also with 
HC] and the unsaturated hydrocarbons. It is impossible to see the limit here, which it 
was lately wished to establish, by distinguishing atomic from molecular compounds, and 
regarding, for instance, PCl; as an atomic compound and PCI; as u molecular one, only 
because it easily splits up into molecules PCl; and Cl,. 

44 Sal-ammoniac is prepared from ammonium carbonate, obtained in the dry distilla- 
tion of nitrogenous substances (Chapter VI.), by saturating the resultant solution with 
hydrochloric acid. A solution of sal-ammoniac is thus produced, it is evaporated, and 
in the residue a mass is obtained containing a mixture of various other, especially tarry, 
products of dry distillation. The sal-ammoniac is generally purified by ,sublimation. 
For this purpose iron vessels covered with semispherical metallic covers are employed, 
or else simply clay crucibles covered by other crucibles. The upper portion, or helmet, 
of the apparatus of this kind will have a lower temperature than the lower portion, which 
is under the direct action of the flame. The sal-ammoniac volatilises when heated, and 
settles on the cooler portion of the apparatus. It is thus purified from many impurities, 
and is obtained as a crystalline crust, generally several centimetres thick, in which form 
it is generally sold. 

In order to demonstrate the very instructive formation of solid sal-ammoniac from 
the gases NH. + HCl we may proceed as follows: A thin glass tube is filled with ammonia 
and closed with a cork, and placed in a thick glass cylinder into which a rapid stream of 
hydrogen chloride is introduced and is then closed with a cork; the inside tube is then 
broken by violently shaking the apparatus. The ammonium chloride is obtained in white 
flakes. A glass rod, or paper moistened with hydrochloric acid, also gives «a distinct 
cloud of sal-ammoniac when held over the mouth of a bottle containing a strong solution 
of ammonia. 

ag 2 
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like all other ammonium salts, easily decomposes ; for instance, by 
volatilisation with alkalis, and even partially when its solution is 
boiled. But at higher temperatures ammonia decomposes with the 
liberation of hydrogen, and therefore ammonia is then able to act 
as a reducing agent--as, for example, on metallic oxides. The other 
properties and reactions of sal-ammoniac, especially in solution, fully 
bring to mind what has been already mentioned in speaking of sodium 
chloride. Thus, for instance, with silver nitrate it gives a precipitate 
of silver chloride ; with sulphuric acid it gives hydrochloric acid and 
ammonium sulphate, and it forms double salts with certain metallic 
chlorides and other salts.‘ 


45 The solubility of sal-ammoniac in 100 parts of water (according to Alluard) is— 
0° 10° 20° 80° 40° 60? 80° 100° 110° 
28°40 8248 37°28 41°72 46 55 64 73 77 


A saturated solution boils at 115°8°. The specific gravity at 15°/4° of solutions of sal- 
ammoniac (water 4°= 10000) =9991°6 + 31:26p —0°085p?, where p is the amount by weight: 
of ammonium chloride in 100 parts of solution. With the majority of salts the differen- 
tial dsjdp increases, but here it decreases with the increase of p. For (unlike the 
sodium and potassium salts) a solution of the alkali plus a solution of acid occupy a 
greater volume than that of the resultant ammonium salt. In the solution of solid 
ammonium chloride a contraction, and not expansion, generally takes place. It may 
further be remarked that solutions of sal-ammoniac have an acid reaction even when 
prepared from the salt remaining after prolonged washing of the sublimed salt with 
water (A. Stcherbakoff ). 
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CHAPTER XI 


THE HALOGENS : CHLORINE, BROMINE, IODINE, AND FLUORINE 


ALTHOUGH hydrochloric acid, like water, is one of the most stable 
substances, it is nevertheless decomposed not only by the action of a 
galvaniccurrent! but also by a rise of temperature. Sainte-Claire Deville 
showed that decomposition already occurs at 1300°, because a cold tube 
{p. 388) covered with an amalgam of silver absorbs chlorine in a red- 
hot tube, and the escaping gas contains hydrogen. Meyer and Langer 
(1885) observed the decomposition of hydrochloric acid at 1690° in a 
platinum vessel; the decomposition in this instance was proved not 
only from the fact that hydrogen permeated through the platinum 
(p. 141), owing to which the volume was diminished, but also from 
chlorine being obtained in the residue (the hydrogen chloride was 
mixed with nitrogen), which liberated iodine from potassium iodide.? 
The usual method for the preparation of chlorine consists in the 
abstraction of the hydrogen by oxidising agencies. 

The acid properties of hydrochloric acid were known when 
Lavoisier pointed out the formation of acids by the combination of 
water with the oxides of the non-metals, and therefore there was reason 
for thinking that hydrochloric acid was formed by the combination of 
water with the oxide of some element. Therefore when Scheele 
«obtained chlorine by the action of hydrochloric acid on manganese 
peroxide he considered it as the acid contained in common salt. When 
it became known that chlorine gives hydrochloric acid with hydrogen, 
Lavoisier and Berthollet supposed it to be a compound with oxygen of 
an anhydride contained in hydrochloric acid. They supposed that 
hydrochloric acid contained water and the oxide of a particular radicle 


1 The decomposition of fused sodium chloride by an electric current has been proposed 
in America and Russia (N. N. Beketoff) us a means for the preparation of chlorine and 
sodium. <A strong solution of hydrochloric acid is decomposed into equal volumes of 
chlorine and hydrogen by the action of an electric current. 

2 To obtain so high a temperature (at which the best kinds of porcelain soften) Langer 
and Meyer employed the dense graphitoidal carbon from gas retorts, and a strong draught. 
They determined the temperature by the alteration of the volume of nitrogen in the 
platinum vessel, for it does not permeate through platinum, and is not altered by heat. 
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and that chlorine was a higher degree of oxidation of this radicle 
murias (from the Latin name of hydrochloric acid, acidum muriati- 
cum). It was only in 1811 that Gay-Lussac and Thenard in France 
and Davy in England arrived at the conclusion that the substance 
obtained by Scheele does not contain oxygen, nor under any conditions 
give water with hydrogen, and that there is no water in hydrochloric 
acid gas, and therefore concluded that chlorine is an_ elementary 
substance. They named it ‘chlorine’ from the Greek word yAwpos, 
signifying a green colour, because of the peculiar colour by which this 
gas is characterised. 

An aqueous solution of hydrochloric acid is generally employed for 
the evolution of chlorine. The hydrogen has to be abstracted from the 
hydrochloric acid. This is accomplished by nearly all oxidising 
substances, and especially by those which are able to evolve oxygen at 
a red heat (besides bases, such as mercury and silver oxides, which are 
able to give salts with hydrogen chloride); for example, manganese 
peroxide, potassium chlorate, chromic acid, &c. The decomposition 
essentially consists in the oxygen of the oxidising substance displacing 
the chlorine from 2HCI, forming water, H,O, or taking up the hydrogen 
and setting the chlorinefree, as is sometimes said, 2 HCl + O (disengaged 
by the oxidising substances)=H,0+Cl,. Even nitric acid partially 
produces a like reaction, but as we shall afterwards see its action is 
more complicated, and it is therefure not suitable for the preparation of 
pure chlorine. But other oxidising substances which do not give any 
other volatile products with hydrochloric acid may be employed for 
the preparation of chlorine. Among these may be mentioned : 
potassium chlorate, acid potassium chromate, sodium manganate, 
manganese peroxide, kc. Manganese peroxide is commonly employed 
in the laboratory, and on a large scale, for the preparation of chlorine. 
The chemical process which proceeds in this case may be represented 
as follows: an exchange takes place between 4HC] and MnO,, in 
which the manganese takes the place of the four atoms of hydrogen, or 
the chlorine and oxygen exchange places—-that is, MnCl, and 2H,O are 
produced. The chlorine compound, MnCl,, obtained is very unstable ; 
it splits up into chlorine, which as a gas passes from the sphere of 
action, and a lower compound containing less chlorine than the 
substance first formed, and which remains in the apparatus in which 
the mixture is heated, MnCl,=MnCl,+Cl,.3 The action of hydro- 


5 This representation of the process of the reaction is the most natural. However, 
this decomposition is generally represented as if chlorine gave only one degree of combi- 
nation with manganese, MnCl., and therefore directly reacts in the following manner— 
MnO,, + 4HCl] = MnCl, + 2H,0 + Clg, in which cuse it is, as it were. supposed that 
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chloric acid requires a temperature of about 100°. In the laboratory 
the preparation of chlorine is carried on in flasks, heated over a water 
bath, by acting on manganese peroxide with hydrochloric acid or a 


munganese peroxide, MnO,, breaks up into manganous oxide, MnO, and oxygen, both of 
which react with hydrochloric acid, the manganous oxide acting as a base, MnO + 2HCl= 
MnCl, + H,0O, and at the same time 2HC] + O = H,0 +Cl,. In reality a mixture of 
oxygen and hydrochloric acid does give chlorine at a red heat, and this may also take 
place at the moment of its evolution in this case. 

All the oxides of manganese (Mn,O;, MnO,, MnOs, Mn,O;), with the exception of man- 
ganous oxide, MnO, disengage chlorine from hydrochloric acid, because manganous chloride, 
MnCl, is the only compound of chlorine and manganese which exists as a stable compound, 
all the higher chlorides of manganese being unstable and evolving chlorine. The reaction 
between hydrochloric acid and salts containing much oxygen is explained according to the 
law of substitution by the double decomposition and instability of the higher chlorides ; 
thus, for example, by taking potassium dichromate, K,Cr,0;, a compound, K,Cr,Cl,,, 
might be formed, but it is unknown, and if it is formed it in all probability immediately 
decomposes into chlorine, 6Cl, potassium chloride, 2KCl, and chromium chloride, Cr,Clg. 
Hence we here encounter two circumstances: (1) a substitution between oxygen and chlo- 
rine, and (2) the instability, of those higher chlorine compounds. Both these circum- 
stances have a very important signification for the comprehension of the relation of 
such elements as chlorine and oxygen. As (according to the law of substitution) in the 
substitution of oxygen by chlorine, Cl, takes the place of O, therefore the chlorine com- 
pounds will contain in themselves more atoms than the corresponding oxygen compounds. 
It is not surprising, therefore, that certain of the chlorine compounds corresponding with 
oxygen compounds do not exist, or if they are formed are very unstable. And further- 
more, an atom of chlorine is heavier than an atom of oxygen, and therefore a given 
element would have to retain a large mass of chlorine if in the higher oxides the oxygen 
were replaced by chlorine. For this reason equivalent compounds of chlorine do not 
exist for all oxygen compounds. Many of the former are immediately decomposed, when 
formed, with the evolution of chlorine. Therefore chlorine is evolved by the action of 
hydrochloric acid on compounds which contain much oxygen. From this it is evident that 
vhere should exist such chlorine compounds as would evolve chlorine as peroxides evolve 
oxygen, and indeed a large number of such compounds are known. Amongst them may 
be mentioned antimony pentachloride, SbCl, which splits up into chlorine and antimony 
trichloride when heated. Cupric chloride, corresponding with copper oxide, and having 
a# composition CuCl., similar to CuO, when heated parts with half its chlorine, just as 
barium peroxide evolves half its oxygen. This method may even be taken advantage of 
for the preparation of chlorine and cuprous chloride, CuCl. The latter attracts oxygen from 
the atmosphere, and in so doing is converted from a colourless substance into a green 
compound whose composition is Cu,Cl,0. With hydrochloric acid this substance gives 
cupric chloride (Cu,C!,0 + 2HCl = H,O + 2CuCl.), which has only to be dried and heated, 
and it again evolves chlorine. Thus, in solution, and at the ordinary temperature, the 
compound CuCl, is constant, but when heated it splits up. On this property is founded 
Deacon’s process for the preparation of chlorine from hydrochloric acid by the aid of air 
and copper salts, by passing a mixture of air and hydrochloric acid at about 440° over 
bricks soaked with a solution of a copper salt (a mixture of solutions of CuSO, and Na,SO,). 
CuCl. is then formed by the double decomposition of the salt of copper and the hydro- 
chloric acid; the CuCl, liberates chlorine, and the CuCl forms Cu,Cl,0 with the oxygen of 
the air, which again gives CuCl, with 2HCI, and so on. 

Magnesium chloride, which is obtained from sea-water, carnallite, &c., may serve not 
only as a means for the preparation of hydrochloric acid, but also of chlorine, because 
(Weldon-Pechiny’s process) its basic salt (magnesium oxychloride) when heated in the 
air gives magnesium oxide and chlorine. Chlorine is now prepared on a large scale by 
this method. 
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mixture of common salt and sulphuric acid‘ and washing the gas with 
water to remove hydrochloric acid. The action of hydrochloric acid on 
bleaching powder (p. 161) gives chlorine without the aid of heat : 
CaCl,O, + 4HCOl=CaCl, +2H,O+2Cl,, and is therefore also taken 
advantage of in the laboratory for the preparation of chlorine.* 
Chlorine cannot be collected over mercury, because it combines with it 
as with many other metals, and it is soluble in water ; however, it is 
but slightly soluble in hot water or brine. Owing to its great weight, 
chlorine may be directly collected in a dry vessel by introducing the 
gas-conducting tube into the bottom of the vesse]. The chlorine will 
lie in a heavy layer at the bottom of the vessel, displace the air, and 
the extent to which it fills the vessel may be followed by its colour.® 


‘ The following proportions are then taken by weight: 8 parts of powdered manga- 
nese peroxide, 4 parts of salt (best fused, to prevent its frothing), and 9 parts of sulphuric 
acid previously mixed with 5 parts of water. It is heated in asalt bath, so asto obtain a 
temperature above 100°. The corks in the apparatus must be soaked in paraffin (other- 
wise they are corroded by the chlorine), and black india-rubber tubing must be taken, and 
not vulcanised (which contains sulphur, and becomes brittle under the action of the chlorine). 

The reaction which proceeds may be expressed thus: MnO,.+ 2NaCl+2H,SO,= 
MnSO,+ Na,SO,+2H,0+Cl,. The preparation of Clo from manganese peroxide and 
hydrochloric acid was discovered by Scheele, and from sodium chloride by Berthollet. 

5 The reaction of hydrochloric acid on bleaching powder is very violent if all the 
acid be added at once; it should be poured in drop by drop (Mermé, Kammerer). 
C. Winkler proposed mixing bleaching powder with one quarter of burnt and powdered 
gypsum, and having damped the mixture with water, to press and cut itup into cubes and 
dry at the ordinary temperature. These cubes can be used for the preparation of chlorine 
in the same apparatus as that used for the evolution of hydrogen and carbonic anhydride 
—the disengagement of the chlorine proceeds uniformly. 

A mixture of potassium dichromate and hydrochloric acid evolves chlorine perfectly 
free from oxygen (V. Meyer and Langer). 

6 Chlorine is manufactured ona large scale from manganese peroxide and hydrochloric 
acid. It is most conveniently prepared in the arrangement shown in fig. 67, which con- 

x sists of a three-necked earthenware vessel whose central orifice 
F am is the largest. A clay or lead funnel, furnished with a number 
vg 


of orifices, is placed in the central wide neck of the vessel. 

Roughly-ground luinps of natural manganese peroxide are placed 

‘“ 7 in the funnel, which is then closed by the cover N, and luted 

= ae! with clay. One orifice is closed by a clay stopper, and is used for 

on = the introduction of the hydrochloric acid and withdrawal of the 

residues. The chlorine disengaged passes along a leaden gas- 

conducting tube placed in the other orifice. A row of these 

vessels is surrounded by a water-bath, to ensure their being 

ae 67.—-Clay retort for uniformly heated. Manganese chloride is found in the residue. 
1@ preparation of clilo- : . . : , 

rine on a large scale. In Weldon’s process lime is added to the acid solution of man- 

ganese chloride. A double decomposition takes place, resulting 

in the formation of manganous hydroxide and calcium chloride. When the insoluble 

manganous hydroxide has settled, a further excess of milk of lime is added (to make 

a mixture 2Mn(OH),.+ CaO + 2CaCl,, which is found tage the best proportion, judging 

from experiment), and then air is forced through the mixture. The hydroxide is then 

converted from a colourless to a brown substance, containing peroxide, MnOg, and oxide 

of manganese, Mn,O3. This is due to the manganous oxide absorbing oxyyen from the 
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Chlorine is a gas of a yellowish green colour, and has a very 
suffocating and characteristic odour. On lowering the temperature to 
—50° or increasing the pressure to six atmospheres (at 0°) chlorine 
condenses’ into a liquid which has a yellowish green colour and a 
density of 1:3, and boils at—34°. The density and atomic weight of 
chlorine is 355 times greater than that of hydrogen, hence the molecule 
contains Cl,.2 At 0° one volume of water dissolves about 14 volumes 
of chlorine, at 10° about three volumes, at 50° again 14 volumes.® 
Such a solution of chlorine is termed ‘ chlorine water’; and is employed 
in a diluted form in medicine and laboratory practice. It is prepared 


air. Under the action of hydrochloric acid this mixture evolves chlorine, because of all 
the compounds of chlorine and manganese the chloride MnCl, is the only one which is 
stable (see Note 3). Thus one and the same mass of manganese may be repeatedly used 
for the preparation of chlorine. The same result is attained in other ways. If manga- 
nous oxide be subjected to the action of oxides of nitrogen and air (Coleman’s process), 
then manganese nitrate is formed, which ata red heat gives oxides of nitrogen (which are 
again used in the process) and manganese peroxide, which is thus renewed for the fresh 
evolution of chlorine. 

7 Davy and Faraday liquefied chlorine in 1823 by heating the crystallo-hydrate 
Cl,4H..O in a bent tube (like that shown in fig. 45, p. 248), in warm water, while the other 
end of the tube was immersed in a freezing mixture. Meselan condensed chlorine in 
freshly-burnt charcoal (placed in a glass tube), which when cold absorbs an equal weight 
of chlorine. The tube was then fused up, the bent end cooled, and the charcoal heated, 
by which means the chlorine was expelled from the charcoal, and the pressure increased. 

8 Judging from Ludwig's observations (1868), and from the fact that the coefficient of 
expansion of gases increases with their molecular weight (Chapter IT. Note 26, for hydrogen 
= 0°367, carbonic anhydride =0°373, hydrogen bromide =0°3s6), it might be expected that 
the expansion of chlorine would be greater than that of air or of the gases composing it. 
V. Meyer and Langer(1885) having remarked that at 1400° the density of chlorine (taking its 
expansion as equal to that of nitrogen) = 29, consider that the molecules of chlorine split 
up and partially give molecules Cl, but it might be thought that the decrease in density 
observed only depends on the increase of the coefficient of expansion. 

® Investigations on the solubility of chlorine in water (the solutions evolve all their 
chlorine on boiling and passing air through them) show many different peculiarities. 
First Gay-Lussac, and then Pelouze, determined that the solubility increases between 
0° and 8° to 10’ (from 14 to 2 vols. of chlorine per 100 vols. of water at 0’ to 3 to 2} at 10°). 
In the following note we shall see that this is not due to the breaking-up of the hydrate at 
about 8°’ to 10’, but to its formation below 9°. Roscoe observed an increase in the solu- 
bility of chlorine in the presence of hydrogen—even in the dark. Berthelot determined 
an increase of solubility with the progress of time. Schinebein and others suppose that 
chlorine acts on water, forming hypochlorous and hydrochloric acids (HC1O + HCl). 

The equilibrium between chlorine, steam as a gas, between water, liquid chlorine, ice, 
and the solid crystallo-hydrate of chlorine is evidently very complex. Guldberg (1870) 
gave a theory for similar states of equilibrium, which was afterwards developed by Rooze- 
boom (1887), but it would be inopportune here to enter into its details. It will be enough 
in the first place to mention, that there is now no duubt (according to the theory of heat, 
and the direct observations of Ramsay and Young) that the vapour tension at one and the 
same temperature are different for the liquid and solid states of substances; secondly, to 
call attention to the following@ote; and, thirdly, to state that, in the presence of the 
crystallo-hydrate, water between 0°24° and + 28°7° (when the hydrate and a solution may 
occur simultaneously) dissolves a different amount of chlorine than it dues in the absence 
of the crystallo-hydrate. 
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by passing chlorine through a series of Woulfe’s bottles, or into an 
inverted retort filled with water. Under the action of light, chlorine 
water gives oxygen and hydrochloric acid. At 0° a saturated solution 
of chlorine yields a crystallo-hydrate, Cl,,8H,O, which easily splits up 
into chlorine and water when heated, so that if it be fused up in a tube 
and heated to 35° two layers of liquids are formed—a lower stratum 
of chlorine containing a small quantity of water, and an upper stratum 
of water containing a small quantity of chlorine.!° | 

Chlorine explodes with hydrogen, if a mixture of equal volumes be 
exposed to the direct action of the sun’s rays!! or brought into contact 
with spongy platinum, or a strongly-heated substance, or subjected to 
the action of an electric spark. The explosion in this case takes place 


19 According to Faraday’s data the liydrate of chlorine contains Cl,,10H,O, but Rooze- 
boom (1885) showed that it is poorer in water =Cl.,,8H,O. At first small, almost 
colourless, crystals are obtained, but they gradually form (if the temperature be below 
their critical point 28°7°, above which they do not exist) large yellow crystals, like those of 
potassium chromate. The specific gravity is 1:28. The hydrate is formed if there be 
more chlorine in a solution than it is able to dissulve under the dissociation pressure 
corresponding with a given temperature. In the presence of the hydrate the percentage 
amount of chlorine at 0°=0°5, 9°=0°9, and at 20°=1°82. At temperatures below 9° the 
solubility (determined by Gay-Lussacand Pelouze, sce Note 9) is dependent on the forma- 
tion of the hydrate; whilst at higher temperatures under the ordinary pressure the 
hydrate cannot be formed, and the solubility of chlorine falls, as it does for all gases 
(Chapter I.). Ifthe crystallo-hydrate is not formed, then below 9° the solubility follows 
the same rule (6° 1:07 p.c. Cl, 9° 0°95 p.c.). According to Roozeboom the chlorine evolved 
by the hydrate presents the following tensicns of dissociation at 0° = 249 mm., at 4° =398, 
at 8° = 620, at 10° = 797, at 14°=1400 mm. In this case a portion of the crystallo-hydrate 
remains solid. At9°6 the tension of dissociation is equal to the atmospheric pressure. At 
a higher pressure the crystallo-hydrate may form at temperatures above 9° up to 28°7°, 
when the vapour tension of the hydrate equals the tension of thechlorine. It is evident 
that the equilibrium which is established is on the one hand a case of a complex hetero- 
geneous system, and on the other hand a case of the solution of solid and gaseous 
substances in water. 

The crystallo-hydrate or chlorine water must be kept in the dark, or the access of light 
be prevented by coloured glass, otherwise oxygen is evolved and hydrochloric acid 
formed. 

11 The chemical action of light on a mixture of chlorine and hydrogen was discovered 
by Gay-Lussac and Draper (1809). It has been investigated by many, and especially by 
Draper, Bunsen, and Roscoe. Electric or magnesium light, or the light emitted by the 
combustion of carbon bisulphide in nitric oxide, and in general that which forms photo- 
graphic images, acts in the same manner as sunlight, according to the intensity. At 
temperatures below —12° light no longer brings about reaction, or at all events does not 
give an explosion. It was long supposed that chlorine that had been subjected to the 
action of light was afterwards able to act on hydrogen in the dark, but it was shown that 
this only takes place with moist chlorine, and depends on the formation of oxides of chlo- 
rine. The presence of foreign gases, and even of excess of chlorine or of hydrogen, very 
much enfeebles the explosion, and therefore the experiment is conducted with a detonat- 
ing mixture prepared by the action of an electric current on a strong solution (sp. gr. 1°15) 
of hydrochloric acid, in which case the water is not decomposed—that is, no oxygen is 
mixed with the chlorine. 
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from exactly the same reasons—1.e. the evolution of heat and expansion 
of the resultant product—as in detonating gas (Chap. III.). Diffused . 
light acts in the same way, but slowly, whilst the direct sunlight excites 
an explosion.!?, The hydrochloric acid gas produced by the reaction of 
chlorine on hydrogen occupies (at the same temperature and pressure) 
a volume equal to the sum of the original volumes ; that is, a reaction 
of substitution here takes place: H,+Cl,=HCl+ HCl, the atoms of 
chlorine and hydrogen change places—there were two molecules and 
two molecules are also obtained, although different molecules were first 
taken and like molecules are formed. In this reaction twenty-two 
thousand heat units are evolved for one part by weight of hydrogen.'? 
These relations show that the affinity of chlorine for hydrogen is 
very great and analogous to the affinity between hydrogen and oxygen. 


12 The quantity of chlorine and hydrogen which combine is proportional to the intensity 
of the light—not of all the rays, but only those so-termed chemical (actinic) rays which 
produce chemical action. Hence a mixture of chlorine and hydrogen, when exposed to 
the action of light in vessels of known capacity and surface, may be employed as a means 
for estimating the intensity of the chemical rays (as an actinometer), the influence of the 
heat rays being previously destroyed, which may be done by passing the rays through 
water. Investigations of this kind (photo-chemical) showed that chemical action is 
chiefly limited to the violet end of the spectrum, and that even the invisible ultra-violet 
rays produce this action. A colourless gas flame contains no chemically-active rays, the 
flame coloured green by a salt of copper evinces more chemical action than the colourless 
flame, but the flame brightly coloured yellow by salts of sodium has no more chemical 
action than that of the colourless flame. 

As the chemical action of light becomes evident in plants, photography, the bleaching 
of tissues, and the fading of colours in the sunlight, and as a means for studying the 
phenomenon is given in the reaction of chlorine on hydrogen, this subject has been the 
most fully investigated in photo-chemistry. The researches of Bunsen and Roscoe in 
the fifties and sixties are the most complete in this respect. Their actinometer contains 
hydrogen and chlorine, and is enclosed by a solution of chlorine in water. The hydro- 
chloric acid is absorbed as it forms, and therefore the variation in volume indicates the 
progress of the combination. As was to be expected, the action of light proved to be 
proportional to the time of exposure and intensity of the light, so that it was possible to 
conduct detailed photometrical investigations respecting the time of day and season of 
the year, various sources of light, its absorption, &c. This subject is considered in detail 
in special works, and we only stop to mention one circumstance, that a small quantity of 
a foreign gas decreases the action of light; for example, ,4, of hydrogen by 38 p.c., 
345 of oxygen by 10 p.c., ,35 of chlorine by 60 p.c., &c. According to the researches 
of Klimenko and Pekatoros (1889), the photo-chemical alteration of chlorine water is 
retarded by the presence of traces of metallic chlorides, and this influence varies with 
different metals. 

As much heat is evolved in the reaction of chlorine on hydrogen, and as this reaction, 
being exothermal, may proceed by itself, therefore the action of light is essentially the 
same as that of heat—that is, it brings the chlorine and hydrogen into the condition 
necessary for the reaction—it, as we may say, shakes the original equilibrium; this is the 
work done by the luminous energy. It seems to me that the action of light on the mixed 
gases should be understood in this sense, as Pringsheim (1877) pointed out. 

1S In the formation of steam (from one part by weight of hydrogen) 29000 heat units 
are evolved. The following are the quantities of heat (thousands of units) evolved in 
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Thus ' on the one hand by passing a mixture of steam and chlorine 
through a red-hot tube, or by exposing water and chlorine to the sun- 
light, oxygen is disengaged, whilst on the other hand, as we saw above, 
oxygen in many cases displaces chlorine from its compound with 
hydrogen, and therefore the reaction H,O+Cl,=2HCIl+0 belongs to 
the number of reversible reactions, and hydrogen will distribute itself 
between oxygen and chlorine if it comes into contact with both these 
elements. These relations determine many of the properties of 
chlorine —that is, its relation to substances containing hydrogen and its 
reactions in the presence of water, to which we shall turn our attention 
after having pointed out the relation of chlorine to other elements. 
Many meta/s when brought into contact with chlorine immediately 
combine with it, and form those metallic chlorides which correspond 
with hydrogen chloride and with the oxide of the metal taken. With 
a large surface of metal, and if it be slightly heated, this combination 
may proceed rapidly with the evolution of heat and light ; that is, 
metals are able to burn in chlorine. Thus, for example, sodium '* burns 
in chlorine, thus synthesising common salt. Metals in the form of 
powders burn without the aid of heat, and become highly incandescent 
in the process ; for instance, antimony, which is a metal easily con- 
verted into a powder.'® Even such metals as gold and platinum,!? 


the formation of various other corresponding compounds of oxygen and of chlorine (from 
Thomsen’s, and, for Na.O, Beketoff's results) : 


{2NaCl, 195; CaCl, 170; HgCl., 63; 2AgCl, 59. 

d Na,O, 100; CaO, 131; HgO, 42; Ag.O, 6. 
2AsCl;, 143; 2PCI,, 210; CCl,, 21; 2HC1, 44 (pas). 
As..O3, 155; P.,0,, 370; CO,, 97; HO, 58 (gas). 


With the first four elements the formation of the chlorine compound gives the most 
heat, and with the four following the formation of the oxygen compound evolves the 
yreater amount of heat. The first four chlorides are true salts formed from HC} and the 
oxide, whilst the remainder have other properties, as is seen from the fact that they are not 
formed from hydrochloric acid and the oxide, but give hydrochloric acid with water. If 
affinity be measured by heat, then in the former the affinity for chlorine is greater than 
that for oxygen, whilst in the latter it is the reverse. But as the physical states of the 
substances are different, and as chlorine displaces oxygen as well as oxygen displaces 
chlorine, the affinity cannot be determined from thermo-chemical data without a number 
of corrections which are still subject to doubt. 

14 This has been already pointed out in Chap. III. Note 5. 

18 Sodium remains unaltered in perfectly dry chlorine at the ordinary temperature, 
and even when slightly warmed; but the combination is exceedingly violent at a red heat. 

16 An instructive experiment on combustion in chlorine may be conducted as follows: 
leaves of Dutch metal (used for gilding instead of gold) are placed in a glass globe, and a 
gus-conducting tube furnished with a glass cock is placed in the cork closing it, and the 
air is pumped out of the globe. The gas-conducting tube is then connected with a vessel 
containing chlorine, and the cock opened ; the chlorine rushes in, and the metallic leaves 
are consumed, 

17 The behaviour of platinum to chlorine at a high temperature (1400°) is very 
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which do not combine directly with oxygen and give very unstable 
compounds with it, unite directly with chlorine to form metallic 
chlorides. Either chlorine water or aqua regia may be employed for 
this purpose instead of gaseous chlorine. These dissolve gold and 
platinum, converting them into metallic chlorides. Aqua regia is a 
mixture of 1 part of nitric acid with 2 to 3 parts of hydrochloric acid. 
_ This mixture converts into soluble chlorides not only those metals 
which are acted on by hydrochloric and nitric acids, but also gold and 
platinum, which are insoluble in either acid separately. This action 
of aqua regia depends on the fact that nitric acid in acting on hydro- 
chloric acid deprives it of its hydrogen, and evolves chlorine little by 
little as the action proceeds. If the chlorine evolved be transferred to 
a metal, then a fresh quantity is formed from the remaining acids and 
combines with the metal.'? Thus the aqua regia acts in virtue of the 
chlorine which it contains and disengages. 

The majority of mon-metals also react directly on chlorine ; sulphur 
and phosphorus burn in it, and combine with it directly when heated 
or even at the ordinary temperature. Only nitrogen, carbon, and oxygen 
do not form any direct compounds with it. The chlorine compounds 
formed by the non-metals—for instance, phosphorus trichloride, PC1l,, 
and sulphurous chloride, &c., do not have the properties of salts, and 
if the metallic chlorides M,Cl,,, correspond with bases M,,O,, and their 
hydrates M,(OH),,,, then, as we shall afterwards see more fully, the 
chlorides of the non-metals bear the same relation to acid anhydrides 
and acids : 

NaCl FeCl, SnCl, PCI, HCl 
Na(HO) Fe(HO), Sn(HO), P(HO), H(HO) 


remarkable, because platinous chloride, PtCl,, is then formed, whilst this substance de- 
composes at a much lower temperature into chlorine and platinum. Therefore, when 
chlorine comes into contact with platinum at such high temperatures it forms fumes of 
platinous chloride, and they on cooling decompose with the liberation of platinum, so 
that the phenomenon appears to be dependent on the volatility of platinum. Deville 
proved the formation of platinous chloride by inserting a cold tube inside a red-hot one 
(as in the experiment on carbonic oxide, p. 388). However, Meyer was able to observe. 
the density of chlorine in a platinum vessel at 1690°, at which temperature chlorine does 
not exert this action on platinum, or at least only to an insignificant degree. 

18 When left exposed to the air aqua regia disengages chlorine, and afterwards it no 
longer actson gold. Gay-Lussac, in explaining the action of aqua regia, showed that when 
heated it evolves, besides chlorine, the vapours of two chloranhydrides—that of nitric 
acid, NO.Cl (nitric acid, NO.OH, in which HO is replaced by chlorine, see chapter on 
Phosphorus), and that of nitrous acid, NOC] (1b1d.)—but these do not act on gold. The 
formation of aqua regia may therefore be expressed by 4NHO; + 8HCl=2NO0.,Cl + 2NOCI + 
6H,0+2Cl,. The formation of the chlorides NO.Cl and NOCI is explained by the fact 
that the nitric acid is deoxidised, gives the oxides NO and NO., and they directly combine 
with chlorine to form the above anhydrides. 
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As the above-mentioned relation in composition exists between 
many chlorine compounds and their corresponding hydrates and as 
furthermore some (acid) hydrates are obtained from chlorine compounds 
by the action of water, for instance 


PCL + 3H,0 = P(HO), + 3HCI 
Phosphorus Water Phosphorous Hydrochloric 
trichloride acid acid ; 


whilst other chlorine compounds (basic) are formed from hydroxides 
and hydrochloric acid, with the liberation of water, for instance 


NaHO + HCl = NaCl + H,O; 


therefore this intimate connection between the hydrates and chlorine 
compounds is endeavoured to be expressed by calling the latter chlor- 
anhydrides. In general terms, if the hydrate be basic, then, 


M(HO) + HCl) = MCI] + 4H,0 
hydrate + hydrochloric acid = choranhydride + water 


and if the hydrate ROH be acid, then 


RCl + H,O = R(HO) + HCl 
Choranhydride + water = _ hydrate + hydrochloric acid. 


In this manner a distinct equivalency is remarked between the 
compounds of chlorine and the so-called hydroxy] radicle (HO), which 
is also expressed in the analogy existing between chlorine, Cl,, and 
hydrogen peroxide, (HO),. 

As regards the chloranhydrides corresponding with acids and non- 
metals, they bear but little resemblance to metallic salts. They are 
nearly all volatile, and havea powerful suffocating smell which irritates 
the eyes and respiratory organs. They react on water like many 
anhydrides of the acids, with the evolution of heat and liberation of 
hydrochloric acid, forming acid hydrates. For this reason they cannot 
usually be obtained from hydrates--that is, acids—by the action of 
hydrochloric acid, as then water would be formed together with them, 
and water dlecomposes them, converting them into hydrates. There are 
many intermediate chlorine compounds between true saline metallic 
chlorides like sodium chloride and true acid chloranhydrides, just as 
there are all kinds of transitions between bases and acids ; feeble bases 
not unfrequently present feeble acid properties. These relations will 
become gradually clearer as we become acquainted with elements of 
different character, and for the sake of greater clearness we will not 
enter into an intimate acquaintance with the saline character of acid 
-chloranhydrides, and will only remark that compounds of this type are 
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not only obtained from chlorine and non-metals, but also from many 
lower oxides, by the aid of chlorine. Thus, for example, CO, NO, 
NO,, SO,, and other Jower oxides which are capable of combining with 
oxygen may also assimilate to themselves a corresponding quantity of 
chlorine. Thus COCI,, NOC], NO,Cl, SO,Cl,, &c., are obtained. They 
correspond with the hydrates CO(OH),, NO(OH), NO,(OH), 80,(OH)., 
&c., and tothe anhydrides CO,, N,O;, N,O;, SO;, &c. In this we should 
evidently see two sides of the matter : (1) chlorine combines with that 
with which oxygen is able to combine, because it is in many respects 
equally if not more energetic than oxygen and replaces it in the propor- 
tion C]? : O or (Cl: OH); (2) that highest limit of possible combination 
which is proper to a given element or grouping of elements is very 
easily and often attained by combination with chlorine. If phosphorus 
gives PCl, and PCl,, it is evident that PCI, is the higher form of 
combination compared with PCl,. To the form PCI, or in general PX,, 
correspond PH,I, PO(OH);, POCI;, &c. If chlorine does not always 
directly give compounds of the highest possible forms for a given 
element, then generally the lower forms combine with it in order to 
reach or approach the limit. This is particularly clear in hydrocarbons, 
where we see the limit C,H,,,. very distinctly. The unsaturated 
hydrocarbons are sometimes able to combine with chlorine with the 
greatest ease and thus reach the limit. Thus ethylene, C,H,, combines 
with Cl, forming the so-called Dutch liquid or ethylene chloride, 
C,H,Cl,, because it then reaches the limit C,X,,,,. In all like cases 
the combined chlorine is able by reactions of substitution to give a 
hydroxide and a whole series of other derivatives. Thus a hydroxide 
called glycol, C,H,(OH),, is obtained from C,H,Cl,. 

In this way chlorine whilst entering with great ease into combina- 
tion with simple gases, in a number of cases converts lower forms of 
combination into higher. Very often chlorine in the presence of water 
acts directly as an oxidising agent. A substance A combines with 
chlorine and gives, for example, ACl,, and this in turn a hydroxide 
A(OH),, which on losing water forms AO. Hence the chlorine 
oxidised the substance A. This frequently happens in the simulta- 
neous action of water and chlorine: A+H,0+Cl,=2HCI+A0. 
Examples of this oxidising action of chlorine may frequently be 
observed both in chemical practice and technical processes. Thus 
chlorine, for instance, in the presence of water oxidises sulphur and 
metallic sulphides. In this case the sulphur is converted into 
sulphuric acid, and the chlorine into hydrochloric acid or a metal- 
lic chloride if a metallic sulphide be taken. A mixture of carbonic 
oxide and chlorine passed into water gives carbonic anhydride 
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and hydrochloric acid. Sulphurous anhydride is oxidised by 
chlorine in the presence of water into sulphuric acid, just as it is 
by the action of nitric acid: SO,+2H,0+(Cl,=H,SO,+2HCI. 
The oxidising action of chlorine in the presence of water is taken 
advantage of in practice for the rapid bleaching of tissues and fibres. 
The colouring matter of the fibres is altered by oxidation and con- 
verted into a colourless substance, but the chlorine afterwards 
acts on the tissue itself. Bleaching by means of chlorine therefore 
requires a certain amount of technical skill in order that the chlorine 
should not act on the fibres themselves, but that its action should be 
limited to the colouring matter only. The fibre for making writing 
paper, for instance, is bleached in this manner. The property of 
chlorine of bleaching was discovered by Berthollet, and forms an 
important acquisition to the arts, because it has in the majority of 
cases replaced that which before was the universal method of bleach- 
ing, namely, exposure to the sun of the fabrics damped with water, 
which is still employed for linens, &c. Time and great trouble, and 
therefore money also, have been considerably saved by this change.'® 

The power of chlorine for combination is intimately connected with 
its capacity for substitution, because, according to the law of substitu- 
tion, if chlorine combines with hydrogen, then it also replaces hydrogen, 
and furthermore the combination and substitution are accomplished in 
the same quantities. Therefore the atom of chlorine which combines 
with the atom of hydrogen is also able to replace the atom of hydrogen. 
We mention this property of chlorine not only because it illustrates 
the adaptation of the law of substitution in clear and historically 
_ important examples, but more especially because reactions of this kind 
explain those indirect methods of the formation of many substances 
which we have often mentioned and to which recourse is had in many 
cases in chemistry. Thus chlorine does not act on carbon, ?° oxygen, 
or nitrogen, but nevertheless its compounds with these elements may 
be obtained by the indirect method of the substitution of hydrogen 
by chlorine. 

As chlorine easily combines with hydrogen and does not act on 

19 The oxidising property of chlorine shows itself when it destroys the majority of 
organic tissues, and proves fatal to organisms. This property of chlorine is taken 
advantage of in quarantine stations. But the simple fumigation by chlorine must be 
carried on with great care in dwelling places, because chlorine disengaged into the 


atmosphere renders it harmful to the health by attacking the respiratory organs and the 


tissues of the lungs. 

20 A certain propensity of carbon to attract chlorine must be seen in the immense 
absorption of chlorine by charcoal (Note 7), but, as far as is at present known (no one 
has tried, if I do not mistake, to have recourse to the aid of light), no combination then 


takes place between the chlorine and carbon. 
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carbon, it decomposes hydrocarbons (and many of their derivatives) at 
a high temperature, depriving them of their hydrogen and liberating 
the carbon, as, for example, is clearly seen when a lighted candle is 
placed in a vessel containing chlorine. The flame becomes smaller but 
continues for a certain time, a large amount of soot is obtained, and 
hydrochloric acid is formed. In this case the gaseous and incandescent 
substances of the flame are decomposed by. the chlorine, the hydrogen 
combines with it, and the carbon is disengaged as soot.?! This action 
of chlorine on hydrocarbons, &c., proceeds otherwise at lower tempera- 
tures, as we will proceed to consider. 

A very important epoch in the history of chemistry was formed by 
the discovery of Dumas and Laurent that chlorine is able to displace 
and replace hydrogen. This discovery is important from the fact that 
chlorine proved to be an element which combines with great ease 
simultaneously with both the hydrogen and the element with which 
the hydrogen was combined. This clearly proved that there is no 
opposite polarity between elements forming stable compounds. Chlorine 
does not combine with hydrogen because it has opposite properties, as 
Dumas and Laurent stated previously, accounting hydrogen to be 
électro-positive and chlorine electro-negative ; this is not the reason of 
their combining together, because the same chlorine which combines 
with hydrogen is also able to replace it without altering many of the 
properties of the resultant substance. This substitution of hydrogen 
by chlorine is termed metalepsis. The mechanism of this substitution 
is very constant. If we take a hydrogen compound, preferably a. 
hydrocarbon, and if chlorine act directly on it, then there is produced 
on the one hand hydrochloric acid and on the other hand a compound © 
-containing chlorine in the place of the hydrogen—so that the chlorine 
divides itself into two equal portions, one portion is evolved as hydro- 
chloric acid, and the other portion takes the place of the hydrogen thus 
liberated. ence this metalepsts 1s always accompanied by the formation 
of hydrochloric acid.2* The scheme of the process is as follows : 

C,H,,X + Cl, — C,H,,.,CIX + HCl 

Hydrocarbon. Free chlorine. Product of metalepsis. | Hydrochloric acid. 


31 The same takes place under the action of oxygen, with the difference that 
it burns the carbon, which chlorine is not able todo. If chlorine and oxygen compete 
together at a high temperature, the oxygen will unite with the carbon, and the chlorine 
with the hydrogen; if pure hydrogen be taken with a sufficient quantity of chlorine, it 
will all combine with the chlorine without forming any water with the oxygen. 

® This division of chlorine into two portions may at the same time be taken as a clear 
confirmation of the conception of molecules. According to Avogadro-Gerhardt’s law, the 
molecule of chlorine (p. 303) contains two atoms of this substance; one atom replaces 
the hydrogen, and the other combines with it. 
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Or, in general terms— 


RH + Cl, = RCI + HCl. 


The conditions under which metalepsis takes place are also very 
constant. In the dark chlorine does not usually act on hydrogen com- 
pounds, but the action commences under the influence of light. The 
direct action of the sun’s rays is particularly propitious to metalepsis. 
It is also remarkable that the presence of traces of certain substances ?> 
promotes the action (especially of iodine, aluminium chloride, antimony 
chloride, &c.). A trace of iodine added to the substance subjected to 
metalepsis often produces the same effect as sunlight.”4 

If marsh gas be mixed with chlorine and the mixture ignited, then 
the hydrogen is entirely taken up from the marsh gas and hydrochloric 
acid and carbon formed, but there is no metalepsis.2> But if a 
mixture of equal volumes of chlorine and marsh gas be exposed to the 
action of diffused light, then the greenish yellow mixture gradually 
becomes colourless, and hydrochloric acid and the first product of 
metalepsis, namely, methyl chloride, are formed : 


CH, + Cc, = CH, + HC) 
Marsh gas. Chlorine. Methy] chloride. Hydrochloric acid. 


% Such carriers or media for the transference of chlorine and the halogens in general 
were long known to exist in iodine and antimonious chloride, and have been most fully 
studied by Gustavson and Friedel, of the Petroffsky Academy—the former with respect 
to aluminium bromide, and the latter with respect to aluminium chloride. Gustavson 
showed that if a trace of metallic aluminium be dissolved in bromine (it floats on bromine, 
and when combination takes place much heat and light are evolved), the latter becomes 
endowed with the property of entering into metalepsis, which it is not able to do of its 
own accord. When pure, for instance, it acts very slowly on benzene, CgH¢, but in the 
presence of a trace of aluminium bromide the reaction proceeds violently and easily, so that 
each drop of the hydrocarbon gives a mass of hydrobromic acid, and of the product of meta- 
lepsis. Gustavson showed that the modus operandi of this instructive reaction is based 
on the property of aluminium bromide to enter into combination with hydrocarbons and 
their derivatives. The details of this and all researches concerning the metalepsis of 
the hydrocarbons must be looked for in works on organic chemistry. 

34 As small admixtures of iodine, aluminium bromide, &c., aid the metalepsis of large 
quantities of a substance, just as nitric oxide aids the reaction of sulphurous anhydride 
on oxygen and water, so the matter is essentially the same in both cases. Effects of this 
kind (which should also be explained by a chemical reaction proceeding at the surfaces) 
only differ from true contact phenomena in that the latter are produced by solid bodies 
and are accomplished at their surfaces, whilst in the former all isin solution. Probably 
the action of iodine is founded on the formation of iodine chloride, which reacts more 
easily than chlorine. 

% Metalepsis belongs to the number of delicate reactions—if it may be so expressed— 
as compared with the energetic reaction of combustion. Many cases of substitution are 
of this kind. Reactions of metalepsis are accompanied by the evolution of heat, but in a 
less quantity than that evolved in the formation of the resulting quantity of the halogen 
acids. Thus the reaction C,H; +Cl,=C,H,Cl+ HCl, judging from the data given by 
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The volume of the mixture remains unaltered. The methyl 
chloride which is formed is a gas. If it be separated from the hydro- 
chloric acid (it is soluble in acetic acid, in which hydrochloric is but 
sparingly soluble) and be again mixed with chlorine then it may be 
subjected to a further metalepsical substitution—the second atom of 
hydrogen may be substituted by chlorine, and a liquid substance 
CH,Cl,, called methylene chloride, will be obtained. In the same 
manner the substitution may be carried on still further, and CHCls, or 
chloroform, and, lastly, carbon tetrachloride, CCl,, will be produced. 
Of these substances the best known is chloroform, owing to its being 
formed in many cases from organic substances (by the action of bleaching 
powder) and to its being used in medicine as an anesthetic ; chloroform 
boils at 62° and carbon tetrachloride at 78°. They are both colourless 
odoriferous liquids, heavier than water. The progressive substitution 
of hydrogen by chlorine is thus evident, and it can be clearly seen that 
the double decompositions are accomplished between molecular quanti- 
ties of the substance—that is, between equal volumes in a gaseous state. 
‘Chloroform may be obtained directly from marsh gas, but this, judging 
from the above, will be the third product of the metalepsis of marsh gas- 
Between it and marsh gas there are two more intermediate products, 
and the first of them is produced in the action of one molecule of marsh 
gas on one molecule of chlorine. 

Carbon tetrachloride, which is obtained by the metalepsis of marsh 
gas, is not obtained directly from chlorine and carbon, but it may be 
obtained from certain compounds of carbon—for instance, from carbon 
bisulphide—if its vapour mixed with chlorine be passed through a 
red-hot tube. Both the sulphur and carbon then combine with the 
chlorine. It is evident that by ultimate metalepsis a corresponding 
carbon chloride may be obtained from any hydrocarbon—indeed, the 
number of chlorides of carbon already known is very large. 

As a rule, the fundamental chemical characters of hydrocarbons are 
not changed by metalepsis ; that is, if a neutral substance be taken, then 
the product of metalepsis is also a neutral substance, or if an acid be 
taken the product of metalepsis also has acid properties. Even the 
crystalline form not unfrequently remains unaltered after metalepsis. 
The metalepsis of acetic acid, CH;-COOH, is historically the most 
important. It contains three of the atoms of the hydrogen of marsh 
yas, the fourth being replaced by carboxyl, and therefore by the action 
of chlorine it gives three products of metalepsis (according to the mass 
of the chlorine and conditions under which the reaction takes place), 


Thomsen, evolves about 20000 heat units, whilst the formation of hydrochloric acid 


evolves 22000 units. : 
HH 3 
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mono-, di-, and tri-chloracetic acids—CH,C]-COOH, CHCL;-COOH, and 
CCl,-COOH ; they are all, like acetic acid, monobasic. Without enter- 
ing into the further description of cases of like reaction (they must be 
looked for in organic chemistry), it is necessary to turn special attention 
first to the fact that in this manner by an indirect method, carbon 
compounds (for instance, CCl,, C,Cl,, CCl, &c.) are formed, which 
cannot be obtained directly from the elements, and secondly, that the 
resulting products of metalepsis, in containing an element which so 
easily acts on metals as chlorine, give the possibility of attaining a 
further complexity of molecules for which the original hydrocarbon is 
often in no way capable. Thus on treating with an alkali (or first 
with a salt and then with an alkali, or with a basic oxide and water, 
&c.) the chlorine forms a salt with its metal, and the hydroxy] radicle 
takes the place of the chlorine —for example, CH,;-OH is obtained from 
CH,Cl. By the action of metallic derivatives of hydrocarbons—for 
instance, CH,Na—the chlorine also gives a salt, and the hydrocarbon 
radicle—for instance, CH,—takes the place of the chlorine. Thus, or 
in a similar manner, CH,°CH, or C,H, is obtained from CH,Cl or 
C,H;'CH; from C,H,. The products of metalepsis also often react on 
ammonia, forming hydrochloric acid (and thence NH,Cl) and an 
amide ; that is, the product of metalepsis with the ammonia radicle 
NH, in the place of chlorine. Thus by means of metalepsical substitu- 
tion a method is found in chemistry for an artificial and general means 
of the formation of complex carbon compounds from more simple 
compounds which are often totally incapable of direct reaction. 
Besides which, this key opened the doors of that secret edifice of the 
structure of complex organic compounds into which man had up to 
then feared to enter, supposing it to be the dwelling of the spirits of 
organisms under the influence of whose magical force that was united 
which by other means could not be brought together.” 


36 With the predominance of the representation of compound radicles (this doctrine 
dates from Lavoisier and Gay-Lussac) in organic chemistry, it was a very important 
moment in its history when it became possible to gain an insight into the structure of 
the radicles themselves. It was clear, for instance, that ethyl, C,Hs, or the radicle of 
common alcohol, C.H;°OH, passes, without changing, into a number of ethy! derivatives, 
but its relation to the still simpler hydrocarbons was not clear, and occupied the attention 
of science in the ‘ forties’ and ‘fifties.’ Having obtained ethyl hydride, C,H,H = C,H, it 
was looked on as containing the same ethyl, just as methyl hydride, CH,=CH;H, was 
considered as existing in methane. Having obtained free methyl, CH;CH;=C,Hg, from 
it, it was considered as a derivative of methyl alcohol, CH;OH, and as only isomeric with 
ethy] hydride. By means of the products of metalepsis it was proved that thie is not a 
case of isomerism but of strict identity, and it therefore became clear that ethyl is 
methylated methyl, C,H;=CH,CH;. In its time a still greater impetus was given by 
the study of the reactions of monochloracetic acid, CHgCl'COOH, or CO(CH,Cl)(OH). 
It appeared that metalepsical chlorine, like the chlorine of chloranhydrides—for instance 
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It is not only hydrocarbons which are subjected to metalepsis. 
Certain other hydrogen compounds, under the action of chlorine, also 
give corresponding chlorine derivatives in exactly the same manner ; 
for instance, ammonia, caustic potash, caustic lime, and a whole series 
of alkaline substances.?" In fact, just as the hydrogen in marsh gas 
can be replaced by chlorine and form methyl chloride, so the hydrogen 
in caustic potash, KHO, ammonia, NH;, and calcium hydroxide, 
CaH,O, or Ca(OH), may be replaced by chlorine and give potassium 
hypochlorite, KC1O, calcium hypochlorite, CaCl,0,, and the so-called 
chloride of nitrogen, NCl;._ Not only is the correlation in composition 
the same as in the substitution in marsh gas, but the whole mechanism 
of the reaction is the same. Here, also, two atoms of chlorine act: 
one takes the place of the hydrogen whilst the other is evolved as 
hydrochloric acid, only in the former case the hydrochloric acid evolved 
remained free, and in the latter, in presence of alkaline substances, 
the hydrochloric acid formed reacts on them. Thus, in the action of 
chlorine on caustic potash, the hydrochloric acid formed acts on 
another quantity of caustic potash and gives potassium chloride and 
water, and, therefore, not only KHO+Cl,=HCl+KCIO, but also 
KHO+ HCl=H,0+ KCI, and therefore the result of both simultaneous 
phases will be 2KHO+Cl,=H,0+KCl+KCIO. We will here enter 
into certain special cases. 

The action of chlorine on ammonia may either result in the entire 
breaking up of the ammonia with the evolution of gaseous nitrogen, or 
in a product of metalepsis (as with CH, and H,O). With an excess 
of chlorine and the aid of heat the ammonia is decomposed, with the 
disengagement of free nitrogen.?® This reaction is evidently accom- 


of methy!] chloride, CH;Cl, or ethyl chloride, C,H,Cl—is capable of substitution ; for 
instance, glycollic acid, CH,(OH)(CO.H), or CO(CH,"OH)(OH), was obtained from it, and 
it appeared that the OH in the group CH.(OH) reacted like that in alcohols, and it 
became clear, therefore, that it was necessary to examine the radicles themselves by 
analysing them from the point of view of the bonds connecting the constituent atoms. 
Whence arose the present doctrine of the structure of the carbon compounds. (See 
Chapter VIII. Note 42.) 

37 By embracing many instances of the action of chlorine under metalepsis we not 
only explain the indirect formation of CCl, NCI, and Cl,0 by one method, but we also 
arrive at the fact that the reactions of the metalepsis of the hydrocarbons lose that 
exclusiveness which was often ascribed to them. Also by subjecting the chemical repre- 
sentations to the law of substitution we may foretell metalepsis as a particular case of a 
general law. 

% This may be taken advantage of in the preparation of nitrogen. If a large excess 
of chlorine water be poured into a beaker, and a small quantity of a solution of ammonia 
be added, then, after shaking, nitrogen is evolved. If chlorine act on a dilute solution 
of ammonia, then the volume of nitrogen doos not correspond with the volume of the 
chlorine taken, because ammonium hypochlorite is formed. If ammonia gas be passed 
through a fine orifice into a vessel containing chlorine, then the reaction of the formation 


470 PRINCIPLES OF CHEMISTRY 


panied by the formation of sal-ammoniac, 8N H,;+3Cl,=6NH,C1+ Ny. 
But if the ammonium salt be in excess, then the reaction proceeds with 
the replacement of the hydrogen in the ammonia by chlorine. The 
essence of the matter is that NH,+3Cl, forms NCl,+3HCI.% The 
resulting product of metalepsis, or chloride of nitrogen, NCl;, dis- 
covered by Dulong, is a liquid having the property of decomposing 
with excessive ease not only when heated, but even under the action 
of mechanical influences, as by a blow or the contact of certain solid 
substances, The explosion which accompanies the decomposition is due 
to the fact that the liquid chloride of nitrogen gives gaseous products, 
nitrogen and chlorine ; a large volume of gas is evolved instantaneously 
and causes the explosion. It is even dangerous to prepare this sub- 
stance in any considerable quantity. Whenever an ammoniacal sub- 
stance comes into contact with chlorine great care must be taken, 
because it might be a case of the formation of such products and a very 
dangerous explosion. The hquid product of the metalepsis of ammonia 
may be most safely prepared in the form of small drops by the action 
of a galvanic current on a slightly warm solution of sal-ammoniac ; 
chlorine is then evolved at the positive pole, and this chlorine, acting 
on the ammonia, gradually forms the product of metalepsis, which 
floats on the surface of the liquid (because it is borne up by the gas), 
and if a layer of turpentine be poured on to it these small drops, on 


of nitrogen is accompanied by the emission of light and the appearance of a cloud of sal- 
ammoniac. In all these instances there must be an excess of chlorine. 

29 The hydrochloric acid formed combines with ammonia, and therefore the result is 
4NH;+ 8Cl,=NCl,+3NH,Cl. Consequently, more ammonia enters into the reaction, 
but the metalepsical aspect of the reaction in reality only takes place with an excess of 
ammonia in the form of the salt. If bubbles of chlorine be passed through a fine tube 
into a vessel containing ammonia gas, then each bubble gives rise to an explosion. If, 
however, chlorine be passed into a solution of ammonia, then the reaction first directs 
itself towards the formation of nitrogen, because chlonmde of nitrogen acts on ammonia 
like chlorine. But when sal-ammoniac begins to form, then the reaction directs itself 
towards the formation of chloride of nitrogen. The first action of chlorine on a solution 
of sal-ammoniac always consists in the formation of chloride of nitrogen, which reacts on 
ammonia thus: NC],+4NH;=N.+3NH,Cl. Therefore, so long as the liquid is alka- 
line from the presence of ammonia the chief product will be nitrogen. The reaction 
NH,Cl+ 8Cl., = NCl,+4HCI is reversible; with a dilute solution it proceeds in the above- 
described direction (perhaps owing to the affinity of the hydrochloric acid for the excess 
of water), but with a strong solution of hydrochloric acid it takes the opposite direction 
(probably in virtue of the affinity of hydrochloric acid for ammonia). Therefore there 
must exist a very interesting case of equilibrium between ammonia, hydrochloric acid, 
chlorine, water, and chloride of nitrogen which has not yet been investigated. The re- 
action NCl,;+ 4HCIl=NH,Cl+ 8Cl, enabled Deville and Hautefeuille to determine the 
composition of chloride of nitrogen. When slowly decomposed by water, chloride of 
nitrogen gives, like a chloranhydride, nitrous acid or its anhydride 2NCl,; + 8H,O 
=N,0;+6HCl. From these observations it is evident that chloride of nitrogen presents 
great chemical interest, which is strengthened by its analogy with trichloride of phos- 
phorus. 
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coming into contact with the turpentine, give feeble explosions, which 
are in no way dangerous, owing to the small mass of the substance 
formed. The drops of chloride of nitrogen may, with great precaution, 
be collected for investigation in the following manner. The neck of a 
funnel is immersed in a basin containing mercury, and, first, a saturated 
solution of common salt is poured into the funnel, and above it a solu- 
tion of sal-ammoniac in 9 parts of water. Chlorine is then slowly 
passed through the solutions, when drops of chloride of nitrogen fall 
into the salt water. It is a yellow oily liquid of sp. gr. 1°65, which 
boils at 71°, and breaks up into N+Cl, at 97°. The contact of phos- 
phorus, turpentine, india-rubber, &c., causes an explosion, which is 
sometimes so violent that a small drop will pierce through a thick 
board. The exceeding facility of the decomposability of chloride of 
nitrogen is connected with the fact that it is formed with an absorption 
of heat, which it evolves when decomposed, to the amount of about 
38000 heat units for NCI;, as Deville and Hautefeuille determined. 
Chlorine, when absorbed by a solution of caustic soda (and also of 
other alkalis) at the ordinary temperature causes the replacement of 
the hydrogen in the caustic soda by the chlorine, with the formation of 
sodium chloride by the hydrochloric acid formed, so that the reaction 
may be represented in two phases, as was described above. In this 
manner, sodium hypochlorite, NaClO, and sodium chloride are simul- 
taneously formed : 2NaHO+Cl,=NaCl+ NaClO+H,O. The resultant 
solution is termed ‘eau de Javelle.’ An exactly similar reaction takes 
place when chlorine is passed over dry hydrate of lime at the ordinary 
temperature : 2Ca( HO), + 2Cl,=CaCl,O, + CaCl, +2H,O. A mixture 
of the product of metalepsis and calcium chloride is obtained. This 
mixture is employed in practice on a large scale, and is termed ‘ bleach- 
ing powder,’ owing to its acting, especially when mixed with acids, as a 
bleaching agent on tissues, so that it resembles chlorine in this respect, 
but is preferable to chlorine, because the destructive action of the 
chlorine may be moderated in this case, and because it is much more 
convenient to deal with a solid substance than with gaseous chlorine. 
Bleaching powder is also called chloride of lime, because this substance 
is obtained from chlorine and hydrate of lime, and contains*®° both 
*® Quicklime, CaO (or calcium carbonate, CaCO;), does not absorb chlorine when cold, 
but at a red heat, in a current of chlorine, it forms calcium chloride, with the evolution 
of oxygen. This reaction corresponds with the decomposing action of chlorine on 
methane, ammonia, and water. Slaked lime (calcium hydroxide, CaH..0,) also, when dry, 
does not absorb chlorine at 100°. The absorption proceeds at the ordinary temperature 
(below 40°). The dry mass thus obtained contains not less than three equivalents 
of calcium hydroxide to four equivalents of chlorine, so that its composition is 


| Ca(HO),.];Cl,. In all probability a simple absorption of chlorine by the lime at first 
takes place in this case, as may be seen from the fuct that even carbonic anhydride, when 


472 PRINCIPLES OF CHEMISTRY 


these substances. It may be prepared in the laboratory by passing a 
stream of chlorine through a cold mixture of water and lime (milk of 
lime). The mixture must be kept cold, as otherwise 3Ca(Cl1O), passes 
into 2CaCl, +Ca(ClO;),. In the manufacture of bleaching powder in 
large quantities at chemical works, the purest possible slaked lime is. 


— . 7 * 
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Fic. 68.. Apparatus for the manufacture of bleaching powder (at small works) by the action of 
chlorine, which is generate! in the vessels C, on lime, which is charged into M. 


taken and laid in a thin layer in large flat chambers, M (whose walls. 
are made of Yorkshire flags or tarred wood, on which chlorine has no 
action), and into which chlorine gas is introduced by lead tubes. The 
distribution of the plant is shown in the annexed drawing (fig. 68). 


acting on the dry mass obtuined as above, disengages all the chlorine from it, forming 
only calcium carbonate. But if the bleaching-powder be obtained by a wet method, or if 
it be dissolved in water (it is very soluble), and carbonic anhydride be passed into it, 
then chlorine is no longer disengaged, but chlorine oxide, Cl,0, and only half of the 
chlorine is converted into this oxide while the other half remains in the liquid as 
calcium chloride. From this it may be supposed that calcium chloride is formed by the. 
action of water on bleaching powder, and this is proved to be the case by the fact that 
small quantities of water extract much calcium chloride from bleaching-powder. If a 
large quantity of water act on bleaching-powder there remains an excess of calcium 
hydroxide, a portion of which is not subjected to change. The action of the water may 
be expressed by the following formule : From the dry mass Ca;(HO),Cl, there is formed 
lime, Ca(HO),, calcium chloride, CaCl., and a saline substance, Ca(ClO)2. CasHgO,Cl, 
=CaH,O..+ CaCl,O.+ CaCl,+2H,0. The resulting substances are not equally soluble ; 
water first extracts the calcium chloride, which is the most soluble, then the compound 
Ca(ClO),, and calcium hydroxide is ultimately left. A mixture of calcium chloride and 
hypochlorite passes into solution. On evaporation there remains Ca,0.Cl,,8H,0. The 
dry bleaching-powder does not absorb more chlorine, but the solution is able to absorb 
it in considerable quantity. If the liquid be boiled, a considerable amount of chlorine 
monoxide is evolved. After this calcium chloride alone remains in solution, and the 
decomposition may be expressed as follows: CaCl, +CaClOg+2Cla = 2CaCl, + 2Cl,0.. 
Chlorine monoxide may be prepared in this manner. 

It is sometimes said that bleaching-powder contains a substance, Ca(OH) Cl, like 
calcium peroxide, CaO, in which one atom of oxygen is replaced by (OH) , and the other 
by Cl; but, judging from what has been said above, this can only be admitted in the 
dry mass, and not in solutions. 

After being kept for some time, bleaching-powder sometimes decomposes, with the 
evolution of oxyyen (page 161); the same takes place when it is heated. 
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The products of the metalepsis of alkaline hydrates, NaClO and 
Ca(ClO)., which are held in solutions of ‘Javelle salt,’ and bleaching 
powder (they are not obtained free from metallic chlorides), must be 
counted as salts, because their metals are liable to substitution. But 
the hydrate HClO corresponding with these salts, or hypochlorous 
acid, is not obtained in a free or pure state, for two reasons: in the 
first place, because this hydrate, as a very feeble acid, splits up (like 
H,CO,; or HNO,) into water and the anhydride, or chlorine monoxide, 
Cl,O=2HCI1O—H,O ; and, in the second place, because, in a number 
of instances, it evolves oxygen with great facility, forming hydrochloric 
acid: HCIO=HCI1+0O. Both hypochlorous acid and chlorine monoxide 
may be regarded as the product of the metalepsis of water, because 
HOH corresponds with CIOH and ClOC]. Hence, in many instances, 
bleaching salts (a mixture of hypochlorites and chlorides) break up, 
with the evolution of (1) chlorine, under the action of an excess of a 
powerful acid, capable of evolving hydrochloric acid from sodium or 
calcium chlorides, and which is most simple under the action of 
hydrochloric acid itself, because (p. 456) NaCl+NaClO+3HCl 
=2NaCl+ HCl+Cl,+H,O ; (2) oxygen, as we saw in Chapter III. 
(p. 161)—the bleaching properties and, in general, oxidising action 
of bleaching salts is based on this evolution of oxygen (or chlorine) ; 
oxygen is also disengaged on heating the dry salts--for instance, 
NaCl+ NaClO=2NaCl+O ; (3) and, lastly, chlorine monoxide, which 
contains both chlorine and oxygen. Thus, if a little sulphuric, nitric, or 
similar acid (in order that hydrochloric acid should not yet be produced) 
be added to a solution of a bleaching salt (which has an alkaline reac- 
tion, owing either to an excess of alkali or to the feeble acid properties 
of HClO), then the hypochlorous acid set free gives water and chlorine 
monoxide. If carbonic anhydride (or boracic or a similar very feeble 
acid) act on the solution of a bleaching salt, then hydrochloric acid is 
not evolved from the sodium or calcium chlorides, but the hypochlorous 
acid is displaced and gives chlorine monoxide,*! because hypochlorous 
acid is one of the most feeble acids (p. 371). An excellent method for 
the preparation of chlorine monoxide is based on these feeble acid pro- 
perties of hypochlorous acid. Zinc oxide and mercury oxide, under 


51 For this reason it is necessary that in the formation of bleaching powder the chlorine 
should be free from hydrochloric acid, and even the lime from calcium chloride. An 
excess of chlorine, in acting on a solution of bleaching-powder, may also give chlorine 
monoxide, because calcium carbonate also gives chlorine monoxide under the action of 
chlorine. This reaction may be brought about by treating freshly-precipitated calcium 
carbonate with a stream of chlorine in water: 2Cl,+CaCO;=CO.,+CaCl,+Cl.O. From 
this we may conclude that, although carbonic anhydride displaces hypochlorous anhy- 
dride, it may be itself displaced by an excess of the latter. 
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the action of chlorine in the presence of water, do not give a salt of 
hypochlorous acid, but form a chloride and hypochlorous acid, which 
fact shows the incapacity of this acid to combine with the given bases. 
Therefore, if such oxides as those of zinc or mercury be shaken up in 
water, and chlorine be passed through the turbid liquid,*? a reaction 
occurs which may be expressed in the following manner: 2HgO + 2Cl, 
=Hg,0Cl,+Cl,0. In this case, a compound of mercury oxide with 
mercury chloride, or the so-called mercury oxychloride, is obtained : 
Hg,OC]l,=HgO+HgCl,. This is insoluble in water, and is not affected 
by hypochlorous anhydride, so that the solution will contain hypo- 
chlorous acid only, but the greater part of it splits up into the anhydride 
and water. 

A solution of hypochlorous anhydride is also obtained by the action 
of chlorine on many salts ; for example, in the action of chlorine on a 
solution of sodium sulphate the following reaction takes place : 
Na,SO,+ H,O + Cl, = NaCl + HClO + NaHSO,. Hence here the 
hypochlorous acid is formed, together with HCl, at the expense of the 
reaction of chlorine on water, for Cl,+H,O=HCl1+HCIO. If the 
crystallo-hydrate of chlorine be mixed with mercury oxide, then the 
hydrochloric acid formed in the reaction gives mercury chloride, and 
hypochlorous acid remains in solution. A dilute solution of hypo- 
chlorous acid or chlorine monoxide may be concentrated by distillation, 
and if a substance which takes up water (without destroying the acid) 
—for instance, calcium nitrate—be added to the stronger solution 
then the anhydride of hypochlorous acid—z.e. chlorine monoxide—is 
disengaged. | 

In the bleaching salts and hypochlorous salts which correspond 
with chlorine monoxide and contain the two elements oxygen and 
chlorine, which both act in an oxidising manner, we see a characteristic 
example of a compound of elements which, in the majority of cases, act 
chemically in an analogous manner. Chlorine monoxide, as prepared 
from an aqueous solution by the abstraction of water or by the action 
of dry chlorine on cold mercury oxide, is, at the ordinary temperature, 
a gas or vapour which conclenses into a red liquid boiling at +20° and 
giving a vapour whose density (43 referred to hydrogen) shows that 


32 Dry red mercury oxide acts on chlorine, forming dry hypochlorous anhydride 
(chlorine monoxide) (Balard); when mixed with water, red mercury oxide acts feebly on 
chlorine, and when freshly precipitated it evolves oxygen and chlorine. An oxide of 
mercury which easily and abundantly evolves chlorine monoxide under the action of 
chlorine in the presence of water may be prepared as follows: the oxide of mercury, 
precipitated from a mercuric salt by an alkali, is heated to 300° and cooled (Pelouze). If 
a salt, MCIO, be added to a solution of mercuric salt, HgX,, then mercuric oxide is 
liberated, because the hypochlorite is decomposed. 
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2 vols. of chlorine and 1 vol. of oxygen give 2 vols. of chlorine 
monoxide. In an anhydrous form the gas or liquid easily explodes, 
splitting up into chlorine and oxygen. This explosiveness is determined 
by the fact that heat is evolved in the decomposition to the amount of 
about 15000 heat units for Cl,0.33 The explosion may even take place 
accidentally, and also in the presence of many oxidisable substances 
(for instance, sulphur, organic compounds, &c.), but the solution, 
although unstable and showing strong oxidising properties, does not 
give any explosion.** 

Hypochlorous acid, its salts, and chlorine monoxide serve as a 
transition between hydrochloric acid, chlorides, and chlorine, and a 
whole series of compounds containing the same elements combined 
with a still greater quantity of oxygen. The higher oxides of chlorine, 
even in their origin, are closely connected with hypochlorous acid and 
its salts : 

Cl,, NaCl, HCl, hydrochloric acid. 
Cl,O, NaClO, HClO, hypochlorous acid. ~ 
Cl,0;, NaClO,, HC1O.,, chlorous acid. — 
Cl,0;, NaClO;, HC1O3, chloric acid. 

Cl,0;, NaClO,, HC1O,, perchloric acid. 


When heated, solutions of hypochlorites undergo a remarkable 
change. Themselves so unstable, they, without the addition of any- 


* All explosive substances are of this kind—ozone, hydrogen peroxide, chloride of 
nitrogen, nitro-compounds, &c. Hence they cannot be formed directly from the elements 
or their simplest compounds, but, on the contrary, decompose into them. In a liquid 
state chlorine monoxide even explodes on contact with powdery substances, or when 
rapidly agitated—for instance, if a file be rasped over the vessel in which it is. 

54 A solution of chlorine monoxide, or hypochlorous acid, does not explode, owing to 
the presence of the mass of water. In dissolving, chlorine monoxide evolves about 9000 
heat units, so that its store of heat becomes less. 

The capacity of hypochlorous acid for entering into combination with the unsaturated 
hydrocarbons (Carius and others) is very often taken advantage of in organic chemistry. 
“Thus its solution absorbs ethylene, forming the chlorhydrin C,H,Cl-OH. 

The oxidising action of hypochlorous acid and its salts is not only applied to bleaching 
but also to many reactions of oxidation. Thus it converts the lower oxides of manganese 
into the peroxide. 

3% Chlorous acid, HClO, (judging from the data given by Millon, Brandau, and 
others) in many respects resembles hypochlorous acid HC10, whilst they both differ from 
¢hloric and perchloric acids in their degree of stability, which is expressed, for instance, 
in their bleaching properties; the two higher acids do not bleach, but both the lower ones 
<lo so (oxidise at the ordinary temperature). On the other hand, chlorous acid is ana- 
logous to nitrous acid, HNO,. The anhydride of chlorous acid, Cl.Q3, is not known in a 
pure state, but it probably occurs in admixture with chlorine dioxide, ClO,, which is ob- 
tained by the action of nitric and sulphuric acids on a mixture of potassium chlorate with 
such reducing substances as nitric oxide, arsenious oxide, sugar, “c. All that is at pre- 
sent known is that pure chlorine dioxide ClO, (see Notes 30-43) is gradually converted 
anto a mixture of hypochlorous and chlorous acids under the action of water (and alkalis) 
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thing, yield two fresh salts which are both much more stable ; one 
contains more oxygen than MCIO, the other contains none at all. 


3MCIO = MCIO, + 2MCI 
hypochlorite chlorate chloride. 


Part of the salt—namely, two-thirds of it—parts with its oxygen in 
order to oxidise the remaining third.** From an intermediate sub- 
stance, RX, there proceed two extremes, R and RX;3, just as from 
nitrous anhydride there proceed nitric oxide and nitric anhydride (or 
nitric acid): 3N,0,;=N,0,+4NO. The resulting salt MCIO, cor- 
responds with chloric acid and potassium chlorate, KCIO;. It is 
evident that a similar salt is obtained directly by the action of chlorine 
on an alkali if its solution be heated, because RCIO will be first formed, 
and then RCIO, ; for example, 6K HO + 3Cl,=KCl1O,+5KC1+3H,0. 
Chlorates are formed thus ; for instance, potassium chlorate, which is 


that is, it acts like nitric peroxide, NO, (giving HNO; and HNO.), oras a mixed anhydride, 
2C10,+H,O=HC10O,+ HCIO,. The silver salt, AgClO,, is sparingly soluble in water. 
The investigations of Garzarolli-Thurnlackh and others seem to show that the anhydride 
Cl,0; does not exist. 

36 Hydrochloric acid, which forms an example of compounds of this kind, is a satu- 
rated substance which does not combine directly with oxygen, but in which, nevertheless, 
a considerable quantity of oxygen may be inserted between the elements forming it. 
The same may be observed ina number of other cases. Thus, for instance, oxygen may 
be added or inserted between the elements, sometimes in considerable quantities, in the 
saturated hydrocarbons; for instance, in CHa, three atoms of oxygen produce an alcohol, 
glycerin or glycerol C;H;(OH);. We shall meet with similar examples hereafter. This 
is explained generally by regarding oxygen as a bivalent element—that is, as capable of 
combining with two different elements, such as chlorine, hydrogen, &c. On the basis of 
this view, it may be inserted between each pair of combined elements; the oxygen will 
then be combined with one of the elements by one of its affinities and with the other 
element by its other affinity. This view does not, however, express the entire substance 
of the matter, even when applied to the compounds of chlorine. Hypochlorous acid, 
HOC]—that is, hydrochloric acid in which one atom of oxygen is inserted—is, as we have 
already seen, a substance of small stability; it would therefore be expected that on the 
addition of a fresh quantity of oxygen a still less stable substance would be obtained, 
because, according to the above view, the chlorine and hydrogen, which form such a 
stable compound together, are then still further removed from each other. But it appears 
that chloric and perchloric acid, HCIO; and HC1O,, are much more stable substances. 
Furthermore, the addition of oxygen has also its limit, it can only be added to a certain 
extent. If the above representation were true and not formal, then a limit to the com- 
bination of oxygen could not be looked for, and the more it entered into one uninter- 
rupted chain the more stable would be the resultant compound. But not more than four 
atoms of oxygen can be added to hydrogen sulphide, nor to hydrochloric acid, nor to 
hydrogen phosphide. This peculiarity must lie in the properties of oxygen itself; four - 
atoms of oxygen seem to have the power of forming a kind of radicle which retains two- 
or several atoms of different other substances—for example, chlorine and hydrogen, 
hydrogen and sulphur, sodium and manganese, phosphorus and metals, &c., forming 
comparatively stable compounds, NaClO,, Na.SO,, NaMnO,, Na;PO,,&c. See Chapter X. 


Note 1. Z 
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easily separated from potassium chloride, because it is sparingly soluble 
in cold water.?? 

If dilute sulphuric acid be added toa solution of potassium chlorate, 
then chloric acid is liberated ; but it cannot be separated by distillation, 
as it is decomposed in the process. To obtain the free acid sulphuric 
acid must be added to a solution of barium chlorate.3* The sulphuric 
acid gives a precipitate of barium sulphate with the barium, and free 
chloric acid. remains in solution. The solution may be evaporated 
under the receiver of an air-pump. This solution is colourless, has no 
smell, and acts as a powerful acid (it saturates sodium hydroxide, 
decomposes sodium carbonate, gives hydrogen with zinc, &c.); when 


37 If chlorine be passed through a cold solution of potash, then a bleaching compound, 
potassium chloride and hypochlorite, HC] + KC1O, is formed, but if it be passed through 
a hot solution potassium chlorate is formed. As this is sparingly soluble in water, it 
chokes the gas-conducting tube, which should therefore be widened out at the end. 

Potassium chlorate is usually prepared on a large scale from calcium chlorate, which 
is prepared by passing chlorine (as long as it is absorbed) into water containing lime, the - 
mixture being kept warm. A mixture of calcium chlorate and chloride is thus formed 
‘in the solution. Potassium chloride is then added to the warm solution, and on cooling 
a precipitation of potassium chlorate is formed as a substance which is sparingly soluble 
in cold water, especially in the presence of other salts. The double decomposition taking 
place is Ca(ClO3)3 + 2KCI=CaCl,+2KC103. Ona small scale in the laboratory potassium 
chlorate is best prepared from a strong solution of bleaching powder by passing chlorine 
through it and then adding potassium chloride. 

Potassium chlorate crystallises easily in large colourless tabular crystals. Its solu- 
bility in 100 parts of water at 0°= 8 parts, 20°= 8 parts, 40°= 14 parts, 60° = 265 parts, 
80° = 40 parts. For comparison we will cite the following figures showing the solubility of 
potassium chloride and perchlorate in 100 parts of water: potassium chloride at 0°=28 
parts, 20° = 85 parts, 40°= 40 parts, 100° = 67 parts; potassium perchlorate at 0° about 1 
part, 20° about 14 parts, 100° about 18 parts. When heated potassium chlorate melts (the 
melting point has been given as from 885°-876°; according to the latest determination by 
Carnelley, 859°) and decomposes with the evolution of oxygen, potassium perchlorate 
being at first formed, as will afterwards be described. A mixture of potassium chlorate 
and nitric and hydrochloric acids brings about oxidation and chlorination in solutions. 
It deflayrates when thrown upon incandescent carbon, and when mixed with sulphur (4 
by weight) it sets light to it, even when struck, in which case an explosion takes place. 
The same occurs with many metallic sulphides and organic substances. Such mixtures 
are inflamed by a drop of sulphuric acid. All these effects are due to the large amount 
of oxygen contained in potassium chlorate, and to the ease with which it is evolved. A 
mixture of two parts of potassium chlorate, one part of sugar, and one part of yellow 
prussiate of potash acts like gunpowder, but it burns very rapidly, and therefore bursts 
the guns, and also it has a very strong oxidising action on their metal. The sodium salt, 
NaClOs;, is much more soluble than the potassium salt, and it is therefore more difficult 
to free it from sodium chloride, &c. The barium salt is also more soluble than the 
potassium salt; 0°= 24 parts, 20°= 87 parts, 80°= 98 parts of salt per 100 of water. 

388 Barium chlorate, Ba(Cl1O;)2,H 0, is prepared in the following way: impure chloric 
acid is first prepared and saturated with baryta, and the barium salt purified by crystal- 
lisation. The impure free chloric acid is obtained by converting the potassium in potas- 
sium chlorate into an insoluble salt. This is done by adding tartaric or hydrofluosilicic 
acid to a solution of potassium chlorate, because potassium tartrate and potassium silico- 
fluoride are very sparingly soluble in water. Chloric acid is easily soluble in water. 
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heated above 40°, however, it decomposes, forming chlorine, oxygen, 
and perchloric acid : 4HCIO,;=2HC1O,+ H,O+Cl,+03;. When con- 
siderably concentrated the acid acts as an exceedingly energetic oxi- 
diser, so that organic substances, when brought into contact with it, 
burst. into flame. Iodine, sulphurous acid, and similar substances 
liable to oxidation form higher oxidation products and reduce the 
chloric acid to hydrochloric acid. Hydrochloric acid gas gives chlorine 
with chloric acid in the same manner as it acts on the lower acids : 
HClO, +5HCi=3H,0-+ 3Cl,. 

By cautiously acting on potassium chlorate with sulphuric acid, the 
dioxide (chloric peroxide), ClO,,*° is obtained (Davy, Millon). This gas 
is easily liquefied in a freezing mixture, and the liquid boils at + 10°. 
The vapour density (about 35 if H=1) shows that the molecule of this 
substance is ClO,.4° Ina gaseous or liquid state it very easily explodes 
(for instance, at 60°, or by contact with organic compounds or finely 
divided substances, &c.), forming Cl, and O, and it therefore in many 
‘ instances ‘4! acts as an oxidising agent, although (like nitric peroxide) 
it may be itself further oxidised.4? In dissolving in water or alkalis 
chloric peroxide gives chlorous and hypochlorous acids—2ClO, + 2KHO 
=KCl10,+ KClO, + H,O—and therefore, like nitric peroxide, the di- 
oxide may be regarded as an intermediate oxide between the (unknown) 
anhydrides of chlorous and chloric acids: 4Cl]O,=Cl1,0, + Cl,O;.44 


58 100 grams of sulphuric acid are cooled in a mixture of ice and salt, and 15 
grams of powdered potassium chlorate are gradually added to the acid, which is then 
carefully distilled at 20° to 40°, the vapour given off being condensed in a freezing mixture. 
Potassium perchlorate is then formed: 3KCI]O;+2H,.SO,=2KHSO,+ KC1O,+32Cl0., 
+H,0O. The reaction may result in an explosion. Calvert and Davies obtained chloric 
peroxide without the least danger by heating 2 mixture of oxalic acid and potassium 
chlorate in a test tube in a water-bath. In this case 2KClO;+8C,H,0,2H,O 
= 2C.HKO,+ 2CO., + 2C10.,4+4H.0O. The reaction is still further facilitated by the addi- 
tion of a small quantity of sulphuric acid. 

40 By analogy with nitric peroxide it would be expected that at low temperatures a 
doubling of the molecule into Cl,0, would take place, as the reactions in which it 
acts as the mixed anhydride of HCIO., and HCIO, point out. 

41 Owing to the formation of this chlorine dioxide, a mixture of potassium chlorate 
and sugar is inflamed by a drop of sulphuric acid. This property was formerly made 
use of for making matches, and is now sometimes employed for setting fire to explosive 
charges by means of an arrangement in which the acid is caused to fall on the mixture 
at the moment required. An interesting experiment on the combustion of phosphorus 
under water may be conducted with chlorine dioxide. Pieces of phosphorus and of 
potassium chlorate are placed under wuter, and sulphuric acid is poured into them 
(through a long funnel); the phosphorus then burns at the expense of the chlorine dioxide. 

42 Potassium permanganate oxidises chlorine dioxide into chloric acid (Fiirst). 

43 The euchlorine obtained by Davy by gently heating potassium chlorate with hydro- 
chloric acid is (Pebal) a mixture of chlorine dioxide and free chlorine. The liquid and 
gaseous chlorine oxide (Note 35), which Millon considered to be Cl,0;, probably contains 
a mixture of ClO, (vapour density 35), C1,0O; (whose vapour density should be 59), and 
chlorine (vapour density 85°5), because its vapour density was determined to be about 40, 
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As the salts of chloric acid, HC1O,, are produced by the oxidation of 
the salts of hypochlorous acid, so, in a similar manner, the salts of per- 
chloric acid, HC1O,, are produced by the oxidation of the salts of chloric 
acid, HClO,. But this is the highest form of the oxidation of HCl. 
Perchloric acid, HC1O,, is the most stable of all the acids of chlorine. 
When fused potassium chlorate begins to swell ap and solidify, after 
having parted with one-third of its oxygen ; then potassium chloride 
and potassium perchlorate are formed, 2KCIO;=KCIO,+KCI1+0,,. 

The formation of this salt is clearly remarked in the preparation 
of oxygen from potassium chlorate, owing to the fact that the potas- 
sium perchlorate fuses with greater difhculty than the chlorate, and 
therefore appears in the molten salt as solid grains. (Under the action 
of certain acids—for instance, sulphuric and nitric—potassium chlorate 
also gives potassium perchlorate.) It may be easily purified, because it 
is but sparingly soluble in water, although all the other salts of per- 
chloric acid are very soluble and even effloresce in the air. It is a 
remarkable fact that the perchlorates, although they contain more 
oxygen than the chlorates, are decomposed with greater difficulty, and, 
even when thrown on ignited charcoal, give a much feebler deflagration 
than the chlorates. Sulphuric acid (at a temperature not below 100°) 
evolves volatile and, to a certain extent, stable perchloric acid from 
potassium perchlorate. Neither sulphuric nor any other acid will 
further decompose perchloric acid as it decomposes chloric acid. Of 
all the acids of chlorine, perchloric acid alone can be distilled.44 The 
pure hydrate HCIO,** is a colourless and exceedingly caustic substance 


4 If » solution of chloric acid, HCI1O,, be first concentrated over sulphuric acid under 
the receiver of an air-pump and afterwards distilled, then chlorine and oxygen are evolved 
and perchloric acid formed: 4HCI]O;=2HC10O,+Cl,+80+H,O. Roscoe accordingly 
directly decomposed a solution of potassium chlorate by hydrofluosilicic acid, decanted it 
from the precipitate of potassium silicofluoride, K..SiF., concentrated the solution of chloric 
acid, and then distilled it, perchloric acid being then obtained (see following footnote). 
That chloric acid is capable of passing into perchloric acid is also seen from the fact that 
potassium permanganate is decolorised, although slowly, by the action of a solution of 
chloric acid. On decomposing a solution of potassium chlorate by the action of an elec- 
tric current, potassium perchlorate is obtained at the positive electrode (where the oxygen 
is evolved). Perchloric acid is also formed by the action of an electric current on solu- 
tions of chlorine and chlorine monoxide. Perchloric acid was obtained by Count Stadion 
and afterwards by Serullas, and was studied by Roscoe and others. 

45 Perchloric acid, which is obtained in a free state by the action of sulphuric acid on 
its salts, may be separated from a solution very easily by distillation, because it is volatile, 
although it is partially decomposed by distillation. The solution obtained after distilla- 
tion may be concentrated by evaporation in open vessels. In the distillation the solution 
reaches « temperature of 200°, and then a very constant liquid hydrate of the composi- 
tion HC1O,,2H.0 is obtained in the distillate. If this hydrate be mixed with sulphuric 
acid, it begins to decompose at 100°, but, nevertheless, a portion of the acid pnsses over 
into the receiver without decomposing, forming a crystalline hydrate HC!IO,.H.O which 
melts at 60°. On carefully heating this hydrate it breaks up into perchloric acid, which 
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which fumes in the air and has a sp. gr. 1°78 at 15° (sometimes, after 
being kept for some time, it decomposes with a violent explosion). It 
explodes violently when brought into contact with charcoal, paper, 
wood, and other organic substances. If a small quantity of water be 
added to this hydrate, and if it be subjected to cold, then a crystallo- 
hydrate, C1IHO,,H,O, separates out. It is much more stable, but the 
Jiquid hydrate HClO,,2H,O is still more so. The acid dissolves in 
water in all proportions, and its solutions are distinguished for their 
stability.46 When ignited both the acid and its salts are decomposed, 
with the evolution of oxygen.*? 


distils over below 100°, and into the liquid hydrate HC10,4,2H,O. The acid HClO, may 
also be obtained by adding one-fourth part of strong sulphuric acid to potassium chlorate, 
and carefully distilling and subjecting the crystals of the hydrate HC10,,H,O obtained 
in the distillate to a fresh distillation. A liquid of the composition HClO, then passes 
over. Perchloric acid, HC1O,, when taken separately, does not distil, and is decomposed 
in distillation until the more stable hydrate HC10,,H.,0O is formed; this is decomposed in 
Aistillation into HC1O, and HC1O,,2H.O, which latter hydrate distils without alteration. 
This forms an excellent example of the influence of water on stability, and of the pro- 
perty of chlorine to give compounds of the type ClX,, of which all the above hydrates, 
C10;(OH), ClO2(OH)s5, and Cl1O(OH);, are members. Probably further research will lead 
to the discovery of a hydrate Cl(OH);. 

46 According to Roscoe the sp. gr. of perchloric acid =1°782 and of the hydrate 
HC10,,H,O in a liquid state (50°) 1411; hence a considerable contraction takes place in 
the combination of HC1O, with H.0. 

47 The decomposition of salts analogous to potassium chlorate has been more fully 
studied in recent years by Potilitzin and P. Frankland. Professor Potilitzin, by decom- 
posing, for example, lithium chlorate LiClO;, found (from the quantity of lithium chloride 
and oxygen) that at first the decomposition of the fused salt (868°) is accomplished 
according to the equation, 8LiC10;=2LiCl + LiClO, + 50, and that towards the end the 
remaining salt is decomposed thus: 5LiClO;=4LiCl+ LiCl0,+100. The phenomena 
observed by Potilitzin obliged him to admit that lithium perchlorate is capable of de- 
composing simultaneously with lithium chlorate, with the formation of the latter salt and 
oxygen; and this was confirmed by direct experiment, which showed that lithium chlorate 
is always formed in the decomposition of the perchlorate. Potilitzin turned particular 
attention to the fact that the decomposition of potassium chlorate and of salts analogous 
to it, although exothermal (Chapter III. Note 12), not only does not proceed by itself, but 
requires time and a rise of temperature in order to attain completion, which again shows 
that chemical equilibria are not expressed by the heat effects of reactions only. 

P. Frankland and J. Dingwall (1887) showed that at 448° (in the vapour of sulphur) 
a mixture of potassium chlorate and pounded glass is decomposed almost in accordance 
with the equation 2KCIO;= KCIO, + KC] + Og, whilst the salt by itself evolves about half 
-as much oxygen, in accordance with the equation, 8KC]lO;=5KC10O,+8KC1+20,. The 
decomposition of potassium perchlorate in admixture with manganese peroxide proceeds 
to completion, KClO,=KCl+20,. But in decomposing by itself the salt at first gives 
potassium chlorate, approximately according to the equation 7KC1O,=2KCIO; + 5KCl 
+110,. Thus there is now no doubt that when potassium chlorate is heated, the per- 
chlorate is formed, and that this salt, in decomposing also with the evolution of oxygen, 
gives the former salt. 

I may further remark that the decomposition of potassium chlorate as a reaction 
evolving heat from this very reason easily lends itself to the contact action of manganese 
peroxide and other similar admixtures; for such very feeble influences as those of contact 
may evince themselves, as is observed either in those cases (for instance, detonating gas, 
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On comparing chlorine as an element not only with nitrogen and 
carbon but with all the other non-metallic elements (chlorine has so 
little analogy with the metals that a comparison would be superfluous), 
we find in it the following fundamental properties of the halogens or 
salt-producers. With metals chlorine gives salts (such as sodium 
chloride, &c.) ; with hydrogen a very energetic and monobasic (con- 
taining one H in its molecule) acid HCl, and the same chlorine is able 
by metalepsis to replace the hydrogen ; with oxygen it forms oxides of 
an acid character. These properties of chlorine are possessed by three 
other elements, bromine, iodine, and fluorine. They are members of 
«one natural family. Each representative has its peculiarities, its indi- 
vidual properties, and points of distinction in combination and in the 
free state—otherwise they would not be independent elements ; but 
the repetition in all of them of the same chief signs of tho family 
enables one to foretell from one element the properties of another, 
and thus abbreviates an acquaintance with all the differences of their 
elementary properties and a systemisation of the elements themselves. 

In order to have a guiding thread in forming comparisons between 
the elements, attention must be turned to those of their properties and 
signs in which they differ most from each other, because it is only 
under this condition that the comparison ceases to be artificial, And 
the atomic weights of the elements must be counted as their most 
elementary property ; it being a quantity which is most undoubtedly 
established, and which acts in all the manifestations of the element. 
The halogens are endowed with atomic weights— 


F=19, Cl=35:5, Br=80, I=197. 


All the properties, physical and chemical, of the elements and their 
corresponding compounds must evidently be in a certain dependence 
on this fundamental point, if the grouping in one family be natural. 
And we find in reality that, for instance, the properties of bromine, 
whose atomic weight is almost the mean between those of iodine and 
chlorine, occupy a mean position between those of these two elements. 
The second measurable property of the elements is their equivalence or 
their capacity for forming compounds of definite forms. Thus carbon 


hydrogen peroxide, &c.), when the reaction is accompanied by the evolution of heat, or 
when (for instance, H,+ 14, &c.) little heat is absorbed or evolved. In these cases it is 
evident that the existing equilibrium is not very stable, and that a feeble alteration in it 
proceeding at the surfaces of contact may suffice to cause its destruction. In order to 
conceive the modus operandi of contact phenomena, it is enough to imagine, for instance, 
that at the borders of contact the movement of the atoms in the molecules changes from 
a circular to an elliptical path. Momentary and transitory compounds may be formed, 
but their formation cannot alter the explanation of the phenomena. 
VOL. I. II 
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or nitrogen in this respect differs widely from the halogens. Although 
the form ClO, corresponds with NO, and CO,, yet the latter is the 
highest oxide of carbon, whilst that of nitrogen is N,O;, and for chlorine, 
if there was an anhydride of perchloric acid, its composition would be 
C1,0,, which is quite different from that of carbon. In respect to 
the furms of their compounds the halogens, like all elements of one 
family or group, are perfectly analogous te each other, as is seen from 
their hydrogen compounds : 


HF, HCl, HBr, HI. 


It is the same with their oxygen compounds. Only fluorine does 
not give any oxygen compounds. The iodine and bromine compounds 
corresponding with HC1O, and HCIO, are HBrO,; and HBrO,, HIO, 
and HIO,. On comparing the properties of these acids we can even 
foresee the fact that fluorine will not form any oxygen compound. In 
fact, iodine is easily oxidised—for instance, by nitric acid—whilst 
chlorine is not directly oxidised. The oxygen acids of iodine are com- 
paratively more stable than the acids of chlorine; and, generally 
speaking, the affinity of iodine for oxygen is much greater than that of 
chlorine. Here also bromine occupies an intermediate position. In 
fluorine we may expect a still smaller affinity for oxygen than in 
chlorine—and up to now it has not been combined with oxygen. If 
any oxygen compound of fluorine be obtained, it will be exceedingly 
unstable. The relation of these elements to hydrogen is the reverse 
of the above. Fluorine has so great an affinity for hydrogen that it 
decomposes water at the ordinary temperature: whilst iodine has so 
little affinity for hydrogen that hydriodic acid, HI, is formed with diffi- 
culty, is easily decomposed, and acts as a reducing agent in a number 
of cases. 

From the form of their compounds the halogens are untralent 
elements with respect to hydrogen and septivalent with respect to 
oxygen, if N be trivalent to hydrogen (it gives NH) and quinquivalent 
to oxygen (it gives N,O;), and if C be quadrivalent to both H and O as 
it farms CH, and CO.,,. 

As not only their oxygen compounds, but also their hydrogen com- 
pounds, have acid properties, the halogens are elements of an exclusively 
acid character. Such metals as sodium, potassium, barium only give 
basic oxides. In the case of nitrogen, although it forms acid oxides, 
still in ammonia we find that capacity to give an alkali with hydrogen 
which indicates a less distinctly acid character than in the halogens. 


In no other elements are the acid characters so strongly developed as 
in the halogens. 
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In describing certain peculiarities characterising the halogens, we 
shall at every step encounter a confirmation of the above-mentioned 
general relations. 

As fluorine decomposes water with the evolution of oxygen (which 
forms ozone if the temperature be not high), F,+H,O=2HF+0, 
therefore for a long time all efforts to obtain it in free state by means 
of methods similar to those for the preparation of chlorine proved fruit- 
less. Thus by the action of hydrofluoric acid on manganese peroxide, or 
by decomposing a solution of hydrofluoric acid by an electric current, 
either oxygen or a mixture of oxygen and fluorine were obtained instead 
of fluorine. Probably a certain quantity of fluorine ‘* was set free by 
the action of oxygen or an electric current on incandescent and fused 
calcium fluoride, but it then, at the high temperature, acted even on 
platinum, and was therefore absorbed, leaving only oxygen. When 
chlorine acted on silver fluoride, AgF, in a vessel of natural fluor spar, 
CaF, fluorine was also liberated ; but it was mixed with chlorine, and 
it was impossible to study the properties of the resultant gas. Brauner 
also obtained fluorine by igniting cerium fluoride, 2CeF, = 2CeF,+F, ; 
but this, like all preceding efforts, only showed fluorine to be a gas 
which decomposes water, and is capable of acting in a number of 
instances like chlorine, but gave no possibility of testing its properties. 
It was evident that it was necessary to avoid as far as possible the 
presence of water and a rise of temperature ; this Moissan succeeded 
in doing in 1886. He decomposed anhydrous hydrofluoric acid, liquefied 
at a temperature of —23° and contained in a U-shaped tube (to which 
a@ smal] quantity of potassium fluoride had been added to make it a 
better conductor), by the action of a powerful electric current (twenty 
Bunsen’s elements in series). Hydrogen was then evolved at the 
negative pole, and fluorine appeared at the positive pole (of iridium 
platinum) as a colourless gas which decomposed water with the forma- 
tion of ozone and hydrofluoric acid, and combined directly with silicon 
(forming silicon fluoride, SiF,), boron (forming BF), sulphur, &c. But 


It is most likely that in this experiment of Fremy's, which corresponds with the 
action of oxygen on calcium chloride, fluorine was set free, but that a converse reaction 
also proceeded, CaO + F.,.=CaF.,+ O—that is, the calcium distributed itself between the 
oxygen and fluorine. MnF,, which is capable of splitting up into MnF., and F,, is without 
doubt formed by the action of a strong solution of hydrofluoric acid on manganese per- 
oxide, but under the action of water the fluorine gives hydrofluoric acid, and probably 
this is aided by the affinity of the mangunese fluoride and hydrofluoric acid. In all the 
efforts (Davy, Knox, Louget, Fremy, Gore, and others) made to decompose fluorides 
(those of lead, silver, calcium, and others) by chlorine, there were doubtless also cases 
of distribution, a portion of the metal combined with chlorine and a portion of the fluorine 
was evolved; but it is improbable that there were pure results. Probably Fremy obtained 


fluorine, but it was not pure. 
11 2 
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the action of fluorine on metals at the ordinary temperature is com- 
paratively feeble, because the metallic fluoride formed coats the 
remaining mass of the metals ; it is, however, completely absorbed by 
iron. Hydrocarbons (for instance, naphtha), alcohol, &c., immediately 
absorb fluorine, with the formation of hydrofluoric acid. Fluorine when 
mixed with hydrogen easily explodes violently, forming hydrofluoric 


acid.*9 

Among the compounds of fluorine calcium fluoride, CaFy, is rather 
widely spread in nature as fluor spar,*® whilst cryolite, or aluminium 
sodium fluoride, Na,AlF., is found more rarely (in large masses in 
Greenland). Cryolite, like fluor spar, is also insoluble in water, and 
_ gives hydrofluoric acid with sulphuric acid. Small quantities of fluorine 
have also in a number of cases been found in the bodies of animals, in 
the blood, urine, and bones. If fluorides occur in the bodies of animals, 
they must have been introduced by food, and must occur in plants and 
water. And in reality river, and especially sea, water always contains 
a certain, although small, quantity of fluorine compounds. 


49 According to Moissan, fluorine is disengaged by the action of an electric current 
on fused hydrogen potassium fluoride, KHF,. The present state of chemical knowledge 
is such that the notion of an element with its properties is much more general than the 
notion of that element in the free state. It is profitable and agreeable to learn that even 
fluorine in the free state has not succeeded in eluding experiment and research, that the 
efforts to isolate it have been crowned with success, but the sum total of the general 
chemical data concerning fluorine as an element gain but little by this result. The gain 
will be augmented, however, if it be now possible to subject fluorine to a comparative 
study in relation to oxygen and chlorine. There is particular interest in the phenomena 
of the distribution of fluorine and oxygen, or fluorine and chlorine, competing under dif- 
ferent conditions and relations. 

5° It is called spar because it very frequently occurs as crystals of a clearly laminar 
structure, and is therefore easily split up into pieces bounded by planes. Itis called fluor 
spar because when used asa flux it renders ores fusible, owing to its reacting with silica, 
Si0,+ 2CaF,=2Ca0+SiF,; the silicon fluoride escapes as a gas and the lime combines 
with a further quantity of silica, and gives a vitreous slag. Fluor spar occurs in mineral 
veins and rocks, sometimes in considerable quantities. It always crystallises in the cubic 
system, sometimes in very large semitransparent cubic crystals, which are colourless or 
of different colours. It is insoluble in water. It melts under the action of heat, and 
crystallises on cooling. The sp. gr. is 81. When steam is passed over incandescent 
fluor spar, lime and hydrofluoric acid are formed: CaF.+ H,O=CaO0+2HF. A double 
decomposition is aleo easily produced by fusing fluor spar with sodium or potassium 
hydroxides, or potash, or even with their carbonates ; the fluorine then passes over to the 
potassium or sodium, and the oxygen to the calcium. In solutions—for example, 
Ca(NOs)o+ 2KF =CaF, (precipitate) +2KNOs; (in solution)—the formation of calcium 
fluoride takes place, owing to its very sparing solubility. 26000 parts of water dissolve 
one part of fluor spar. Fluorine in the form of calcium fluoride also enters into the 
composition of certain minerals: but in general the amount of fluorine in minerals is 
inconsiderable. Apatite is a mineral whose chief mass consists of calcium phosphate. 
Apatites sometimes contain no fluorine whatever, but only chlorine; whilst in other 
instances a certain amount of fluorine enters into their composition, in which casé the 
atomic proportion of chlorine is proportionately diminished. 
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Hydrofluoric acid, HF, cannot be obtained from fluor spar in glass 
retorts, because glass is acted on by and destroys the hydrofluoric acid. 
It is prepared in lead vessels, and when it is required pure, in platinum 
vessels, because lead in reality also acts on hydrofluoric acid, only very 
feebly at the surface, and when once a coating of fluoride and sulphate 
of lead is formed there is no further action. Powdered fluor spar 
and sulphuric acid evolve hydrofluoric acid (which fumes in the air) 
even at the ordinary temperature, CaF, +H,SO,=CaSO,+2HF. At 
130° fluor spar is completely decomposed by sulphuric acid. The acid is 
then evolved as vapour, which may be condensed by a freezing mixture 
into an anhydrous acid. The condensation is aided by pouring water 
into the receiver of the condenser, as the acid is easily soluble in cold 
water. 

In the liquid anhydrous form hydrofluoric acid boils at +19°, and 
its sp. gr. at 12:8°=0:9849.°' It dissolves in water with the evolution 
of a considerable amount of heat, and gives a solution of constant 
boiling point which distils over at 120°; hence the acid is able to 
combine with water. The specific gravity of the compound is 1°15, and 
its composition HF,2H,0.°? With an excess of water a dilute solu- 
tion first distils over. The aqueous solution and the acid itself must 
be kept in platinum vessels, but the dilute acid may be conveniently 
preserved in vessels made of various organic materials, such as gutta- 
percha, or even in glass vessels having an interior coating of paraffin. 
Hydrofluoric acid does not act on hydrocarbons and many other sub- 
stances, but it acts in a highly corrosive manner on metals, glass, porce- 
lain, and the majority of rock substances.*? It also corrodes the skin, 


5! According to Gore, hydrofluoric acid remains liquid when cooled to —34°. Fremy 
obtained anhydrous hydrofluoric acid by decomposing lead fluoride at a red heat, by 
hydrogen, or by heating the double salt HKF\., which easily crvstallises (in cubes) from 
a solution of hydrofluoric acid, half of which has been saturated with potassium hydroxide, 
or carbonate. 

33 This composition corresponds with the crystallo-hydrate HC1,2H,O. All the 
properties of hydrofluoric acid call to mind those of hydrochloric acid, and therefore the 
comparative ease with which hydrofluoric acid is liquefied (it boils at + 19°, hydrochloric 
acid at —385°), must be explained by a polymerisation taking place at low temperatures, 
as will be afterwards explained, H.F., being formed, and therefore in a liquid state it 
differs from hydrochloric acid, for which a phenomenon of a similar kind has not yet been 
observed. 

53 The corrosive action of hydrofluoric acid on glass and similar siliceous compounds 
is based upon the fact that it acts on silica, SiO, as we shall consider more fully in 
describing that compound, forming gaseous silicon fluoride, SiO, + 4HF =SiF,+2H,0. 
Silica, on the other hand, forms the binding (acid) element of glass and of the mass of 
mineral substances forming the salts of silica. When it is removed the bond is 
destroyed. This is made use of in practice, and the laboratory, for etching designs and 
scales, &c., on glass. In engraving on glass the surface is covered with a varnish com- 
posed of four parts of wax and one part of turpentine. This varnish is not acted on by 
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and is distinguished by its poisoneus properties, so that in working with 
the acid a strong draught must be kept up, to prevent the possibility of 
the fumes being inhaled. The non-metals do not act on hydrofluoric 
acid, but all metals—with the exception of mercury, silver, gold, and 
platinum, and, toa certain degree, lead—decompose it with the evolution 
of gaseous hydrogen. With bases it directly gives metallic fluorides, 
and behaves in many respects like hydrochloric acid. There are, how- 
ever, several distinct individual differences, which are furthermore 
much greater than those between hydrochloric, hydrobromic, and 
hydriodic acids. Thus the silver compounds of the latter are in- 

soluble in water, whilst silver fluoride is moderately soluble. Calcium 

fluoride, on the contrary, is insoluble in water, whilst calcium chloride, 

bromide, and iodide are not only soluble, but attract water with great 

energy, owing to which gases are frequently dried by passing them 

over calcium chloride. Neither hydrochloric, nor hydrobromic, nor 
hydriodic acid acts on sand and glass, whilst hydrofluoric acid corrodes 
them, forming gaseous silicon fluoride. The other halogen acids only 

form normal salts, KCl, NaCl, with Na or K, whilst hydrofluoric acid 

gives acid salts, for instance HKF, (and by dissolving KF in liquid 

HF, KHF,2HF is obtained). This latter property is in close connec- 

tion with the fact that at the ordinary temperature the vapour density 

of hydrofluoric acid is nearly 20, which corresponds with a formula 

H,F,, as Mallet (1881) showed ; but a depolymerisation occurs with a 

rise of temperature, and the density approaches 10, which answers to 

the formula HF.” 

The analogy between chlorine and the other two halogens, bromine 


hydrofluoric acid, and it is soft enough to allow designs being drawn upon it whose lines 
lay bare the glass. The drawing is made with a steel point, and the glass is afterwards 
laid in a lead trough in which a mixture of fluor spar and sulphuric acid is placed. 
The sulphuric acid must be taken in considerable excess, as otherwise transparent lines 
are obtained (owing to the formation of hydrofluosilicic acid). After being exposed 
for some time, the varnish is removed (melted), and the design drawn by the steel 
point is found reproduced in dull lines. The drawing may be also made by the direct 
application of a mixture of a silicotluoride and sulphuric acid, which forms hydrofluoric 
acid. In the laboratory a solution of hydrofluoric acid or its fumes is employed for 
decomposing siliceous substances which are insoluble in ordinary acids, or else they are 
fused with the salts KHF., or NH,F. 

* Mallet (1881) determined the density at 30° and 100°, previous to which Gore 
(1869) had determined the vapour density at 100°, whilst Thorpe and Hambly (188s) 
made fourteen determinations between 26° and 83°, and showed that within this limit of 
temperature the density gradually diminishes, just like the vapour of acetic acid. 
The capacity of HF to polymerise into H,F, is probably connected with the property 
of many fluorides of forming acids with HF—for example, KHF, and H,SiFs. We 
saw above that HCl has the same property (forming, for instance, H,PtClg, &e., p. 450), 
and hence this property of hydrofluoric acid does not stand isolated from the properties 
ef the other halogens. 
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and iodine, is much more perfect. Not only have their hydrates or 
halogen acids much in common, but they themselves resemble chlorine 
in many respects, and even the properties of the corresponding 
metallic compounds of bromine and iodine are very much alike. Thus 
the chlorides, bromides, and iodides of sodium and potassium crystallise 
in the cubic system, and are soluble in water; the chlorides of calcium, 
aluminium, magnesium, and barium are soluble in water, like the 
bromides and iodides of these metals. The iodides and bromides of 
silver and lead are sparingly soluble in water, like the chlorides of 
these metals. Besides which even the oxygen compounds of bromine 
and iodine present a very strong analogy to the corresponding compounds 
of chlorine. A hypobromous acid is known corresponding with hypo- 
chlorous acid. The salts of this acid have the same bleaching property 


5° For instance, the experiment with Dutch metal foil (Note 16) may be made with 
bromine just as well as with chlorine. A very instructive experiment on the direct com- 
bination of the halogens with metals may be made by throwing a small piece (a shaving) of 
aluminium into a vessel containing liquid bromine; the aluminium, being lighter, floats 
on the bromine, and after a certain time reaction sets in accompanied by the evolution 
of heat, light, and fumes of bromine. The incandescent piece of metal moves rapidly 
over the surface of the bromine in which the resultant aluminium bromide is dissolved. 
It was in this manner that Gustavson prepared that mixture of bromine and aluminium 
bromide which reacts by metalepsis with the greatest ease in those cases when bromine 
by itself is not able to bring about metalepsis, or else only acts very slowly, as, for 
instance, with benzene, CgHg. When drops of this hydrocarbon are added to bromine 
containing aluminium bromide, they immediately give a mass of hydrobromic acid and 
of the product-of metalepsis. Gustavson showed that the cause of this facility of 
reaction must be looked for in the capacity of aluminium bromide to form an unstable 
compound with the products of reaction which are formed. For the sake of comparison 
we will proceed to cite several thermochemical data (Thomsen) for analogous actions of 
(1) chlorine, (2) bromine, and (3) iodine, with respect to metals; the halogen being 
expressed by the symbol X, and the sign plus connecting the reacting substances. All 
the figures are given in thousands of calories, and refer to molecular quantities in 
grams and to the ordinary temperature :— 


1 2 3 
Ky +X, 211 191 160 
Nay + X, 195 172 138 
Agot+ Xq 59 45 28 
Hy. + X, 88 68 48 
Hy +X, 63 51 34 
Ca +X, 170 141 _ 
Ba + Xy 195 170 = 
Zn +Xq 97 76 49 
Pb +X, 83 64 40 
Al +X; 161 120 70 


We may remark that the latent heat of vaporisation of the molecular weight Br, is about 
7°2, and of iodine 6°0 thousand heat units, whilst the latent heat of fusion of Br, is about 
0'8, and of I, about 8°0 thousand heat units. From this it is evident that the difference 
between the amounts of heat evolved does not depend on the difference in physical state. 
For instance, the vapour of iodine in combining with Zn to form ZnlI, would give 
48+8+3, or about sixty thousand heat units, or 14 times less than Zn +Cl,, 
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as the salts of hypochlorous acid. The higher oxygen acids of iodine, 
bromine, and chlorine are closely analogous to each other. Iodine was 
discovered in 1811 by Courtois in kelp, and was soon investigated by 
Clement, Gay-Lussac, and Davy. Bromine was discovered in 1826 by 
Balard in the mother liquor of sea water. 

Bromine and iodine, like chlorine, occur in sea water in combina- 
tion with metals. However, the amount of bromides, and especially 
of iodides, in sea water is so small that their presence can only be 
discovered by means of sensitive reactions.*© In the extraction of salt 
from sea water the bromides remain in the mother liquor, and can be 
obtained therefrom ; this method is, however, rarely employed on a 
large scale, as other and richer sources are known for the extraction of 
this substance. Iodine and bromine also occur combined with silver, in 
admixture with silver chloride, as a rare ore which is mainly found in 
America. Certain mineral waters (those of Kreuznach and Schénebeck) 
contain metallic bromides and iodides, always in admixture with an 
excess of sodium chloride. Those upper strata of the Stassfurt rock 
salt (Chapter X.) which are a source of potassium salts also contain 
metallic bromides,*” which collect in the mother liquors left after the 
crystallisation of the potassium salts; and this now forms the chief 
source (together with certain American springs) of the bromine in 
common use. Bromine may be easily liberated from a mixture of 
bromides and chlorides, owing to the fact that chlorine displaces 
bromine from its compounds with sodium, magnesium, calcium, &. A 
colourless solution of bromides and chlorides turns an orange colour 
after the passage of chlorine, owing to the disengagement of bromine.*® 
Bromine may be extracted on a large scale by a similar method, but it 


56 One litre of sea water contains about 20 grams of chlorine, and about 0°07 grams 
of bromine. The Dead Sea contains about ten times as much. 

67 But there is no iodine in Stassfurt carnallite. 

58 The chlorine must not, however, be in large excess, as otherwise the bromine 
would contain chlorine. Commercial bromine not unfrequently contains chlorine, as 
bromine chloride ; this is more soluble in water than bromine, which may thus be freed 
from it. To obtain pure bromine the commercial bromine is washed with water, dried 
by sulphuric acid, and distilled, the portion coming over at 58° being collected ; the 
greater part is then converted into potassium bromide and dissolved, and the re- 
mainder is added to the solution in order to separate iodine, which is removed by 
shaking with carbon bisulphide. By heating the potassium bromide thus obtained with 
manganese peroxide and sulphuric acid, bromine is obtained quite free from iodine, 
which, however, is not present in certain kinds of commercial bromine (the Stassfurt, 
for instance). By treatment with potash, the bromine is then converted into a mixture 
of potassium bromide and bromate, and the mixture (which is in the proportion given in 
the equation) is distilled with sulphuric acid, bromine being then evolved: 5K Br + KBrO, 
+ 6H,SO,=6KHSO,+8H.,0+3Br,. After dissolving the bromine in a strong solution 
of calcium bromide and precipitating with an excess of water, it loses all the chlorine it 
contained, because chlorine forms calcium chloride with CaBro. 
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is simpler to add a small quantity of manganese peroxide and sulphuric 
acid to the mother liquid direct. This sets free a portion of the chlorine, 
and this chlorine liberates the bromine. Bromine is a dark brown 
liquid, giving brown fumes, and having a poisonous suffocating smell, 
from whence its name (from the Greek Bpapos, signifying evil smelling). 
The vapour density of bromine shows that its molecule is Br,. In the 
cold bromine freezes into brown-grey scales like iodine. The melting 
point of pure bromine is —7:05°.°9 The density of liquid bromine at 0° 
is 3°187, and at 15° about 3:0. The boiling point of bromine is about. 
587° ; it is generally purified by distillation. Bromine, like chlorine, is 
soluble in water ; 1 part of bromine at 5° requires 27 parts of water, 
and at 15° 29 parts of water. The aqueous solution of bromine is of 
an orange colour, and when cooled’to —2° yields crystals containing 10 
molecules of water to 1 molecule of bromine.®® Alcohol dissolves a 


59 There has long existed a difference of opinion as to the melting point of pure 
bromine. By some (Regnault, Pierre) it was given as between —7° and — 8°, and by others 
(Balard, Liebig, Quincke, Baumhauer) as between — 20° and —25°. There is now no doubt, 
thanks more especially to the researches of Ramsay and Young (1885), that pure bromine 
melts atabout —7°. This figure is not only established by direct experiment (Van der 
Plaats confirmed it) but also by means of the determination of the vapour tensions. For 
solid bromine the vapour tension p. in mm. at ¢ was found to be— 


p= 20 25 30 35 40 45mm. 
t= -166° —14° —12° —10° —~ 85° — 7? 


For liquid bromine— 


p= 50 100 200 400 600 760 mm. 
t= — 50° + 82° 23°4° 40°49 51:9° 68°7° 


These curves intersect at —7°05. Besides which, in comparing the vapour tension of 
many liquids (for example, those given in Chapter II. Note 27), Ramsay and Young 
observed that the ratio of the absolute temperatures (¢+ 278) corresponding with equal 
tension varies for every pair of substances in rectilinear proportion in dependence upon ¢, 
and, therefore, for the above pressure p, Ramsay and Young determined the ratio of 
¢ +278 for water and bromine, and found that the straight lines expressing these ratios 
for liquid and solid bromine intersect also at 7°05°; thus, for example, for solid bromine— 


p= 20 25 30 "85 40 45 
278 +t = 256°4 259 261 263 264°6 266 
273 +t! = 9958 299 302°1 804°8 807°2 809°3 

c= 1:152 1:154 1°157 1:159 1:161 1168 


where ¢’ indicates the temperature of water corresponding with a vapour tension p, and 
where c is the ratio of 273+ ¢’ to 278+¢. The magnitude of cis evidently expressed with 
great accuracy by the straight line c=1°1703+0°0011¢. In exactly the same way we find 
the ratio for liquid bromine and water to be c;=1:1585+0°00057¢. The intersection of 
these straight lines in fact corresponds with —7:06°, which again confirms the melting 
point given above for bromine. In this manner it is possible with the existing store of 
data to accurately establish and verify the melting point of substances. Ramsay and 
Young established the thermal constants of iodine by exactly the same method. 

60 The observations made by Paterno and Nasini (by Raoult’s method, Chapter I. 
Note 49) on the temperature of the formation of ice (— 1°115°, with 1:391 grams of bromine 
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greater quantity of bromine, and ether a still greater amount. But 
after a certain time products of the action of the bromine on these 
organic substances are formed in the solutions. Aqueous solutions of 
the bromides also absorb a large amount of bromine. 

With respect to todine, it is almost exclusively extracted from the 
mother liquors after the crystallisation of natural sodium nitrate (Chili 
saltpetre) and the ashes of the sea-weed cast upon the shores of France, 
Great Britain, and Spain, sometimes in considerable quantities, by. the 
high tides. The majority of these sea-weeds are of the genera Fucus, 
Laminaria, &c. The fused ashes of these sea-weeds are called ‘ kelp’ 
in Scotland and ‘varec’ in Normandy. A somewhat considerable 
quantity of iodine is contained in these sea-weeds. After being burnt 
(or subjected to dry distillation) an ash is left which chiefly contains 
salts of potassium, sodium, and calcium. The metals occur in the sea- 
weed as salts of organic acids. On being burnt these organic salts are 
decomposed, forming carbonates of potassium and sodium. Hence, 
sodium carbonate is found in the ash of sea plants. The ash is dissolved 
in hot water, and on evaporation sodium carbonate and other salts 
separate, but a portion of the substances remains in solution. These 
mother liquors left after the separation of the sodium carbonate contain 
chlorine, bromine, and iodine in combination with metals, the chlorine 
and iodine being in excess of the bromine. 13000 kilos. of kelp give 
about 1000 kilos. of sodium carbonate and 15 kilos. of iodine. 

The liberation of the iodine from the mother liquor 1s accomplished 
with comparative ease, because chlorine disengages iodine from potas- 
sium iodide and its other combinations with the metals. Not only 
chlorine, but also sulphuric acid, liberates iodine from sodium iodide. 
Sulphuric acid, in acting on an iodide, sets hydriodic acid free, but the 
latter easily decomposes, especially in the presence of substances capable 
of evolving oxygen, such as chromic acid, nitrous acid, and even ferric 
salts.61 Owing to its sparing solubility in water, the iodine liberated 
in 100 grams of water) in an aqueous solution of bromine, showed that bromine is contained 
in solutions as the molecule Br,. Similar experiments conducted on iodine show that 
the molecule in different solvents is of different complexity. 

B. Roozeboom investigated the hydrate of bromine as completely as the hydrate of 
chlorine (Notes 9, 10). The temperature of the complete decomposition of the hydrate is 
+6:2°; the density of Br.,10H2O = 1°49. 

61 In general, 2HI +O=I1,+ H,O, if the oxygen proceed from a substance from which 
it is easily evolved. For this reason compounds corresponding with the higher stages of 
oxidation or chlorination frequently give a lower stage when treated with hydriodic acid. 
Ferric oxide, Fe,QOs, is a higher oxide, and ferrous oxide, FeO, a lower oxide; the former 
corresponds with FeX;, and the latter with FeX,, and this passage from the higher to the 
lower takes place under the action of hydriodic acid. Thus hydrogen peroxide and 


ozone (Chapter IV.) are able to liberate iodine from hydriodic acid. Compounds of copper 
oxide, CuO or CuX,, give compounds of the suboxide CuO, or CuX. Even sulphuric acid, 
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separates as a precipitate. To obtain pure iodine it is enough to distil 
it, and neglect the first and last portions of the distillate, the middle 
portion only being collected. Iodine passes directly from a state of 
vapour into a crystalline form, and settles on the cool portions of the 
apparatus in tabular crystals, having a black grey colour and metallic 
lustre. 

The specific gravity of the crystals of iodine is 4°95. It melts at 
114° and boils at 184°. Its vapour is formed at a much lower tempera- 
ture, and is of a violet colour, from whence iodine receives its name. 
The smell of iodine calls to mind the characteristic smell of hypochlorous 
acid ; it has a sharp sour taste. It destroys the skin and organs of the 
body, and is therefore frequently employed for cauterising and as an 
irritant for the skin. In small quantities it turns the skin brown, but 
the coloration disappears after a certain time, partly owing to the 
volatility of the iodine. Water dissolves only ;,',, part of iodine. A 
brown solution is thus obtained, which bleaches, but much more feebly 
than bromine and chlorine. Water which contains salts, and especially 
iodides, in solution dissolves iodine in considerable quantities, and the 
resultant solution is of a dark brown colour. Pure alcohol dissolves a 
small amount of iodine, and in so doing acquires a brown colour, but 
the solubility of iodine is considerably increased by the presence of a 
small quantity of an iodine compound—for instance, ethyl] iodide—in the 
alcohol.** Ether dissolves a larger amount of iodine than alcohol ; but 


which corresponds to the higher stage SO., is able to act thus, forming the lower oxide 
SO,. The liberation of iodine from hydriodic acid proceeds with still greater ease under 
the action of substances capable of disengaging oxygen. In practice, many methods 
are employed for liberating iodine from acid liquids containing, for example, sulphuric 
acid and hydriodic acid. The higher oxides of nitrogen are most commonly used; they 
then pass into nitric oxide. Iodine may even be disengaged from hydriodic acid by the 
action of iodic acid, &c. But there is a limit in these reactions of the oxidation of hydri- 
odic acid because, under certain conditions, especially in dilute solutions, the iodine set 
free is itself able to actas an oxidising agent—that is, it evinces in itself the character 
of chlorine, and of the halogens in general, to which we shall again have occasion to 
refer. 

6? For the ultimate purification of iodine, Stas dissolves it in a strong solution of 
potassium iodide, and precipitates it by the addition of water (see Note 53). 

© The solubility of iodine in solutions containing oxides, and compounds of iodine in 
general, may serve, on the one hand, as an indication that solution is called forth by 
analogy (p. 70), and, on the other hand, as an indirect proof of that view as to solutions 
which was cited in Chapter I., because in many instances unstable highly-iodised com- 
pounds, resembling crystallo-hydrates, have been obtained from such solutions. Thus 
iodide of tetramethylammonium N(CH;),I, combines with I,and1l,. Even a solution of 
iodine in a saturated solution of potassium iodide presents traces of the formation of a 
definite compound KI;. Thus, an alcoholic solution of KI, does not give up iodine to 
earbon bisulphide, although this solvent takes up iodine from an alcoholic solution of 
iodine itself (Girault, Jorgensen, and others). The instability of these compounds resem- 
bles the instability of many crystallo-hydrates, for instance of HC1,2H,O. 
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iodine is particularly soluble in liquid hydrocarbons, in carbon bisulphide, 
and in chloroform. <A small quantity of iodine dissolved in carbon 
bisulphide tints it rose-colour, but in a somewhat larger amount it 
gives a violet colour. Chloroform (quite free from alcohol) is also 
tinted rose colour by a small amount of iodine. This gives an 
easy means for detecting the presence of free iodine in small quan- 
tities. The coloration which free iodine gives with starch may 
also, as has already been frequently mentioned, serve for the detection 
of iodine. 

If we compare the four elements, fluorine, chlorine, bromine, and 
iodine, we see in them an example of analogous substances which 
arrange themselves by their physical properties in the same order as 
they stand in respect to their atomic and molecular weights. If the 
weight of the molecule be large, the substance has a higher specific 
gravity, a higher melting and boiling point, and a whole series of pro- 
perties depending on this difference in its fundamental properties. <A 
large atomic weight should determine a larger affinity between the 
molecules, and consequently a greater difficulty in their division and a 
greater attraction between them. We meet a very evident example 
in question in polymeric compounds ; for instance, in the hydrocarbons 
expressed by the formula, C,H,, : C,H,,C3;H, are gases, those having a 
greater molecular weight—for instance, C,H», C;H,,, &c.—are liquids, 
and those of a still greater molecular weight are solids. The same rela- 
tion is found in the above-named four elements. Chlorine in a free 
state boils at about — 35°, bromine boils at 60°, and iodine only above 
180°. According to Avogadro-Gerhardt’s law, the vapour densities 
of these elements in a gaseous state are proportional to their atomic 
weights, and here, at all events approximately, the densities in a liquid 
(solid) state are also almost in the ratio of their atomic weights. 
Dividing the atomic weight of chlorine (35-5) by its sp. gr. in a liquid 
state (1:3), we obtain a volume = 27, for bromine (80 /3°1) 26, as also 
for iodine (127 /4-9) 26.54 

The metallic bromides and iodides are in the majority of cases and 


¢f The equality of the atomic volumes of the halogens themselves is all the more 
remarkable because in All the halogen compounds the volume augments with the substitu- 
tion of fluorine by chlorine, bromine, and iodine. Thus, for example, the volume of 
sodium fluoride (obtained by dividing the weight expressed by its formula by its specific 
gravity) is about 15, of sodium chloride 27, of sodium bromide 82, and of sodium 
iodide 41. The volume of silicon chloroform, SiHC];, and of the corresponding bromine 
and iodine compounds, are 82, 108, and 122 respectively. So in solutions, for example, 
NaCl + 200H,O has a sp. gr. (at 15° 4°) of 10106, consequently the volume of the solution 
3658°5/1°0106 = 3620, hence the volume of sodium chloride in solution =3620— 36038 (this is 
the vol. of 200 H,0)=17. So also in similar solutions, NaBr=26 and NaI =85. 
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respects analogous to the corresponding chlorides, but chlorine displaces 
the bromine and iodine from them, and bromine liberates iodine from 
iodides, which is taken advantage of in the preparation of these halogens. 
However, the researches of Potilitzin showed that a reverse displace- 
ment of chlorine by bromine may occur both in solutions of and in 
ignited metallic chlorides in an atmosphere of bromine vapour—that is, 
a distribution of the metal (according to Berthollet’s doctrine) takes 
place between the halogens, although, however, the larger portion still 
unites with the chlorine, which shows its greater affinity for metals as 
compared with that of bromine and iodine. The latter, however, 


63 But the density (and even volume, Note 64) of a bromine compound is always 
greater than that of a chlorine compound, whilst that of an iodine compound is still 
greater. The order is the same in many other respects. For example, an iodine com- 
pound has a higher boiling point than a bromine compound, «c. 

66 A_I,. Potilitzin showed that in heating various metallic chlorides in aclosed tube, with 
an equivalent quantity of bromine, a distribution of the metal between the halogens always 
occurs, and that the amounts of chlorine replaced by the bromine in the ultimate product 
are proportional to the atomic weights of the metals taken and inversely proportional to 
their equivalency. Thus, if NaCl+ Br be taken, then out of 100 parts of chlorine, 5°54 are 
replaced by the bromine, whilst if AgCl+Br be taken, the 27:28 parts are replaced. 
These figures are in the ratio : 4°9, but the atomic weights Na: Ag=1:4°7. In general 
terms, if a chloride MCl, be taken, then it gives with nBr a percentage substitution 
=4M/n?, where M is the atomic weight of the metal. This law was deduced from observa- 
tions on the chlorides of Li, K, Na, Ag (n=1), Ca, Sr, Ba, Co, Ni, Hg, Pb (n= 2), Bi(n=8), 
Sn (n= 4), and Feg (=6). 

In these determinations of Potilitzin we see not only a brilliant confirmation of 
Berthollet’s doctrine, but also the first effort (there have been no similar determinations 
since 1879) to directly determine the affinities of elements by means of displacement. The 
chief object of these researches consisted in proving whether a displacement occurs in 
those cases where heat is absorbed, and in this instance it should be absorbed, because 
the formation of all metallic bromides is attended with the evolution of less heat than 
that of the chlorides, as is seen by the figures given in Note 55. Among the results of 
other researches made by Potilitzin in the same direction, it is necessary to turn atten- 
tion to the following. 

If the mass of the bromine be increased, then the amount of chlorine displaced also 
increases. For example, if masses of bromine of 1 and 4 equivalents act on a molecule of 
sodium chloride, then the percentages of the chlorine displaced will be 6-08 p.c. and 
12°46 p.c.; inthe action of 1, 4, 9, 16, 25, and 100 molecules of bromine on a molecule of 
barium chloride, there will be displaced 7°8, 17°6, 23°5, 81°0, 35°0, and 45°0 p.c. of chlorine. 
If an equivalent quantity of hydrochloric acid act on metallic bromides in closed tubes, and 
in the absence of water at a temperature of 800°, then the percentages of the substitution 
of the bromine by the chlorine in the double decomposition taking place between univalent 
metals are inversely proportional to their atomic weights. For example, NaBr + HCl gives 
at the limit 21 p.c. of displacement, KC] 12 p.c. and AgCl 144 p.c. Essentially the same 
takes place in an aqueous solution, although the phenomena is complicated by the parti- 
cipation of the water. The reactions proceed of themselves in one or the other direction 
at the ordinary temperature but at different rates. In the action of a dilute solution (1 
equivalent per 5 litres) of sodium chloride on silver bromide at the ordinary tempera- 
ture, 2°07 p.c. of bromine is replaced in six and a half days, with potassium chloride 
15 p.c. With an excess of the chloride the magnitude of the substitution increases; 
with four equivalents it is 4°95 p.c. in nine days. In the action of 9 grams of sodium 
chloride on 1:1 grams of silver bromide, 9°69 p.c. of bromine is replaced in thirteen days. 
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sometimes behave with respect to metallic oxides in exactly the same 
manner as chlorine. Gay-Lussac, by igniting potassium carbonate in 
iodine vapour, obtained (as with chlorine) an evolution of oxygen and 
carbonic anhydride, K,CO; + I, = 2KI + CO, + O, only the reac- 
tions between the halogens and oxygen are more easily reversible with 
bromine and iodine than with chlorine. Thus, at a red heat oxygen 
displaces iodine from barium iodide (besides which the reaction is 
here complicated by iodine being more easily oxidised than chlorine). 
Aluminium iodide burns in a current of oxygen (Deville and Troost), 
and a similar, although not so highly developed, relation exists for 
aluminium choride, and shows that the halogens have a distinctly 
smaller affinity for metals which only form feeble bases. This refers to 
a still greater extent to non-metals, which form acids and evolve much 
more heat with oxygen than the halogens. But in all these instances 
the affinity (and amount of heat evolved) of iodine and bromine is less 
than that of chlorine, probably because the atomic weights are greater, 
whilst the properties of the atoms of all the halogens are analogous. 
The smaller store of energy in iodine and bromine is seen still more 
clearly in the relation of the halogens to hydrogen. In a gaseous state 
they all enter, with more or less ease, into direct combination with 
gaseous hydrogen—for example, in the presence of spongy platinum, 
forming halogen acids, HX—but the latter are far from being equally 
stable ; hydrogen chloride is the most stable, hydrogen iodide the least 
so, and hydrogen bromide occupies an intermediate position. A very 
strong heat is required to only partially decompose hydrogen chloride, 


These conversions also proceed with the absorption of heat. The reverse reactions 
evolving heat proceed incomparably more rapidly, but also to a certain limit; for example, 
in the reaction AgC1+RBr the following percentages of silver bromide are formed in 


different times: 


hours 2 8 22 96 120 
K 79°82 87°4 88°22 — 94°21 
Na &3'°63 90°74 91°70 95°49 —_ 


Consequently, the conversions which are accompanied by this evolution of heat proceed 
with very much greater rapidity than the reverse conversions. If the rates at the 
commencement of the first reactions be placed side by side with the amounts of heat 
evolved by them, then «a perfect conformity is seen to exist between the data. In the 
reaction between AgCl and KBr 38°5 thousand heat units are evolved,-and the rate of 
this reaction in the first two hours is expressed by the formation of 79°8 p.c.of bromide of 
silver; if NaBr act on AgCl, then 4°3 thousand heat units are evolved, and the rate 
during the first two hours is 83°2 p.c. This conformity between the rate of reaction and 
the thermal figures is also remarked for other compounds. This shows that the thermal 
figures are not equivalent to the entire work of affinity, but are only proportional to the 
first rates of reactions. This explains why 4t is possible upon their basis to foresee the 
direction of the dominating reaction in a complex medium, but impossible to foretell in 


what direction the reaction will proceed. 
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whilst hydrogen iodide is decomposed by light at even the ordinary 
temperature, and very easily by a red heat. And therefore the reaction 
I, + H, = HI + HI is very easily reversible, and consequently has a 
limit, and hydrogen iodide easily dissociates.*7 Judging by the direct 
measurement of the heat evolved, the conversion of 2HCl! into H,+Cl, 
requires the expenditure of 44000 heat units (because the formation of 
HCl evolves 22000 heat units). The decomposition of 2HBr into 
H, + Br, requires, if the bromine is obtained in a gaseous state, a 
consumption of only about 24000 units, and in the decomposition 
of 2HI into H, + I, as vapour about 3000 heat units are evolved,®* 
which, without doubt, stands in causal connection with the great 


67 The dissociation of hydriodic acid has been studied in detail by Hautefeuille and 
Lemoine, from whose researches we will extract the following information. The decompo- 
sition of hydriodic acid is distinct, but proceeds slowly at 180° ; the rate and limit of de- 
composition increases with a rise of temperature The reverse action is the same—that 
is, I,+ H, forms 2HI, not only under the influence of spongy platinum (Corenwinder), 
which also accelerates the decomposition of hydriodic acid, but it also proceeds by itself, 
although slowly. The limit of the reverse reaction remains the same with or without 
spongy platinum. An increase of pressure has a very powerful accelerative effect on the 
rate of the reaction of the formation of hydriodic acid, and therefore spongy platinum by 
condensing gases has the same effect as increase of pressure. At the atmospheric pressure 
the decomposition of hydriodic acid reaches the below-mentioned limit at 250° in several 
months, and at 44° in several hours. The limit at 250° is about 14 p.c. of decomposition 
—that is, out of 100 parts of hydrogen previously combined in hydriodic acid, about 
10 p.c. may be disengaged at this temperature (this hydrogen may be easily measured, 
and the measure of dissociation determined), but not more; the limit at 440° is about 
26 p.c. If the pressure under which 2HI passes into H., + I, be 4§ atmospheres, then the 
limit is 24 p.c.; under a pressure of 4 atmosphere the limit is 29 p.c. The small influence 
of pressure on the dissociation of hydriodic acid (compared with N.O,, Chap. VI. Note 
46) is due to the fact that the reaction 3HI=I,+H, is not accompanied by a change of 
volume, and probably the existing differences are determined by deviations from Boyle- 
Mariotte’s law. In order to show the influence of time, we will cite the following figures 
referring to 850° ; 1. Reaction H., + I.,, 3 hours, 88 p.c. of hydrogen remained free ; 8 hours, 
69 p.c.; 84 hours, 48 p.c.; 76 hours, 29 p.c.; and 327 hours, 18°5 p.c. of hydrogen remained 
in a free state. 2. The reverse decomposition of 2HI,9 hours, 3 p.c. of hydrogen set free, 
and after 250 hours 18'6 p.c. of hydrogen became free—that is, the limit was reached. The 
addition of extraneous hydrogen diminishes the limit of the reaction of decomposition, or 
increases the formation of hydriodic acid from iodine and hydrogen, as would be expected 
from Berthollet’s doctrine (Chap. X.). Thus at 440° 26 p.c. of hydriodic acid is decom- 
posed if there be no admixture of hydrogen, while if H., be added, then at the limit half 
as small a mass of HI is decomposed. Therefore, if an infinite mass of hydrogen be 
taken there will be no decomposition of the hydriodic acid. Light aids the decompo. 
sition of hydriodic acid very powerfully. At the ordinary temperature 80 p.c. is decom- 
posed under the influence of light, whilst under the influence of heat alone this limit 
corresponds with a very high temperature. The distinct action of light, spongy platinum, 
and of imperfect cleanliness in glass (especially of sodium sulphate, which destroys 
hydriodic acid), not only render the investigations difficult, but also show that in reactions 
like 2HI=1,+H,, which are accompanied by slight heat effects, all foreign and feeble 
influences may deeply affect the process of the phenomenon (Note 47). 

68 The thermal determinations of Thomsen (at 18°) gave in thousands of calories, 
Cl+H= +22, HCl+Aq (that is, a large amount of water dissolves HCl) = +17°8, and 
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stability of hydrogen chloride, the easy decomposability of hydrogen 
iodide, and the intermediate properties of hydrogen bromide. From 
this it would be expected that chlorine is capable of decomposing water 
with the evolution of oxygen, whilst iodine has not the energy to 
produce this disengagement, although it is able to liberate the oxygen 
from the oxides of potassium and sodium, as the affinity of these metals 
for the halogens is very considerable. For this reason oxygen, especially 
in compounds from which it can be evolved (for instance, CIHO, CrO3, 
&c.), easily decomposes hydrogen iodide. A mixture of hydrogen iodide 
and oxygen burns in the presence of an ignited substance, forming 
water and iodine. Drops of nitric acid in an atmosphere of hydrogen 
iodide produce the disengagement of violet fumes of iodine and brown 
fumes of nitric peroxide. In the presence of alkalis and an excess of 
water, however, iodine is able to produce oxidation like chlorine—that is, 
it decomposes water ; the action is here aided by the affinity of hydrogen 
iodide for the alkali and water, just as sulphuric acid helps zinc to decom- 
pose water. But the relative instability of hydriodic acid is best seen in 
_ comparing the acids in a gaseous state. If the halogen acids be dissolved 
in water, they evolve so much heat that they approach much nearer 
to each other in properties. This is seen from’thermochemical data, 
because in the formation of HX in solution (in a large excess of water) 
from the gaseows elements there is evolved for HCl 39000, for HBr 22000, 


therefore H+Cl+Aq= +389°3. In taking molecules, all these figures must be doubled. 
Br+H= +84; HBr+ Aq=199; H+Br+Aq= +283. According to Berthelot 7:2 go 
to the vaporisation of Br,, hence Br,+H,=16'8+72= +24, if Brg be taken as vapour 
for comparison with Cl. H+I= —6°0, HI+Aq=192; H+I+Aq= +183°2, and, accord- 
ing to Berthelot, the heat of fusion of I,=8°0, and of vaporisation 6:0 thousand heat units, 
and therefore I, + H,= —2(6:0)+8+6= —3-0, if the iodine be taken as vapour. Berthelot, 
on the basis of his determinations, gives, however, +0°8 thousand heat units. Similar 
contradictory results are often met with in thermochemistry with the imperfection of 
the existing methods, and depend on the necessity of obtaining the fundamental figures 
by an indirect method. Thus Thomsen decomposed a dilute solution of potassium iodide 
by gaseous chlorine; the reaction gave +26°2, whence, having first determined the heat 
effects of the reactions KHO+ HCl, KHO+HI and Cl+H in aqueous solutions, it was 
possible to find H+I+Aq; then, knowing HI+ Aq, to find I+H. Itis evident that the 
unavoidable errors may multiply themselves. 

69 One would think, however, that on the basis of Berthollet’s doctrine, and the obser- 
vations of Potilitzin (Note 66), a certain trace of slow decomposition of water by iodine 
may exist. In this sense the observations of Dossios and Weith on the fact that the 
-solubility of iodine in water increases after lapse of several months, will be comprehen- 
sible. Hydriodic acid is then formed, and it increases the solubility. If the iodine be 
extracted from such a solution by carbon bisulphide, then, as the authors showed, after 
the action of nitrous anhydride, iodine may be again found in the solution by means of 
starch, One can easily imagine that a number of like reactions, requiring much time and 
taking place in small quantities, have up to now eluded the attention of investigators 
who even still doubt the universal application of Berthollet’s doctrine, or only see the 
thermochemical side of reactions, or else neglect to pay attention to the element of time 
-and the influence of mass. 
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and for HI 18000 heat units.7° But this is especially evident from 
the fact that solutions of hydrogen bromide and iodide in water have 
many points in common with solutions of hydrogen chloride, both in 
their capacity to form hydrates, fuming solutions of constant boiling 
point, and in their capacity to form haloid salts, &., by reacting on 
bases. 

In consequence of what has been said above, it follows that hydro- 
bromic and hydriodic acids, being substances which are but slightly 
stable, cannot be evolved in a gaseous state under many of those condi- 
tions under which hydrochloric acid is formed. Thus if sulphuric acid 
in solution acts on sodium iodide, all the same phenomena take place as 
with sodium chloride (a portion of the sodium iodide gives hydriodic 
acid, and all remains in solution), but if sodium iodide be mixed with 
strong sulphuric acid, then its oxygen decomposes the hydriodic acid 
set free with liberation of iodine, H,SO, + 2HI = 2H,0 + SO, + L,. 
This reaction proceeds in the reverse direction in the presence of a mass 
of water (2000 parts of water per 1 part of SO,), in which not only the 
affinity of hydriodic acid for water evinces itself, but also the direct 
participation of water in the direction of chemical reactions accomplished 
through its medium.’! Therefore, having a halogen salt, it is easy to 
obtain gaseous hydrochloric acid (by the action of sulphuric acid), but 
neither hydrobromic nor hydriodic acid can be so obtained free (as 
gases).’?, Other methods are requisite for their preparation ; but above 
all there must be conditions for the removal of oxygen, which is so easily 
able to destroy these acids. Therefore hydrogen sulphide, phosphorus, 
&c., which themselves easily take up oxygen, are introduced as means for 
the conversion of bromine and iodine into hydrobromic and hydriodic 
acids in the presence of water. For example, in the action of phosphorus 
the essence of the matter is that the oxygen of the water goes to the 
phosphorus, and the reaction of the remainders leads to the formation 
of hydrobromic or hydriodic acid ; but the matter is complicated by the 
reversibility of the reaction, the affinity for water, and other circum- 
stances which are understood by following Berthollet’s doctrine. 
Chlorine (also bromine) directly decomposes hydrogen sulphide, forming 
hydrochloric acid and liberating sulphur, both in a gaseous form and in 
solutions, whilst iodine only decomposes hydrogen sulphide in weak 


79 On the basis of the data in Note 68. 

72 A number of like cases confirm what has been said in Notes 26 and 28 of 
Chapter X. 

72 This is prevented by the reducibility of sulphuric acid. If volatile acids be taken 
they puss over, together with the hydrobromic and hydriodic acids, when distilled ; 
whilst many non-volutile acids which are not reduced by hydrobromic and hydriodic 
acids only act feebly (like phosphoric acid), or do not act at all (like boric acid). 

VOL. I. K K 
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solutions when its affinity for hydrogen is aided by the aftinity of 
hydrogen iodide for water. In a gaseous state iodine does not act 
on hydrogen sulphide,’* whilst sulphur is able to decompose gaseous 
hydriodic acid, forming hydrogen sulphide, and a compound of sulphur 
and iodine with which water forms hydriodic acid.” 

If hydrogen sulphide be passed through water containing iodine, the 
reaction HS + I, =2HI +S proceeds so long as the solution be 
dilute ; or with a greater mass of iodine, so long as a solution of iodine 
in hydriodic acid having a composition of nearly 2HI + 41, + 9H,O 
(according to Bineau) be not formed. Hydrogen sulphide then no longer 
acts on such a solution, whatever be the mass of the free iodine. There- 
fore, only weak solutions of hydriodic acid can be obtained by passing 
hydrogen sulphide into water with iodine.”4” 

To obtain’ gaseous hydrobromic and hydriodic acids it is most 


75 This is in agreement with the thermochemical data, because if all the substances 
be taken in the gaseous state (for sulphur the heat of fusion is 0°8, and the heat of 
vaporisation 2°83) we have H,+S = 47; H2.+Cl, = 44; Ho+ Bro = 24, and H,+I,= 
—8000 heat units; hence the formation of H.S gives less heat than that of HC] and 
HBr, but more than that of HI. In dilute solutions H.+S+Aq=9'3, and consequently 
less than the formation of all the halogen acids, as H.S evolves but little heat with 
water, and therefore in dilute solutions chlorine, bromine, and iodine decompose 
hydrogen sulphide. 

74 Here there are three elements, hydrogen, sulphur, and iodine, each pair of which 
is able to form a compound, HI, H.S, and SI, besides which the latter may unite in 
various proportions. The complexity of chemical mechanics is seen in such examples as 
these. It is evident that only the study of the simplest cases can give the key to the 
more complex problems, and, on the other hand, it is evident from the examples cited in 
the last pages that, without penetrating into the conditions of chemical equilibria, it 
would be impossible to explain chemical phenomena. By following the footsteps of 
Berthollet the possibility of unravelling the problem will be reached; but the work in 
this direction has only been begun during the last ten years, and much remains to be 
done by first collecting experimental material, for which occasions present themselves 
at every step. The new chemistry will without doubt place these problems to the 
fore. In speaking of the halogens I wished to turn the reader’s attention to problems 
of this kind, and to the methods by which we may expect to arrive at their solution. 
However, owing to the limited space of this book, I am not able to touch on all the exist 
ing problems of this nature. 

742 The same essentially takes place when sulphurous anhydride, in a dilute solu- 
tion, gives hydriodic acid and sulphuric acid with iodine. On concentration a reverse 
reaction proceeds. The equilibrated systems and the part played by water are every- 
where distinctly seen. 

75 Methods of formation and preparation are nothing else but particular cases of 
chemical reaction. If the knowledge of chemical mechanics were more exact and 
complete than it is now it would be possible to foretell all cases of preparation with 
every detail (of the quantity of water, temperature, pressure, masses, &c.). The study 
of practical methods of preparation is therefore one of the paths for the study of chemical 
mechanics. The reaction of iodine on phosphorus and water is a case like that mentioned 
in Note 74, and the matter is here further complicated by the possibility of the formation 
of the compound PH; with HI, as well as the production of PI,, PIs, und the affinity 
of hydriodic acid and the acids of phosphorus for water. The theoretical interest of 
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convenient to take advantage of the reactions between phosphorus, 
the halogens, and water, when the latter is present in small quantity 
(otherwise the halogen acids formed are dissolved by the water), and 
the halogen is gradually added to the phosphorus moistened with 
water. Thus if red phosphorus be placed in a flask and moistened with 
water, and bromine be added drop by drop (from a closed funnel with 
a glass tap), hydrobroimic acid is abundantly and uniformly dis- 
engaged.’© Hydrogen iodide is prepared by adding 1 part of common 
(yellow) dry phosphorus to 10 parts of dry iodine in a glass flask. On 
revolving the flask, reaction (light and heat are evolved) proceeds quietly 
between them, and when the mass of the iodide of phosphorus which is 
formed has cooled, water is added drop by drop (from a funnel with a 
tap) and hydrogen iodide is evolved even without the aid of heat. 
These methods of preparation will be at once understood when it is 
remembered (p. 462) that phosphorus chloride gives hydrogen chloride 
with water. It is exactly the same here—the oxygen of the water 
passes over to the phosphorus, and the hydrogen to the iodine ; for 
example, PI, + 3H,O =PH,0O, + 3HI.” 

In a gaseous form hydrobromic and hydriodic acids are closely 


equilibria in all their complexity is naturally very great, but it falls in the background 
before the primary interests of discovering practical methods for the isolation of sub- 
stances, and the means of employing them for the requirements of man. It is only after 
the satisfaction of these requirements that interests of the other order arise, which 
themselves reflect the interests of the primary nature. For these reasons, whilst con- 
sidering it opportune to point out the theoretical interests of chemical equilibria, the 
chief attention of the reader is directed in this work to the primary chemical interests. 

76 Hydrobromic acid is obtained by the action of bromine on paraffin heated to 180°. 
Gustavson proposed preparing it by the action of bromine (it is best if it be added in 
drops together with traces of aluminium bromide) on anthracene (a solid hydrocarbon 
from coal tar). Balard prepared it by passing bromine vapour over moist pieces of 
common phosphorus. The liquid tribromide of phosphorus, directly obtained from 
phosphorus and bromine, also gives hydrobromic acid when treated with water. Bromide 
of potassium or sodium, wlhien treated with sulphuric acid in the presence of a piece of 
phosphorus, also gives hydrobromic acid, but hydriodic acid is decomposed by this 
method. In order to free hydrobromic acid from bromine vapour it is passed over moist 
phosphorus and dried either by phosphoric anhydride or calcium bromide (calcium 
chloride cannot be used, as hydrochloric acid would be formed). Neither hydrobromic 
nor hydriodic acids can be collected over mercury, on which they act, but they may be 
directly collected in a dry vessel by letting the ygas-conducting tube pass down to the 
bottom of the vessel, both gases being much heavier than air. ; 

77 But, generally, more phosphorus is taken than is required for the formation of PI,, 
because, otherwise, a portion of the iodine is distilled over. If less than one-tenth part 
of iodine be taken, then much phosphonium iodide, PH,I is formed. This proportion 
was established by Gay-Lussac and Kolbe. Hydriodic acid is also prepared in many 
other ways. Bannoff dissolves two parts of iodine in one part of a previously- prepared 
strong (sp. gr., 1°67) solution of hydriodic acid, and pours it on to red phosphorus in a 
retort. Personne takes a mixture of fifteen parts of water, ten of iodine, and one of red 
phosphorus, which, when heated, disengages hydriodic acid mixed with iodine vapour, 
which is removed by passing it over moist phosphorus (Note 76). It must be remembered, 
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analogous to hydrochloric acid ; they are liquefied by pressure and cold, 
they fume in the air, form solutions and hydrates of constant boiling 
point, and react on metals, oxides and salts, &c.’8 Only the relatively 
easy decomposability of hydrobromic acid, and especially of hydriodic 
acid, clearly distinguish these acids from hydrochloric acid. For this 
reason, hydriodic acid acts in a number of cases as a deoxidiser or 
reducer, and frequently even serves as a means for the transmission of 
hydrogen. Thus Berthelot, Baeyer, Wreden, and others, by heating 
unsaturated hydrocarbons in a solution of hydriodic acid, obtained their 
compounds with hydrogen nearer to the limit C,H,,,, or even the 
saturated compounds. For example, benzene, C;H,, when heated in a 
closed tube with a strong solution of hydriodic acid, gives hexylene, 
C,H,,. The easy decomposability of hydriodic acid accounts for the 
fact that iodine does not act by metalepsis on hydrocarbons, for the 
hydrogen iodide liberated with the product of metalepsis, RI, formed, 
gives iodine and the hydrogen compound, RH, back again. And there- 
fore, to obtain the products of iodine substitution, either iodic acid, HIO, 
(Kekulé), or mercury oxide, HgO (Weselsky), is added, as they imme- 
diately react on the hydrogen iodide, thus : HIO,+5HI=3H,.0+ 3I,. 
or, Hg0+2HI=Hgl,+H,O. From these considerations it will be 
readily understood that iodine acts like chlorine (or bromine) on am- 
monia and sodium hydroxide, for in this case the hydriodic acid produced 
forms NH,I and NaI. Thus with tincture of iodine, or even the solid 
element, a solution of ammonia immediately forms a highly-explosive 


however, that reverse reaction (Oppenheim) may take place between the hydriodic acid 
and phosphorus, in which the compounds PH,I and PI, are formed. 

It should be observed that the reaction between phosphorus and iodine and water 
must be carried on in the above proportions and with caution, as they may react with 
explosion. With red phosphorus the reaction proceeds quietly, but nevertheless require~ 
care. 

L. Meyer showed that with an excess of iodine the reaction proceeds without the 
formation of bye-products (PH,]), according to the equation P + 51 + 4H,O = PH;0, + SHI. 
For this purpose 100 grams of iodine and 10 grams of water are placed in a retort, and s 
paste of 5 grams of red phosphorus and 10 grams of water is added little by little (at first 
with great care). The hydriodic acid may be obtained free from iodine by directing the 
neck of the retort upwards and causing the gas to pass through a shallow layer of water. 

78 The specific gravities of their solutions, as deduced by me (in my work, cited 
Note 20, Chapter X.) on the basis of Topsie and Berthelot’s determinations for 15° 4° 
are as follows :— 


10 20 30 40 50 60 p.c. 
HBr 1:071 1157 1258 1374 1:505 1°650 
HI 1075 1164 1:267 1399 1567 1°769 


Hydrobromic acid forms two hydrates, HBr,2H,O and HBr,H.O, which have been 
studied by Roozeboom with as much completeness as the hydrate of hydrochloric acid 
(Chapter X. Note 87). 

With metallic silver, solutions of hydriodic acid give hydrogen with preat ease. 
forming silver iodide. Mercury, lead, and other metals act in a like manner. 
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solid black product of metalepsis, generally known as todide of nitrogen, 
although it probably contains hydrogen, 3NH3+ 21, = 2NH,I+NHI,. 
However, the composition of the product is variable, and with an excess 
of water NI, seems to be formed. Iodide of nitrogen is no less explosive 
than nitrogen chloride. In the action of iodine on sodium hydroxide 
no bleaching compound is formed (whilst bromine gives one), but a 
direct reaction is always accomplished with the formation of an iodate 
6NaHO + 31, = 5Nal + 3H,O + NalO, (Gay-Lussac). Solutions of 
other alkalis, and even a mixture of water and oxide of mercury, act in 
the same manner. This direct formation of todic acid, HIO,=10,(0OH), 
shows the propensity of iodine to give compounds of the type IX,. 
Indeed, the propensity of iodine to form compounds of a higher type 
clearly evinces itself in many ways. But it is most important to turn 
attention to the fact that iodic acid is easily and directly formed by the 
action of oxidising substances on iodine. Thus, for instance, strong 
nitric acid directly converts iodine into iodic acid, whilst it has no 
oxidising action on chlorine.’’ This shows a greater affinity in iodine for 
oxygen than in chlorine, and this conclusion is confirmed by the fact 
that iodine displaces chlorine from its oxygen acids,®° and that in the 
presence of water chlorine oxidises iodine.*!' Even ozone or a silent 
discharge passed through a mixture of oxygen and iodine vapour is able 
to directly oxidise iodine *? into iodic acid. It is disengaged from solu- 


79 The oxidation of iodine by strong nitric acid was discovered by Connell; Millon 
showed that it is accomplished, although more slowly, by the action of the hydrates of 
nitric acid up to HNO;,H,0O, but that the solution HNO-,2H.O, and weaker solutions, 
do not oxidise, but simply dissolve, iodine. The participation of water in reactions is 
seen in this instance. It is also seen, for example, in the fact that dry ammonia com- 
bines directly with iodine—for instance, at 0° forming the compound 1,,4NH;s—whilst 
iodide of nitrogen is only formed under the action of water. 

6% Bromine also displaces chlorine—for instance, from chloric acid, directly forming 
bromic acid. If a solution of potassium chlorate be taken (75 parts per 400 parts of 
water), and iodine be added to it (80 parts), and then a small quantity of nitric acid, 
chlorine is disengaged on boiling, and potassium iodate is formed in the solution. In 
this instance the nitric acid first evolves a certain portion of the chloric acid, and the 
latter, with the iodine, evolves chlorine. The iodic acid thus formed acts on a further 
quantity of the potassium chlorate, sets a portion of the chloric acid free, and in this 
manner the action is kept up. Potilitzin (1887) remarked, however, that not only do 
bromine and iodine displace the chlorine from chloric acid and potassium chlorate, but 
also chlorine displaces bromine from sodium bromate, and, furthermore, the reaction does 
not proceed as a direct substitution of the halogens, but is accompanied by the formation 
of free acids; for example, 5NaClO; + 8Br, + 3H,O = 5NaBr + 5HCI1O- + HBrOs. 

¥! If iodine be stirred up in water, and chlorine passed through it, then the iodine is 
dissolved ; the liquid becomes colourless, and contains, according to the mass of water 
and chlorine, either the compounds IHC], or ICl;, or HIO;. If there be a small amount 
of water, then the iodic acid may separate out directly in crystals, but « complete con- 
version (Bornemann) only occurs when not less than ten parts of water are taken to 
one part of iodine—IC1 + 3H,O + 2Cl, —- I HO; + 5HC1. 

8? Schunebein and Ogier proved this. Ogier found that at 45° ozone immediately 
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tions as a hydrate, HIO;, which loses water at 170°, and gives an 
anhydride, 1,0;. Both these substances are crystalline (sp. gr. I,O; 
5°037, HIO, 4°869 at 0°), colourless, soluble in water,®* decompose at a 
red heat into iodine and oxygen, are in many cases powerfully oxidising— 
for instance, they oxidise sulphurous anhydride, hydrogen sulphide, car- 
bonic oxide, &c.—form chloride of iodine and water with hydrochloric 
acid, and with bases form salts, not only normal MIO;, but also 
acid, for example, KIO,HIO,, KIO,2HIO,. With hydriodic acid 
iodic acid immediately reacts, disengaging iodine, HIO; + 5HI = 
3H,O + 3I,. 

As with chlorine, so with iodine, a pertodic acid, HIO,, is formed. 
This acid is produced, as its salts, by the action of chlorine on alkaline 
solutions of iodates, and also by the action of iodine on chloric acid.* 


oxidises iodine vapour, first forming the oxide 1,03, which is decomposed by water or on 
heating into iodic anhydride and iodine. Iodic acid is formed at the positive poles 
(Riche) when a solution of hydriodic acid is decomposed by a galvanic current. It is 
also formed in the combustion of hydrogen mixed with a small quantity of hydriodic acid 
(Salet). 

8 Kimmerer showed that a solution of sp. gr. 2127 at 14°, containing 2H1IO;,9H,0, 
entirely solidified in the cold. On comparing solutions HI+mH,O with HIO;+ mH,0, 
we find that the specific gravity increases but the volume decreases (it is the same in 
their passage to solutions HIO;+%H,O), whilst in the passage of solutions HC] + 7:H,0 
to HC1O; + 2H.,O the specific gravity augments, and so does the volume, which is re- 
marked also in certain other cases (for example, H;PO; and H;PO,). Observations on the 
specific volume of solution of iodic and periodic acids were made by Thomsen at 17° 17°. 
He expresses for HIO,+mH.O by 18+ 89°1—13°lm/(m+18), and for H;l0g+mH,0 
by 1877 + 23°8, which shows the absence of contraction in mixing these acids with water 
(see Mendeléeff, Investigation of Aqueous Solutions, p. 368). 

84 If sodium iodate be mixed with a solution of sodium hydroxidg, heated, and chlorine 
be passed through the solution, then a sparingly soluble salt separates out, which corre- 
sponds with periodic acid, and has the composition Na,I,09,3H.0. 


6NaHO + 2Nal0, + 4Cl = 4NaCl + Na,I,09+38H,0. 


This compound is sparingly soluble in water, but easily dissolves in a very dilute 
solution of nitric acid. If silver nitrate be added to this solution a precipitate is formed 
which contains the corresponding compound of silver, Ag,I.09,8H.O. If this sparingly 
soluble silver compound be dissolved in hot nitric acid, then, on evaporating, orange 
crystals of a salt having the composition AgIO, separate. This salt is formed from the 
preceding by the nitric acid taking up silver oxide. Ag,I.Og + 2HNO-; = 2AgNO; 
+2AgI0O,+ H,O is decomposed by water, with the re-formation of the preceding salt, 
while iodic acid remains in solution— 


4AgIO, + H,O = Ag,4l,0, +2HIO ‘ 


The structure of the first of these salts, Na,I,09,3H.O, presents itself in a simpler 
form if the water of crystallisation is regarded as an integral portion of the salt; the 
formula is then divided in two, and takes the form of IO(OH)3(ONa).—that is, it answers 
to the type IOX;., or IX; (like AgIO,) which is 10,(O0Ag). Thej}composition of all the 
salts of periodic acids are expressed by this type IX;. Kimmins (1889) classes all 
the salts of periodic acid into four types—the meta-salts of HIO, (salts of Ag, Cu, Pb), 
the meso-salts of H.IO; (Pb, Ago, H, Cd, H), the para-salts of H,IO,g (Na.H;, Na-;H,), and 
the di-salts of H,I.O.9 (Ky, Agy, Nig). The three first are direct compounds of the type 
IX;, namely, I0;(OH), IO.(OH);, and IO(OH)s, and the latter are types of diperiodic 
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It crystallises from solutions as a hydrate containing 2H,O (corre- 
sponding with HC1O,,2H,0), but as there are salts containing up to 5 
atoms of metals, this water must be counted as water of constitution. 
Therefore TO(OH), = H1IO,,2H,O corresponds with the higher form 
of halogen compounds, IX,.°° In decomposing (at 200°) or acting as an 
oxidiser, periodic acid first gives iodic acid, but it may also be ultimately 
decomposed, with the formation of hydriodic acid. 

Thus both bromine and iodine present a great analogy to chlorine 
in their behaviour with various substances, but nevertheless a series of 
qualitative distinctions characterise each element. The formation of a 
compound between chlorine and iodine must be classed among these 
distinctions.26 These elements combine directly together with the 
evolution of heat, and form zodine monochloride, IC], or todine tri- 
chloride, IC];.57 As water reacts on these substances, forming iodic 


salts, which correspond with the type of the meso-salts, as pyrophosphoric salts corre- 
spond with orthophosphoric salts—z.e. 2H,IO;— H.O = HyI.,O9. 

8 Periodic acid, discovered by Magnus and Ammermiiller, and whose salts were 
afterwards studied by Langlois, Rammelsberg, and many others, presents an example of 
hydrates in which it is evident that there is not that distinction between the water of 
hydration and of crystallisation which was at first considered to be soclear. In HC10,2H.O 
the water, 2H,O, is not displaced by bases and must be regarded as water of crystallisa- 
tion, whilst in HIO,,2H,O it must be regarded us water of hydration. We shall after- 
wards see that the system of the elements obliges one to consider the halogens as 
substances giving a highest saline type, GX,, if G signify a halogen, and X oxygen 
(O=X,), OH, and other like elements. The hydrate IO(OH), corresponding with many 
of the salts of periodic acid (for example, the salts of barium, strontium, mercury) does 
not exhaust all the possible forms. It is evident that various other pyro-, meta-, &c., forms 
are possible by the loss of water, as will be more fully explained in speaking of phosphoric 
acid, and as was pointed out in the preceding note. 

86 With respect to hydrogen, oxygen, chlorine, and other elements, bromine occupies 
an intermediate position between chlorine and iodine, and therefore there is no particular 
need for lingering over the compounds of bromine. This is the great advantage of a natural 
grouping of the elements. 

87 They were both obtained by Gay-Lussac and many others. Recent verified data 
respecting iodine monochloride, ICI, entirely confirm the numerous observations of Trapp 
(1854), and even confirm his statement as to the existence of two isomeric (liquid and 
crystalline) forms (Stortenbeker). With a small excess of iodine, iodine monochloride 
remains liquid, but in the presence of traces of iodine trichloride it easily crystallises. 
Schiitzenberger amplified the data concerning the action of water on the chlorides (Note 88) 
and Christomanos gave the fullest data regarding the trichloride. 

After being kept for some time, the liquid monochloride of iodine yields red deliques- 
cent octahedra, having the composition ICI],, which are therefore formed from the mono- 
chloride with the liberation of free iodine, which dissolvys in the remaining quantity of the 
monochloride. This substance, however, judging by certain observations, is impure iodine 
trichloride. If 1 part of iodine be stirred up in 20 parts of water, and chlorine be passed 
through the liquid, then all the iodine is dissolved, and a colourless liquid is ultimately 
obtained which contains a certain proportion of chlorine, because this compound gives a 
metallic chloride and iodate with alkalis without evolving any free iodine: IC],+6KHO 
=5KC]l+ KIO;+3H,0O. The existence of a pentachloride ICI, is, however, denied, 
because this substance has not been obtained in a free state. 
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acid and iodine, they have to be prepared from dry iodine and chlorine.** 
Both substances are formed in a number of reactions ; for example, by 
the action of aqua regia on iodine, of chlorine on hydriodic acid, of 
hydrochloric acid on periodic acid, of iodine on potassium chlorate 
(with the aid of heat, &c.). Trapp obtained iodine monochloride, in 
beautiful red crystals, by passing a rapid current of chlorine into molten 
iodine. The monochloride then distils over and solidifies ; it melts at 
27°. By passing chlorine over the crystals of the monochloride, it is 
easy to obtain iodine trichloride in orange crystals, which melt at 34° 
and volatilise at 47°, but in so doing decompose (into Cl, and CIT). 
The chemical properties of these chlorides entirely correspond with the 
properties of chlorine and iodine, which would be expected, because, in 
this instance, a combination by similitude took place as in the forma- 
tion of solutions or alloys. Thus, for instance, the unsaturated hydro- 
carbons (for example, C,H,), which are capable of directly combining 
with chlorine and iodine, also directly combine with iodine monochloride. 


Stortenbeker (1888) investigated the equilibrium of the system containing the mole- 
cules I,, IC1, ICl;, and Cl., in the same way that Roozeboom ‘Chapter X. Note 38) examined 
the equilibrium of the molecules HCl, HCl,2H,O, and HO. He found that iodine 
monochloride appears in two states, one (the ordinary) is stable and melts at 27-2°, whilst 
the other is obtained by rapid cooling, and melts at 13°9°, and easily passes into the 
first form. Iodine trichloride melts at 101° only in a closed tube under a pressure of 16 
atmospheres. 

88 By the action of water on iodine monochloride and trichloride a compound THC1, 
is obtained, which does not seem to be altered by water. Besides this compound, iodine 
and iodic acid are always formed, 10IC] + 3H.,0 = HIO; + 5IHC1, + 21, ; and in this respect 
iodine trichloride may be regarded as a mixture IC]+1Cl,=2ICI;, but ICl,+3H,0= 
IHO;+5HCI1; hence iodic acid, iodine, the compound IHCl,, and hydrochloric acid are 
also formed by the action of water. 
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CHAPTER XII 


SODIUM 


WHEN common salt is submitted to the action of sulphuric acid, as we 
saw in Chapter X., hydrochloric acid is disengaged, and a neutral salt, 
sodium sulphate, Na,SO,, is formed if the mixture be strongly heated 
at the end of the reaction. This salt! forms a colourless saline mass 
consisting of fine crystals, soluble in water. It is the product of many 
other double decompositions, sometimes produced on a large scale ; for 
instance, it is formed when ammonium sulphate is heated with common 
salt, in which case the sal-ammoniac is volatilised, also when sulphuric 
acid acts on sodium nitrate, éc. A similar decomposition also takes 
place when, for instance, a mixture of lead sulphate and common salt 
is heated ; this mixture easily fuses, and if the temperature be further 
raised heavy vapours of lead chloride appear. When the disengagement 
of these vapours ceases, the remaining mass, on being treated with 
water, yields a solution of sodium sulphate mixed with a solution of 
undecomposed common salt. A considerable quantity, however, of the 
lead sulphate remains unchanged during this reaction, PbSO, + 2NaCl 
= PbCl, + Na,SO,, the vapours will contain lead chloride, and the 
residue will contain the mixture of the three remaining salts. Here 
the decomposition is produced by the lead salt as with sulphuric 
acid. The cause and nature of the reaction are just the same as were 
pointed out when considering Berthollet’s doctrine. And here it may 
evidently be shown that the double decomposition is not determined 
by any other means than the removal of the substance formed from 
the sphere of the action of the remaining substances. This is seen 


1 Whilst describing in some detail the properties of sodium chloride, hydrochloric 
acid, and sodium sulphate, I wish to impart a conception, by separate examples, of 
the properties of saline substances, but the dimensions of this treatise and its purpose 
and aim do not permit the possibility of entering into particulars concerning every 
salt, acid, or other substance. The fundamental object of this work—an account of 
the characteristics of the elements and an acquaintance with the forces acting between 
atoms—has nothing to gain from the multiplication of the number of as yet ungeneralised 
properties and relations. 
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froin the fact that sedium sulphate, on being dissolved in water and 
mixed with a solution of any lead salt (and even with a solutian of lead 
chloride, although this latter is but sparingly soluble in water), imme- 
diately gives a white precipitate of lead sulphate. In this case the 
lead takes up the elements of sulphuric acid from the sodium suly-hat= 
in the solutions. On heating, the reverse phenomenon is cbserveul. 
The contrary reaction in the solution is founded on the insolubilitw of 
the lead sulphate, and the phenomenon which takes place on heating is 
founded on the volatility of the lead chloride. Let us cite other ex- 
amples of double decompositions in solutions giving sodium sulphate. 
Silver sulphate, Ag.SO,, when treated with common salt. gives silver 
chloride, because it is insoluble in water, Ag,SO, + 2NaCl = NaS“), 
+2AgCl. Sodium carbonate, mixed in solution with sulphates of 
iron, copper, Manganese, magnesium, «c., gives in solution sodium 
sulphate, and in the precipitate a carbonate of the corresponding metal. 
because these salts of carbonic acid are insoluble in water ; for instance, 
MgSO, + Na,CO; = Na,SO, + MgCO,. In precisely the same way 
sodium hydroxide acts on solutions of the majority of the salts of 
sulphuric acid containing metals, the hydroxides of which are insoluble 
in water—for instance, CuSO, + 2NaHO = Cu(HO), + Na,SO,. 

Sulphates of magnesium, aluminum, iron, &c., on being mixed in 

solution with common salt, ought to form chlorides of magnesium, 

aluminium, «c., and sodium sulphate, as the above-mentioned chlorides 

are more soluble in water than sodium sulphate. On cooling the 

mixture of such (concentrated) solutions sodium sulphate is deposited. 

This is made use of for preparing it on the large scale in works where 

sea water is treated. In a similar way sodium sulphate is prepared by 

the aid of the magnesium sulphate which is found in large quantities 

in Stassfurt in the seams of common salt. In this case, on cooling, 

the reaction 2NaCl + MgSO, = MgCl, + Na,SO, takes place. 

Thus where sulphates and salts of sodium are in contact, it may 
always be expected that sodium sulphate will be formed and sepa- 
rated if the conditions are favourable ; for this reason it is not sur- 
prising to often find sodium sulphate in the native state. Some of the 
springs and salt lakes in the steppes beyond the Volga, and in the 
Caucasus, contain a considerable quantity of sodium sulphate, and yield 
it by simple evaporation of the solutions. Beds of this salt are also 
met with; thus at a depth of only 5 feet, about 38 versts to the 
east of Tiflis, at the foot of the range of the ‘ Wolf’s mane’ (Voltchia 
griva) mountains, a deep stratum of very pure Glauber’s salt, 
NaSO,,10H,O, has been found.? A layer two metres thick of the 


? Anhydrous (heated) sodium sulphate, Na,SO,, in trade is known as ‘sulphate’ or 


h 


f 
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same salt lies at the bottom of several lakes (an area of about 10 
square kilometres) in the Kouban district near Batalpaschinsk, and 
here its working has been commenced (1887). In Spain, near Aran- 
goulz and Madrid, mineral sodium sulphate has likewise heen found, 
and is already being worked. 

The methods of obtaining salts by means of double decomposition 
from others already prepared are so general, that .in describing a given 
salt there is no necessity to enumerate the cases hitherto observed of 
its being formed through various double decompositions. The possi- 
bility of this occurrence ought to be foreseen according to Berthollet’s 
doctrine from the properties of the salt in question. On this account 
it is important to know the properties of salts ; all the more so because 
up to the present time those very properties (solubility, formation of 
crystallo-hydrates, volatility, &c.) which may be made use of for sepa- 
rating them from other salts have not been generalised.‘ These pro- 
perties as yet remain subjects for investigation, and are rarely to be 
foreseen. 

Sodium sulphate very easily parts with water, and may be obtained 
in an anhydrous state if it be carefully heated until the weight re- 
mains constant ; but if heated further, it partly loses the elements of 
sulphuric anhydride. It fuses at 861° (red heat), and volatilises in a 
small proportion when very strongly heated, in which case it naturally 
decomposes. At 0° in 100 parts of water, 5 parts of the anhydrous 
salt dissolve, at 10° 9 parts, at 20° 19-4, at 30° 40, and at 34° 55 parts, 
the same being the case in the presence of an excess of crystals of 
Na,SO,,10H,0.° At 34° the latter fuses, and the solubility decreases 


salt-cake, in mineralogy thenardite. Crystalline decahydruted salt is termed in mine- 
ralogy mirabilite. On fusing it, the monohydrate Na.SO,H.O is obtained, together 
with a supersaturated solution. 

5 The salts may be obtained not only by methods of substitution of various kinds, but 
also by many other combinations. Thus sodium sulphate may be formed from sodium 
oxide, and sulphuric anhydride by oxidising sodium sulphide, Na,S, sodium sulphite, 
Na,.SO;, &c. When sodium chloride is heated in a mixture of the vapours of water, air, 
and sulphuric anhydride, sodium sulphate is formed. 

4 Many observations have been made, but little general information has been extracted 
from particular cases. In addition to which, the properties of a given salt are changed 
by the presence of other salts. This takes place not only in virtue of mutual decomposi- 
tion or formation of double salts capable of separate existence, but is determined by the 
influence which some salts exert on others, or by forces similar to those which act during 
decomposition. Here, nothing has been generalised to that extent which would render 
it possible to foretell uninvestigated examples. Let us state one of these numerous 
casex: 100 parts of water at 20° dissolve 34 parts of potassium nitrate, but on the addition 
of sodium nitrate the solubility of potussium nitrate increases to 48 parts in 100 of water 
(Carnelley and Thomson). In general, in all cases of which there are accurate observa- 
tions, it appears that the presence of foreign salts changes the property of any given 
salt. 

5 The information concerning solubility (Chapter I. p. 72) is given according to the 
determinations of Gay-Lussac, Lovell, and Mulder. 


508 PRINCIPLES OF CHEMISTRY 


at higher temperatures. A concentrated solution at 34° has a composi- 
tion nearly approaching to Na,SO, + 14H,O, and the decahydrated 
salt, when mixed with 100 parts of water, contains 78°9 of the 
anhydrous salt, from whence it is seen that the decahydrated salt 
cannot fuse without decomposing,’ similarly to hydrate of chlorine, 
Cl,,8H,O, or sulphurous acid, SO,,7H,O. Not only the fused deca- 
hydrated salt, but also the concentrated solution at 34° (not all at once, 
but gradually), yields the monohydrated salt Na,SO,,H,O. The hepta- 
hydrated salt, Na,SO,,7H,O, also splits up, even at low temperatures, 
with the formation of this monohydrated salt, and therefore from 35° 
the solubility can be given only for the latter, and it is as follows for 
100 parts of water: at 40° 48:3, at 50° 46°7, at 80° 43:7, at 100° 42°5 
parts of the anhydrous salt. If the decahydrated salt be fused, and 
the solution be allowed to cool in the presence of the monohydrated 
salt, then at 30° 50°4 parts of anhydrous salt are retained in the solu- 
tion, and at 20° 52-8 parts. Hence, with respect to the anhydrous and 
monohydrated salts, the solubility is one and the same, and falls with 


$ In Chapter I. Note 24, we have already seen that with many other sulphates the 
solubility also decreases after a certain temperature. Gypsum, CaSQ,,2H..0., lime, and 
many other compounds present such a phenomenon, not as yet, however, thoroughly 
investigated. The observation of Tilden and Shenstone (1884) is most instructive. and 
shows that on raising the temperature (in closed vessels) above 140° the solubility 
of sohum sulphate again begins to increase. At 100-, 100 parts of water dissolve about 
43 parts of anhydrous salt, at 140° 42 parts, at 160° 43 parts, at 180-44 parts, at 230° 
46 parts. [tis evident that the phenomenon of saturation, determined by the presence of 
anexcess of the dissolved substance, is very complex, and, therefore, for the theary of sola- 
tions considered as liquid indefinite chemical compounds, many useful results can bardly 
be -iven; more especially as the physico-mechanical side of the transition of the solid 
into the liquid condition (or the reverse! is up to the present time less clearly understoad 
In theory than the transition of a liquid into vapour. 

7 As has been referred to in Chapter L. Note 56. 

The example of sodium sulphate is historically very important for the theory of selu- 
tions. Notwithstanding the mass of investigations which have been made, it is stll 
insufficiently studied, especially from the point of the vapour tension of solutions and 
erystallo-hydrates, so that these processes cannot be applied to it which Guldberg. 
Roozeboom, Van't Hoff, and others applied to solutions and crystallo-hydrates. It would 
also be most important to investigate the influence of pressure on the various phenomena 
corresponding with the combinations of water and sodium sulphate, because when crystas 
are separated—for instance, in the decahvdrated salt—apn increase of volume takes place. 
as can be seen from the folowing data :—the sp. gt. of the anhydrous salt iv 266, chat 
of the decahydrated salt = 146. but the sp. cr. of solutions at 1S 4° = 9992+ 9022p + OS" 
if p represents the percentage of antydrous salt in the soiution. and uf the sp. gr. af 
water at 4° = 10000.) Hence, for solutions containing 2) of anhydrous salt, the gp. gr. 
oe base: therefore the volume of lou grams of this soiution =sd-ace. and the volume of 
anhydrous salt contained in it is equal to 2 28 or =775 c.c.. and the volume of water 
=mhlcec. Therefore. the solution, on decomposing into anhvdroas salt and water, 
NeTeases in volume from 3s tos7'e p but im the suue way Ss c.c. of W pe. sociation sre 
formed from 43°4 lad => 3b] ce. of the decabvirated salt. and 346 cc. of warer—that 5 
to say. thacduring the formation of a soiuticn from so 7 ec. Ssce. are formed. 
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the temperature, whilst with respect to decahydrated sult, the solubility 
rises with the temperature. So that if in the presence of a solution of 
sodium sulphate there be only crystals of that heptahydrated salt 
(p. 59) Na,SO,,7H,O which is formed from saturated solutions, then 
saturation sets in when the solution has the following composition per 
100 parts of salt: at 0° 19-6, at 10° 30°5, at 20° 44°7, and at 25° 
52-9 parts of anhydrous salt. Above 27° the heptahydrated salt, like 
the decahydrated salt at 34°, splits up into the monohydrated salt and 
a saturated solution. Thus sodium sulphate has three curves of solu- 
bility : one for Na,SO,,7H,O (from 0° to 26°), one for Na,SO,,10H.,O 
(from 0° to 34°), and one for Na.SO,,H,O (a descending curve begin- 
ning at 26°), because there are three of these crystallo-hydrates, whilst 
the solubility can only be referred to a definite state of a substance 
which is present (or separated) in excess.® 

Thus solutions of sodium sulphate give crystallo-hydrates of three 
kinds on cooling the saturated solution : the unstable equilibrium of 
the heptahydrated salt at temperatures below 26°, the decahydrated 
salt forms under ordinary conditions at temperatures below 34°, and 
the monohydrated salt at temperatures above 34°. Both the latter 
crystallo-hydrates present a stable state of equilibrium, and the hepta- 
hydrated salt decomposes into them, probably according to the equa- 
tion 3Na,SO,,7H,O = 2Na,SO,,10H,O + Na,SO,,H.O. The ordi- 
nary decahydrated salt is called Glawber's salt. All forms of these 
crystallo-hydrates entirely lose their water, and give the anhydrous salt 
when dried over sulphuric acid.® 

Sodium sulphate, Na,SO,, enters into only a few reactions of com- 
bination with other salts, and chiefly with salts of the same acid, 
forming double sulphates. Thus, for example, if a solution of sodium 

8 From this example it is evident that the phenomena of saturation are not able 
to contribute much towards the understanding of solutions themselves. The solution 
remains the same, but from the contact of a solid it becomes either saturated or super- 
saturated, because crystallisation is determined by the attraction to a solid, as the 
phenomenon of supersaturation clearly demonstrates. 

9 According to the demonstrations of Pickering (1886), the molecular weight in grams 
(that is, 142 grams) of anhydrous sodium sulphate, on being dissolved in a large mass of 
water, nt 0° absorbs (therefore the — sign) —1100 heat units, at 10° — 700, at 15° — 275, at 
20° (gives out) +259, at 25°; + 300 calories. For the decahydrated salt Na.SO,,10H.,O, 
5° — 4225, 10° — 4000, 15°— 3570, 20°— 8160, 25° —2775. Hence (just as in Chapter I. Note 56) 
the heat of the combination Na,SO,10H,0O at 5° +8125, 10° = +3250, 20°— + 3200 
and 25° = + 3050. 

It is evident that the decahydrated sult dissolving in water gives a decrease of tempe- 
rature. Solutionsin hydrochloric acid give a still greater decrease, because the water of 
crystallisation is here taken ina solid state—that is, like ice—and on melting absorbs heat. 
A mixture of 15 parts of Na,SO,,10H,.O and 12 parts of strong hydrochloric acid produces 


sufficient cold to freeze water. During the treatment with hydrochloric acid a certain 
quantity of sodium chloride is formed. 
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sulphate be mixed with a solution of aluminium, magnesium, or ferrous 
sulphate, it gives crystals of a double salt when evaporated. Sulphuric 
acid itself forms a compound with sodium sulphate, which is exactly 
like these double salts. It is formed with great ease if sodium sulphate 
is dissolved in sulphuric acid and the solution be evaporated. On 
evaporation, crystals of the actd salt separate, Na,SO, + H,SO, 
=2NaHSO,. This separates from hot solutions, whilst the crystallo- 
hydrate NaHSO,,H,O"° separates from cold solutions. The crystals, 
when exposed to damp air, split up into H,SO,, which deliquesces, and 
Na,SO, (Graham, Rose) ; alcohol also extracts sulphuric acid from the 
acid salt. This shows the feeble force which holds the sulphuric acid 
to the sodium sulphate.'! Both acid sodium sulphate and all mixtures 
of the normal salt and sulphuric acid lose water when heated, and are 
converted into sodium pyrusulphate, Na,S,O,, at a low red heat. This 
anhydrous salt, at a bright red heat, parts with the elements of 
sulphuric anhydride, the normal sodium sulphate remaining behind-—— 
Na,S,0, = Na,SO, + SO3. From this it is seen that the normal salt 
is able to combine with water, with other sulphates, and with sulphuric 
anhydride or acid, &ec.'”” 

Sodium sulphate may, by double decomposition, be converted into 
a sodium salt of any other acid, by means of heat and taking advantage 
of the volatility, or by means of solution and taking advantage of the 
different degree of solubility of the different salts. Thus, for instance, 
owing to the insolubility of barium sulphate, sodium hydroxide or 
caustic soda may be prepared from sodium sulphate, if barium hydroxide 
be added to its solution, Na,SO, + Ba(HO), = BaSO, + 2NaHO. And 
by taking any salt of barium, BaX,, the corresponding salt of sodium 


10 The very large and well-formed crystals of this salt resemble the hydrate 
H.,S0O,,H,O, or SO(OH),. In general the replacement of hydrogen by sodium modifies 
many of the properties of acids less than its replacement by other metals. This most 
probably depends on the volumes being nearly equal. 

11 In solution (Berthelot) the acid salt in all probability decomposes most in the 
greatest mass of water. The specific gravity (according to the determinations of 
Marignac) of solutions at 15° 4° = 9992 + 77°92 p + 0°231 p? (see Note 7). From these figures, 
and from the specific gravities of sulphuric acid, it is evident that on mixing solutions of this 
acid and sodium sulphate expansion will always take place ; for instance, HoSO, + 25H,0 
with Na,SO,+25H,O increases from 483 volumes to 486. In addition to which, in weak 
solutions heat is absorbed, as shown in Chapter X. Note 27. Nevertheless, even more 
acid salts may be formed. For instance, on cooling a solution of 1 part of sodium 
sulphate in 7 parts of sulphuric acid, crystals of the composition NaHSO,.H,S0, 
are separated (Schultz, 1868). This fuses at about 100°; the ordinary acid salt, NaHSO,, 
at 149°. 

1b In order to demonstrate the weakness of the bond acting in sodium hydrogen 
sulphate, NaHSO,, it is useful to remember that on decreasing the pressure this salt dis- 
sociates much more easily than at the ordinary pressure; it loses water and forms the 
pyrosulphate, Na,S.0;; this reaction is utilised in chemical works. 
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may be obtained, Na,SO, + BaX, = BaSO, + 2NaX. Barium sulphate 
thus formed, being a very sparingly-soluble salt, is obtained as a pre- 
cipitate, whilst the sodium hydroxide, or salt, NaX, is obtained in 
solution, because all salts of sodium are soluble. Berthollet’s doctrine 
permits all such cases to be foreseen. 

The reactions of decomposition of sodium sulphate are above all 
noticeable by the separation of oxygen. Sodium sulphate itself is very 
stable, and it is only at a temperature sufficient to melt iron that it is 
possible to separate the elements SO, from it, and then only partially. 
However, the oxygen may be separated from sodium sulphate, as from 
all other sulphates, by means of many substances which are able to 
combine with oxygen, such as charcoal and sulphur, but hydrogen is 
not able to produce this action. If sodium sulphate be heated with 
charcoal, then carbonic oxide and anhydride are evolved, and there is 
produced, according to the circumstances, either the lower oxygen 
compound, sodium sulphite, Na,SO, (for instance, in the formation 
of glass); or else the decomposition proceeds further and sodium 
sulphide, Na,S, is formed, according to the equation Na,SO, + 2C 
=2CO, + Na.S. 

On the basis of this reaction the greater part of the sulphate of 
sodium prepared at chemical works is converted into soda ash—that 1s, 
sodium carbonate, Na,CO 3, which is used for many purposes. In the 
form of carbonates, the metallic oxides behave in many cases just as 
they do in the state of oxides or hydroxides, owing to the feeble acid 
properties of carbonic acid. However, the majority of the salts of 
carbonic acid are insoluble, whilst sodium carbonate is one of the few 
soluble salts of this acid, and therefore reacts with facility. Therefore 
sodium carbonate is employed for many purposes, in which it acts owing 
to its alkaline properties. Thus sodium carbonate, even under the action 
of feeble organic acids, immediately parts with its carbonic acid, and 
gives a sodium salt of the acid taken. Furthermore, its solutions 
already exhibit an alkaline reaction on litmus, and in many cases are 
able to act as an alkali. Thus, for instance, sodium carbonate, like the 
alkalis, aids the passage of certain organic substances (tar, acids) into 
solution, and is therefore used, like alkalis and soap (which also acts 
by virtue of the alkali it contains), for the removal of certain organic 
substances, especially in bleaching tissues in cotton and similar works. 
Besides which, a considerable quantity of sodium carbonate is used 
for the preparation of sodium hydroxide or caustic soda, which has 
also a very wide application. In large chemical works where sodium 
carbonate is manufactured it is usual to first manufacture sulphuric 
acid, and then by its aid to convert common salt into sodium sulphate, 
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and lastly to convert the sodium sulphate thus obtained into carbo- 
nate and caustic soda. Hence these works prepare alkaline substances 
(soda ash and caustic soda) and acid substances (sulphuric and hydro- 
chloric acids), those two forms of chemical products which are dis- 
tinguished for the greatest energy of their reactions, and which are 
therefore frequently applied to technical purposes. And therefore the 
works manufacturing soda are generally called chemical works (alkali 
works). 

The process of the conversion of sodium sulphate into sodium 
carbonate consists in strongly heating a mixture of the sulphate with 
charcoal and calcium carbonate. The following reactions then take 
place : the sodium sulphate is first deoxidised by the charcoal, forming 
sodium sulphide and carbonic anhydride, Na,SO, + 2C = NaS 4+ 2CQ,. 
‘The sodium sulphide thus formed then enters into double decomposi- 
tion with the calcium carbonate taken and gives calcium sulphide and 
sodium carbonate, Na,S + CaCO, = Na,CO, + CaS. 

Besides which, under the action of the heat, a portion of the excess 
of calcium carbonate is decomposed into lime and carbonic anhydride, 
CaCO,=Ca0+CO,, and the carbonic anhydride with the excess of 
charcoal forms carbon monoxide, which towards the end of the opera- 
tion shows itself by the appearance of a blue flame. Thus from a mass 
containing sodium sulphate we obtain a mass which includes sodium 
carbonate, calcium sulphide, and calcium oxide, but none of the sodium 
sulphide first formed, or, strictly speaking, only a small portion. The 
entire process, which proceeds at a high temperature, may be expressed 
by a combination of the three above-mentioned formule, if it be taken 
into consideration that the product contains one equivalent of calcium 
oxide to two equivalents of calcium sulphide.'? The sum of the 
reactions may then be expressed thus: 2Na,SO, + 3CaCO, + 9C 
= 2Na,CO, + CaO,2CaS + 10CO. Indeed, the quantities in which 
the substances are mixed together at chemical works approaches to the 
proportion required by this equation. The entire process of decompo- 
sition is carried on in reverberatory furnaces, into which a mixture of 
1000 parts of sodium sulphate, 1040 parts of calcium carbonate (as a 


1? Calcium sulphide, CaS, like many metallic sulphides which are soluble in water, is 
decomposed by water (page 426), CaS + H,.O=CaO+H.,S, because hydrogen sulphide is 
a very feeble acid. If calcium sulphide be acted on by a large mass of water, lime may 
be precipitated, a state of equilibrium will be entered on, when the system CaO + 2CaS 
remains unchanged. Lime, being the product of the action of water on CaS, limits 
this action. Therefore, if in black ash the lime was not in excess, a part of the 
sulphide compounds would be in solution (actually there is but very little). In this 
manner in the manufacture of sodiuin carbonate the conditions of equilibrium which 
enter into double decompositions have been made use of (see above), and the aim is to 
form directly the unchangeable product CxO,2CaS. This was first regarded as a special 
insoluble compound, but nothing points to its independent existence. 
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somewhat porous limestone), and 500 parts of small coal is charged 
from above. This mixture is first heated in the portion of the furnace 
which is furthest removed from the fire-grate ; it is then brought to the 


Fic. 69.—Reverberatory furnace for the manufacture of sodium carbonate. F, grate. A, bridge. 
M, hearth for the ultimate calcination of the mixture of sodium sulphate, coal, and calcium car- 
bonate, which is charged froin above into the part of the furnace furthest removed from the fire F. 
P, P, doors for stirring and bringing the mass towards the grate F by means of stirrers KR. At the 
end of the operation the semifused mass is charged into trucks C., 


portion nearest to the fire-grate, when it is stirred during heating. 
The partially-fused mass obtained at the end of the process is cooled, 
and then subjected to methodical lixiviation!* to extract the sodium 


5 Methodical lixiviation is the extraction, by means of water, of a soluble substance 
from the mass containing it. It is carried on so as not to obtain weak aqueous solutions, 
and in such a way that the residue shall not contain any of the soluble substance. This 
problem is practically of great importance in many industries. It is required to extract 
from the mass all that is soluble in water. This is easily effected if water be first poured 
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Fic. 70,—Apperatus for the methodical lixiviation of black ash, &c. Water flows into the tanks 
from the pipes r, r, and the saturated liquid is drawn off from c, c. 


on the mass; the strong solution thus obtained is then decanted, then water is again 
poured on, time being allowed for it to act; then again decanted, and so on until the 
water does not take up anything. But then finally such weak solutions are obtained 
that it would be very disadvantageous to evaporate them. This is avoided by pouring 
VOL. I. LL 
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carbonate, the mixture of calcium oxide and sulphide forming the so- 
called ‘soda waste.’'’ 


the frenh het water destined for the lixiviation. not on the fresh mass, but upom a mass 
already subjected to preparatory lixiviation by means of weak solutioms. In this way the 
fresh water gives a weak solution. The solution which is obtamed flows to thewe 
parts of the apparatas which contain the fresh. as yet unliniviated. mass, and thas m 
the latter parte the weak alkali formed in the other parts of the apparatus becomes 
saturated as far as po~sible with the soluble substance. Generally several intercommani- 
cating vessels are constructed standing at the same level: into which in tum the fresh 
masse is deposited which ia intended for hxiviation; the water is poured in, the alkali 
drawn off. and the lixiviated residue cleared out. The lustration represents soch an 
apparatus, consisting of four communicating vessels. The water poured into one of them 
flows through the two nearest and issues from the third. If the fresh mass be placed in 
one of these cases or vessels, the stream of water passing through the apparatus is 
directed in such a manner as to finally issue from this vessel containing the fresh an- 
lixiviated mass. The fresh water is added to the vessel containing the matter which is 
almost completely exhausted. The fresh water passing through this vessel is conveyed 
by the pipe (syphon passing from below the first case to the top of the second) communi- 
cating with the second ; it finally passes (also through a syphon pipe) into the case (the 
third) containing the fresh staff. The water will extract all that is soluble in the first 
versel, leaving only an insoluble mass. This vessel is then destined to be emptied, and 
refilled with fresh matter. The level of the liquids in the various vessels will naturally 
be different, in consequence of the various strengths of the solutions which they con- 
tain. 

14 The whole of the sulphur used in the production of the sulphuric acid employed in 
decomposing the common salt enters into this residue. This residue carrying off the 
sulphur is the great burden and expense of the soda works which use Leblanc’s method. 
As an instructive example from a chemical point of view it is worth while describing here 
one of the various methods of regaining the sulphur from the soda waste. 

Kynaston (1485) treats the soda waste with a solution (sp. gr. 1-21) of magnesium 
chloride, which disengages sulphuretted hydrogen: CaS + MgCl, + 2H,O = CaCl. 
+My(OH),+H,S. Sulphurous anhydride is passed through the residue in order to form 
the insoluble calcium sulphite: CaCl,+ Mg(OH).+SO,=CaSOs+ MgCl,+H,O. The 
solution of magnesium chloride obtained is again used, and the washed calcium sulphite 
is brought into contact at a low temperature with hydrochloric acid (a weak aqueous 
solution) and hydrogen sulphide, the whole of the sulphur then separating : 


CaSO, + 2H,S + 2HCl = CaCl, + 8H,0 +38. 


It is necessary to turn once more to the lixiviation of the sodium carbonate from the 
mass formed in the furnace (see also Note 25). 

It must not, however, be thought that sodium carbonate alone passes into the solution ; 
there is also a good deal of caustic soda with it, formed by the action on the carbonate of 
sodium of the lime remaining from the first process of the action of the charcoal, and there 
are also certain sodium sulphur compounds with which we shall partly become acquainted 
hereafter. The sodium carbonate, therefore, is not obtained in a very pure state. The 
solution is subjected to evaporation. The evaporation is conducted at the expense of the 
waste heat from the soda furnaces, together with that of the gases given off. The 
process in the soda furnaces is only carried on at a high temperature, and therefore the 
smoke and gases issuing from the furnaces are inevitably very hot. If the heat they 
contain was not made use of there would be a great waste of fuel; consequently in 
immediate proximity to the soda furnaces there is generally a series of pans or evapo- 
rating boilers, under which the gases from the furnace pass, and into these the alkali 
solution obtained is poured. On evaporating the solution first of all the undecomposed 
sodium sulphate separates, then the sodium carbonate or soda crystals. These crystala 
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The above-mentioned process for making soda was discovered in the 
year 1808 by the French doctor Leblanc, and is known as the Leblanc 
process. The particulars of this discovery are somewhat remarkable. 
Sodium carbonate, having a considerable application in industry, was 
for a long time prepared exclusively from the ash of marine plants 
{Chapter XI. page 490). Even up to the present time this process is 
carried on in Normandy. In France, where for a long time the manu- 
facture of large quantities of soap (so-called Marseilles soap) and various 
fabrics required a large amount of soda, the quantity prepared at the 
coast was insufficient to meet the demand. For this reason during 
the wars at the beginning of the century, when the import of foreign 
goods into France was interdicted, the want of sodium carbonate was felt. 
The French Academy offered a prize for the discovery of a profitable 
method of preparing it from common salt. Leblanc then proposed the 
above-mentioned process, which is remarkable for its great simplicity.!5 


which separate are raked out and placed on planks, where the liquid flows off. Caustic 
soda, remains in the residue, and also any sodium chloride which was not decomposed in 
the foregoing process. 

Part of the sodium carbonate is crystallised in order to purify it more thoroughly. In 
order to do this a saturated solution is left to crystallise at a temperature below 80° in a 
current of air, in order to promote the separation of the vapour of water. Then the large 
transparent crystals (efflorescent in air) of Na,CO 3,10H,O are formed which have been 
spoken of already (Chapter I.). 

1s Among the drawbacks of the Leblanc process are the accumulation of ‘soda waste,’ 
and the impossibility at the comparatively low price of sulphur (especially in the form of 
pytites) of finding a suitable employment for it (although this waste can furnish sulphur 
and sulphur compounds, for which purposes it 1s sometimes treated), and also the insuffi- 
cient purity of the sodium carbonate for many purposes. The advantage of the Leblanc 
process, besides its simplicity and cheapness, are that almost all acids having a commercial] 
value are obtained as bye-products; chlorine and bleaching powder are produced with 
the assistance of the large amount of hydrochloric acid which appears as a bye-product, 
and caustic soda is very easily made, and the demand for it increases every year. In 
those places where salt, pyrites, charcoal, and limestone (which are the materials required 
for soda works) are found side by side—as, for instance, in the Ural or Don districts—all 
conditions are favourable to the development of the manufacture of sodium carbonate on 
an enormous scale; and where, as in the Caucasus, sodium sulphate occurs naturally, the 
conditions are still more favourable. A large amount, however, of the latter salt, even 
from soda works, is used in making glass. The most important soda works, as regards 
the quantity of products obtained from them, are the English works. 

Asan example of the other numerous and various methods of manufacturing soda 
from sodium chloride, the following processes may be mentioned: Sodium chloride is 
decomposed by oxide of lead, PbO, forming lead chloride and sodium oxide, which, with car- 
-bonic anhydride, yields sodium carbonate (Scheele’s process). In Cornu’s method sodium 
chloride is treated with lime, and then exposed to the air, when it yields a small quantity 
of sodium carbonate. In E. Kopp's process sodium sulphate (125 parts) is mixed with 
oxide of iron (80 parts) and charcoal (55 parts), and the mixture is heated in reverbe- 
ratory furnaces. Here a compound, NagFe,Ss, is formed, which is insoluble in water and 
absorbs oxygen and carbonic anhydride, and then forms sodium carbonate and ferrous 
sulphide; this when roasted can give sulphurous anhydride, which is indispensable 
for the manufacture of sulphuric acid, and ferric oxide, which is again used in the 

LL2 


516 PRINCIPLES OF CHEMISTRY 


Of all other industrial processes for manufacturing sodium carbonate 
the ammunia process is the most worthy of mention.'© In this the 
vapours of ammonia, and then an excess of carbonic anhydride, are 
directly introduced into a concentrated solution of sodium chloride in 
order to form the acid ammonium carbonate, NH,HCO,. Then, by 
means of the double saline decomposition of this salt, sodium chloride 
is decomposed, and in virtue of its slight solubility acid sodium 
carbonate, NaHCO,, is precipitated and ammonium chloride, NH,Cl, is 
obtained in solution (with a portion of sodium chloride and acid sodium 
carbonate). The ammonia is removed from the solution by heating with 
lime or magnesia, and the precipitated acid sodium carbonate is converted 
into the normal salt by heating. It is thus obtained ina very pure state. 

Sodium carbonate,!7 like sodium sulphate, loses all its water on 
being heated, and when anhydrous fuses at a bright-red heat (814°). 
A small quantity of sodium carbonate placed in the loop of a platinum 
wire volatilises in the heat of a gas flame, and therefore in the furnaces 
of glass works part of the soda is always transformed into the condition 
of vapour. Sodium carbonate resembles sodium sulphate in its relation 
to water.'® Here also its greatest solubility is at the temperature of 


process. In Grant’s method sodium sulphate is transformed into sodium sulphide, and 
the latter ix decomposed by a stream of carbonic anhydride and steam, when hydrogen 
sulphide is disengaged and sodium carbonate formed. 

Sodium carbonate may likewise be obtained from cryolite (page 484); the method 
of treating this will be mentioned under aluminium. 

16 This process (see Note 21) was first pointed out by Turck, worked out by 
Schloesing, and finally applied industrially by Solvay. The first (1883) large soda works 
erected in Russia for working this process are on the banks of the Kama at Berezniak, 
near Ousolia, and belong to Lubimoff. But Russia, which still imports from abroad a 
large quantity of bleaching powder and exports a large amount of manganese ore, most 
of all requires works carrying on the Leblanc process. Such are in course of construc- 
tion, but this branch of industry is still in embryo in Russia. 

YW Commercial soda ash (calcined, anhydrous) is rarely pure; the crystallised soda is 
generally purer. In order to purify it further it is best to boil a concentrated solution of 
soda ash until two-thirds of the liquid remain, collect the soda which settles, wash with 
cold water, and then shake up with a strong solution of ammonia, pour off the residue, 
and heat. Then the impurities will remain in the mother liquors, &c. 

18 The resemblance is so great that, notwithstanding the difference in the molecular 
composition of Na,SO, and Na.COs, they ought to be classed under the type (NaO)R, 
where R=SO. or CO. Many other sodium salts also contain 10 mol. H.,0. 

Some numerical data may be given for sodium carbonate. The specific gravity of the 
anhydrous salt is 2°48, that of the decahydrated salt=1'46. Two varieties are known of 
the heptahydrated salt (Lowel, Marignac, Rammelsberg), which are formed together by 
allowing a saturated solution to cool under a layer of alcohol ; the one is less stable (like 
the corresponding sulphate) and at 0° hasa solubility of 32 parts (of anhydrous salt) in 100 
water; the other is more stable, and the solubility 20 parts (of anhydrous salt) per 100 of 
water. The solubility of the decahydrated salt in 100 water= at 0°,7°0; at 20°, 21:7; at 
80°, 37°2 parts (of anhydrous salt). At 80° the solubility is only 46°1, at 90° 45°7, at 100° 
45°4 parts (of anhydrous salt). The specific gravity (Note 7) of the solutions of sodium 
carbonate, according to the data of Gerlach and Kohlrausch, at 15° '4° is expressed by 
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37° ; both salts, on crystallising at the ordinary temperature, combine 
with ten molecules of water, and such crystals of soda, like crystals of 
Glauber’s salt, fuse at 34°. Sodium carbonate also forms a super- 
saturated solution, and, according to the conditions, gives various com- 
binations with water of crystallisation (mentioned on page 107), &e. 

Ata red heat superheated steam liberates carbonic anhydride from 
sodium carbonate and forms caustic soda, Na,CO,+H,O=2NaHO+ 
CO,. Here the carbonic anhydride is replaced by water ; this depends 
on the feebly acid character of carbonic anhydride. By direct heating, 
sodium carbonate is only slightly decomposed into sodium oxide and 
carbonic anhydride ; thus, when sodium carbonate is fused, about 
1 per cent. of carbonic anhydride is disengaged.!9 The carbonates of 
many other metals—for instance, of calcium, copper, magnesium, iron, 
«&c.—on being heated lose all their carbonic anhydride. This shows 
the considerable basic energy which sodium possesses. With the 
soluble salts of most metals, sodium carbonate gives precipitates 
either of insoluble carbonates of the metals, or else of the hydroxides 
(in this latter case carbonic anhydride is disengaged) ; for in- 
stance, with barium salts it precipitates an insoluble barium car- 
bonate (BaCl,+ Na,CO,=2NaCl+BaCO,;) and with the aluminium 
salts it precipitates aluminium hydroxide, carbonic anhydride being 
disengaged : 3Na,CO, + Al(SO,); + 3H,O = 3Na,SO, + 2Al(OH)3+ 
3CO,. Sodium carbonate, like all the salts of carbonic acid, evolves 
carbonic anhydride on treatment with all acids which are to any extent 
energetic. But if an acid diluted with water be gradually added to a 
solution of sodium carbonate, at first such an evolution does not take 
place, because the excess of the carbonic anhydride forms acid sodium 
carbonate (sodium bicarbonate), NaHCO 3. The composition of this 
salt, however, may be also represented as a combination of car- 
bonic acid, H,CO;, with the normal salt, Na,CO3;, just as the latter 
also combines with water. Such a representation is all the more 
the formula, s = 9092 + 1014°5p + 0°165p?. Weak solutions occupy a volume not only less 
than the sum of the volumes of the anhydrous salt and the water, but even less than the 
water contained in them. For instance, 1000 grams of 1 p.c. solution occupy (15°) a 
volume of 900°4 c.c. (sp. gr. 1:0097), but contain 900 grams of water, occupying at 15° a 
volume of 990°8 c.c. A similar case of solubility, which is comparatively rare (it occurs 
also with sodium hydroxide), occurs in those dilute solutions for which the factor A is 
greater than 100 if the sp. gr. of water at 4° = 100000, and if the sp. gr. of the solution be 
expressed by the formula S= 8S, + Ap+ Bp’, where S,, is the specific gravity of the water 
(this is more fully discussed in my treatise, The Investigation of Aqueous Soluttone, 
1887, §§ 94 and 95). For 5 p.c. the sp. gr. 15° 4° =1°0520; for 10 p.c. 1°1057; for 15 p.c. 
1:1608. The changes in the sp. gr. with the temperature are here almost the same as 
with solutions of sodium chloride with an equal value of p. 


19 According to the observations of Pickering. According to Rose, when solutions of 
sodium carbonate are boiled a certain amount of carbonic anhydride is disengaged. 
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likely because (1) there exists another salt, Na,CO,,2NaHCO;,2H,O 
(sodium sesquicarbonate), obtained by cooling a boiling solution of 
sodium bicarbonate, or by mixing this salt with the normal salt ; 
but the formula of this salt cannot be derived from that of normal 
carbonic acid, as the formula of the bicarbonate can ;?° (2) water 
of crystallisation does not enter into the composition of the crystals 
of the acid salt, so that on its formation (occurring only at low tem- 
peratures, as in the formation of crystalline compounds with water) 
the water of crystallisation of the normal salt separates and the water 
is, aS it were, replaced by the elements of carbonic acid. In any case 
the acid sodium carbonate is an unstable salt. Not only when heated 
alone, but even on being slightly heated in solution, and also at the 
ordinary temperature in damp air, it loses carbonic anhydride and forms. 
the normal salt. And at the same time it is easy to obtain it in a pure: 
crystalline form, if a strong solution of sodium carbonate be cooled and 
a stream of carbonic anhydride gas passed through it. The acid salt 
is less soluble in water than the normal,?! and therefore a strong 
solution of the latter gives crystals of the acid salt if carbonic 
anhydride be passed through it. The acid salt may be yet more. 
conveniently formed from effloresced crystals of sodium carbonate, 


#0 At the same time the sesqui-salt has all the properties of a definite compound; it 
crystallises in transparent crystals, has a constant composition, its solubility (at 0° in 100 
of water, 12°6 of anhydrous salt) differs from the solubility of the normal and acid salts, 
and shows changes in composition; it is found in nature, and is known by the names of 
trona and urao. The observations of Watts and Richards showed (1886) that on pouring 
a strong solution of the acid salt into a solution of the normal salt saturated by heating, 
crystals of the salt NaHCO;,Na,CO-;,2H.O may be easily obtained, as long as the tempe- 
rature is above 35°. The natural urao (Boussingault) has, according to Laurent, the same- 
composition. This salt is very stable in air, and may be used for purifying sodium carbo- 
nate on the large scale. From the theoretical side such compounds have been little studied, 
yet are particularly interesting because, in all probability, they correspond with ortho- 
carbonic acid C(OH),, and at the same time correspond with double salts like astrachanite- 
(Chapter XIV.). 

71 100 parts of water at 0° dissolves 7 parts of the acid salt, which corresponds with 
4°8 parts of the anhydrous normal salt, but at 0° 100 parts of water dissolves 7 parts of’ 
the latter. The solubility of the acid salt varies with considerable regularity; 100 parts 
of water dissolves at 15° 9 parts of the salt, at 80° 11 parts. 

The ammonium, and more especially the calcium, salt, is much more soluble in water. 
The ammonia process (see ante, p. 516) is founded upon this. Ammonium bicarbonate 
(acid carbonate) at 0° has a solubility of 12 parts in 100 water, at 30° of 27 parts. The- 
solubility, therefore, increases very rapidly with the temperature. But its saturated solu- 
tion is more stable than a solution of sodium bicarbonate. In fact, saturated solutions of 
these salts have the vapour tension of a mixture of carbonic anhydride and water—namely 
at 15° and at 50°, for the sodium salt 120 and 750 millimetres, for the ammonium salt 120 
and 568 millimetres. These data are of great importance in understanding the pheno- 
mena connected with the ammonia process. They demonstrate that with an increased 
pressure the formation of the sodium salt ought to increase if there be an excess of ammo- 
nium salt. 
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which, on being considerably heated, very easily absorb carbonic 
anhydride.??. The acid salt crystallises well, but not, however, in such 
large crystals as the normal salt ; it has a brackish and not an alkaline 
taste like that of the normal salt, its reaction is feebly alkaline, 
nearly neutral. At 70° its solution begins to lose carbonic anhydride, 
and on boiling the evolution becomes very abundant. From the 
preceding remarks it is clear that in most reactions this salt, especially 
when heated, acts similarly to the normal salt, but has, naturally, some 
distinctions from it. Thus, for example, if a solution of sodium 
carbonate be added to a normal magnesium salt a turbidity (precipi- 
tate) is formed of magnesium carbonate, MgCO;. No such precipitate 
is formed by the acid salt, because magnesium carbonate is soluble in 
the presence of an excess of carbonic anhydride. 

Sodium carbonate is used for the preparation of caustic soda ?3— 
that is, the hydrate of sodium oxide, or the alkali which corresponds 
with sodium. For this purpose the action of lime on a solution of 
sodium carbonate is generally made use of. The process is as follows : 
a weak, generally 10 per cent., solution of sodium carbonate is taken,” 
and boiled in a cast-iron, wrought-iron, or silver boiler (sodium 
hydroxide does not act on these metals), and lime is added, little by 
little, during the boiling. This latter is soluble in water, although 
but very slightly. The clear solution becomes turbid on the addition 
of the lime because a precipitate is formed ; this precipitate consists 
of calcium carbonate, almost insoluble in water, whilst caustic soda 
is formed and remains in solution. The decomposition is effected 
according to the equation : Na,CO;+Ca(HO),=CaCO;+2NaHO. On 
cooling the solution the calcium carbonate easily settles as a precipitate, 


72 Crystalline sodium carbonate (broken into lumps) also absorbs carbonic anhydride, 
but the water contained in the crystals is then disengaged: Na,CO;,10H,0 + CO,= 
Na,CO3, H.,CO; + 9H,0, and dissolves part of the carbonate; therefore part of the sodium 
carbonate passes into solution together with all the impurities. When it is required to 
avoid the formation of this solution, a mixture of ignited and crystalline sodium carbonate 
is taken. Sodium bicarbonate is prepared chiefly for medicinal] use, and is then often 
termed carbonate of soda, also, for instance in the so-called soda powders, for preparing 
certain artificial mineral waters, for the rapid generation of considerable quantities of 
carbonic anhydride in the domestic preparation of water charged with carbonic acid, for 
the manufacture of digestive lozenges like those made at Essentuki, Vichy (pastilles 
digestives de Vichy), &c. 

3 In chemistry sodium oxide is termed ‘soda,’ which word must be carefully distin- 
guished from the word sodium, meaning the metal. 

%4 With a small quantity of water, the reaction either does not take place, or even 
proceeds in the reverse way—that is, sodium and potassium hydroxides remove carbonic 
anhydride from calcium carbonate (Liebig, Watson, Mitscherlich, and others). The in- 
fluence of the mass of water is evident. According to Gerberts, strong solutions of 
sodium carbonate are, however, decomposed by lime, which is very interesting if confirmed 


by further investigation. 
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and the clear solution or alkali above it contains the easily-soluble 
sodium hydroxide formed in the reaction.2> After the necessary 
quantity of lime has been added, the solution is allowed to stand, and 
is then decanted off and evaporated in cast or wrought iron boilers, 
or in silver pans if a perfectly-pure product is required.7© The 
evaporation cannot be conducted in china, glass, or similar vessels, 
because caustic soda eats into glass and china, although but slightly. 
The solution does not crystallise on evaporation, because the solubility 
of caustic soda when heated is very great, but crystals containing 
water of crystallisation may be obtained by cooling. If the evapora- 
tion of the alkali be conducted until the specific gravity reaches 1-38, 
and the liquid is then cooled to 0°, transparent crystals appear contain- 


35 As long as part of the undecomposed sodium carbonate remains in solution, excess 
of acid added to the solution disengages carbonic anhydride, and the solution after dilu- 
tion gives a white precipitate with a barium salt soluble in acids, showing the presence of 
a carbonate in solution (if there be sulphate present, it also forms a white precipitate, 
but this is insoluble in acids). For the decomposition of sodium carbonate, milk of lime 
—that is, slaked lime suspended in water—is employed. Formerly pure sodium hydrox- 
ide was prepared (according to Berthollet) by dissolving the impure substance in alcohol 
(sodium carbonate and sulphate are not soluble), but now that metallic sodium has become 
cheap and is purified by distillation, pure caustic soda is prepared by acting on a small 
quantity of water with sodium. By allowing strong solutions to crystallise (in the cold) 
completely pure sodium hydroxide may also be obtained (Note 27). 

In alkali works where the Leblanc process is used, caustic soda is prepared directly from 
the alkali remaining in the mother liquors after the separation of the sodium carbonate 
evaporation (Note 14). If excess of lime and charcoal has been used, much sodium 
hydroxide may be obtained. After the removal as far as possible of the sodium carbon- 
ate, a red liquid (from iron oxide) is left, containing sodium hydroxide mixed with com- 
pounds of sulphur and of cyanogen (formed in the Leblanc furnaces, see p. 226, and 
Chapter IX.) and also containing iron. This red alkali is evaporated and air is blown 
through it, which oxidises the impurities (for this purpose sometimes sodium nitrate is 
added, or bleaching powder, &c.) and leaves fused caustic soda. The fused mass is allowed 
to settle in order to separate the ferruginous precipitate, and poured into iron barrels, where 
the sodium hydroxide solidities. Such caustic soda contains about 10 p.c. of water in 
excess and some saline impurities, but when properly manufactured is almost free from 
carbonate and from iron. 

% Lowig gave a method of preparing sodium hydroxide from sodium carbonate by 
heating it to a dull red heat with an excess of ferric oxide. Carbonic anhydride is given 
off, and warm water extracts the caustic soda from the remaining mass, This reaction, 
as experiment shows, proceeds very easily, and is an example of contact action similar 
to the influence of ferric oxide on the decomposition of potassium chlorate. The 
reason of this may be that a small quantity of the sodium carbonate enters into double 
decomposition with the ferric oxide, and the ferric carbonate produced is decomposed into 
carbonic anhydride and ferric oxide, the action of which is renewed. Similar explana- 
tions expressing the motive of a reaction really add but little to that elementary concep- 
tion of contact which, according to my opinion, consists in the change of motion of the 
atoms in the molecules under the influence of the substance in contact. In order to 
represent this clearly it is sufficient, for instance, to imagine that in the sodium carbonate 
the elements CO, movein a circle round the elements Na,O, but at the points of contact 
with FeO, the motion becomes elliptic with a long axis, and at some distance from Na,O 
the elements of CO, are parted, not having the faculty of attaching themselves to Fe,Q;. 
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ing 2NaHO,7H,0, they fuse at +6°.27 If the evaporation be con- 
ducted as long as water is disengaged, which requires a considerable 
amount of heat, then, on cooling, the hydroxide, NaHO, solidifies in 
semi-transparent crystals.?° 

Caustic soda, free from water, forms a colourless crystalline mass, 
which eagerly absorbs moisture and carbonic anhydride from the air.*® 
Its specific gravity is 2°13 ;°° it is easily soluble in water, with 
disengagement of a considerable quantity of heat.5! A saturated 
solution at the ordinary temperature hus a specific gravity of about 
1:5, contains about 45-per cent. of sodium hydroxide, and boils at 
130° ; at 55° water dissolves an equal weight of it.32 Caustic soda 
is not only soluble in water but in alcohol, and even in_ ether. 
Solutions of sodium hydroxide produce the sensation of soaping on the 
skin, because the active base of soap consists of caustic soda.*% 


7 By allowing strong solutions of sodium hydroxide to crystallise in the cold, impuri- 
ties—such as, for instance, sodium sulphate—may be separated from them. The fused 
crystallo-hydrate 2NaHO,7H_,,O forms a solution having a specific gravity of 1°405 (Hermes). 
Let us remark that, according to certain determinations, less water—namely, only 
NaHO,3H,O—enters into the composition of the crystallo-hydrate. The crystals on dis- 
solving in water produce cold. 

78 In solid caustic soda there is generally an excess of water beyond that required by 
the formula NaHO. The caustic sodn used in laboratories is generally cast in sticks, 
which are broken into pieces. It must be preserved in carefully closed vessels, because it 
absorbs water and carbonic anhydride from the air. 

79 By the way it changes in air it is easy to distinguish caustic soda from caustic 
potash, which in general resembles it. Both alkalis absorbs water and carbonic adhydride 
from the air, but caustic potash forms a deliquescent mass of potassium carbonate, whilst 
caustic soda forms a dry powder of efflorescent salt. 

50 As the molecular weight of NaHO= 40, the volume of its molecule = 40/2°13 = 18°5, 
which very nearly approaches the volume of a molecule of water. The same in general 
refers to the compounds of sodium—for instance, its salts have a molecular volume ap- 
proaching the volume of the acids from which they are derived. 

31 The molecular quantity of sodium hydroxide (40 grams), on being dissolved in a 
large mass (200 gram molecules) of water, develops, according to Berthelot 9780, and 
according to Thomsen 9940, heat-units, but at 100° about 18000 (Berthelot). Solutions of 
NaHO +nH,0, on being mixed with water, evolve heat if they contain less than 6H,O, 
but if more they absorb heat. 

32 The specific gravity of solutions of sodium hydroxide at 15°, 4° is given in the short 
table below :— 


NaHO, p.c.. . 5 10 15 20 30 40 
Sp.gr. . . . 1057) 1118) 11691224 1°381—1°486 


1000 grams of a 5 p.c. solution occupies a volume of 946 c.c.; that is, less than the water 
serving to make the solution (see Note 18). 

5} Sodium hydroxide (and other alkalis) is capable of hydrolysing—saponifying, as it 
is termed—the compounds of acids with alcohols. If RHO (or R(HO)x) represent the 
composition of an alcohol—that is, of the hydroxide of a hydrocarbon radicle—and QHO an 
acid, then the compound of the acid with the alcohol or ethereal salt of the given acid 
will have the composition RQO. Ethereal salts, therefore, present a similitude to 
metallic salts, just as alcohols resemble basic hydroxides. Sodium hydroxide acts on 
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The chemical reactions of sodium hydroride serve as a type for those- 
of a whole class of alkalis—that is, of soluble basic hydroxides which 
may be obtained from water and a metallic oxide, and whose compo- 
sition is expressed as a compound of the metal, M, and hydroxyl, OH ; 
MOH. The solution of sodium hydroxide is a very caustic liquid— 
that is to say, it acts in a destructive way on most substances, for 
instance, on most organic tissues—hence caustic soda, like all soluble 
alkalis, is a poisonous substance; acids, for instance, hydrochloric, 
forming common salt, serve as antidotes. The action of caustic soda 
on bones, fat, starch, and similar vegetable and animal substances 
explains its action on organisms. Thus bones, when plunged into a 
weak solution of caustic soda, fall to powder,* and evolve a smell of 
ammonia, which is due to the caustic soda changing the gelatinous. 
organic substance (it contains carbon, hydrogen, nitrogen, oxygen, and 
sulphur, like albumin) of the bones, dissolving it and in part destroy- 
ing it, whence ammonia is disengaged. Fats, tallow, and oils become 


ethereal salts in the same way that it acts on the majority of metallic salts—namely, it. 
liberates alcohol, and forms the sodium salt of that acid which was in the ethereal salt. 
The reaction takes place in the following way :— 


RQO + NaHO — NaQO + RHO 
Ethereal Caustic Sodium Alcohol. 
salt. soda. salt. 


Such a decomposition is termed saponification, because similar reactions were known 
very long ago for the ethereal salts corresponding with glycerin, C;H;(OH); (Chapter 
IX.), found in animals and plants, and composing what are called fats or oils. Caustic 
soda, acting on fat and oil, forms glycerin, and sodium salts of those acids which were 
in union with the glycerin in the fat, as Chevreul showed at the beginning of this century. 
The sodium salts of the fatty acids are known in practice as soaps. That is to say, that 
soap is made from fat and caustic soda, glycerin being separated and a sodium salt 
formed. As glycerin is usually found in union with certain acids, so also are the sodium 
salts of certain acids found in soap. The greater part of the acids found in conjunction 
with glycerin in fats are the solid, palmitic and stearic acids, C,;gH320, and C,3H3302, and 
the liquid, oleic acid, C,4H;,0,; hence soap principally contains a mixture of the sodium 
salts of these acids. In preparing soap the fatty substances are mixed with a solution of 
caustic soda until an emulsion is formed; the proper quantity of caustic soda is then 
added in order to produce saponification when heated, the soap being separated from 
the solution either by means of an excess of caustic soda or else by common salt, which 
displaces the soap from the aqueous solution (salt water does not dissolve soap, neither 
does it form a lather). The water, acting on the soap, partly decomposes it (because the 
acids of the soap are feeble), and the alkali set free acts during the application of soap. 
Hence it may be replaced by a very feeble alkali. Strong solutions of alkali corrode the 
skin and tissues. They are not formed from soap, because the reaction is reversible, 
and the alkali is only set free by the excess of water. Thus we see how the teaching of 
Berthollet renders it possible to understand many phenomena which occur during every- 
day experience. 

54 On this is founded the process of Henkoff and Engelhardt for treating bones. The 
bones are mixed with ashes, lime, and water: it is true in this case that more 
potassium hydroxide than sodium hydroxide is formed, but their action is almost 
identical. 
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saponified with a solution of caustic soda—that is to say, they form 
with it soaps soluble in water, or sodium salts of the organic acids 
contained in the fats.*° The clearest reactions of sodium hydroxide 
are determined by the fact that it saturates all acids forming salts with 
them, which are almost all soluble in water, and in this respect caustic 
soda is as characteristic amongst the bases as nitric acid is among the 
acids. It is impossible to detect sodium by means of the formation of 
precipitates of insoluble sodium salts, as may be done with other 
metals, many of whose salts are but slightly soluble. The powerful 
alkaline properties of caustio soda determine its capacity for com- 
bining with even the feeblest acids, its property of disengaging 
ammonia from ammonium salts, its faculty of acting on salts whose 
bases are insoluble in water, &c. If a solution of the salt of almost 
any metal be mixed with caustic soda, then a soluble sodium salt will 
be formed, and an insoluble hydroxide of the metal will be separated— 
for instance, copper nitrate yields copper hydroxide, Cu(NQ3), 
+2NaHO=Cu(HO),+2NaNO,. Even many basic oxides—as, for in- 
stance, the oxides of zinc and aluminium—precipitated by caustic soda, 
are capable of combining with it and forming soluble compounds, and 
therefore caustic soda in the salts of such metals first forms a pre- 
cipitate of hydroxide, and then, employed in excess, dissolves this 
precipitate. This phenomenon occurs, for instance, when caustic soda 
is added to the salts of aluminium. This shows the property of such 
an alkali as caustic soda of combining not only with acids, but also 
with feeble basic oxides. For this reason caustic soda acts on most 
elements which are capable of forming acids or oxides similar to 
them ; thus, for instance, the metal aluminium gives hydrogen with 
caustic soda in consequence of the formation of alumina, which com- 
bines with the caustic soda—that is, in this case, the caustic alkali 
acts on the metal just like an acid. If the substance which is mixed 
with the caustic soda is capable of combining with the hydrogen 
evolved (aluminium does not form such a compound), then such a 
compound will be formed. Thus, for instance, in this way phosphorus 
acts on caustic soda, yielding hydrogen phosphide. If the hydrogen 
' compound disengaged is capable of combining with the alkali, then, 
naturally, a salt of the corresponding acid is formed. For instance, 
chlorine and sulphur act thus on caustic soda. Chlorine, with the 
hydrogen of the caustic soda, forms hydrochloric acid, and the latter 
forms common salt with the sodium hydroxide, whilst the other atom 
in the molecule of chlorine, Cl,, takes the place of the hydrogen, and. 


55 As explained in Note 33. 
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forms the hypochlorite, NaClO. In the same way, by the action of 
sodium hydroxide on sulphur, hydrogen sulphide is formed, which acts 
on the soda forming sodium sulphide, in addition to which sodium 
. thiosulphate is formed (see sulphur). In virtue of the possibility of 
similar reactions, sodium hydroxide acts on many metals and 
non-metals. Such action is often accelerated by the presence of the 
oxygen of the air, as by this means the possibility of the formation of 
acids and oxides rich in oxygen is increased. Thus many metals and 
their lower oxides, in the presence of an alkali, absorb oxygen and 
form acids. Even manganese peroxide, when mixed with caustic soda, 
is capable of absorbing the oxygen of the air, because sodium manga- 
nate is formed. Organic acids, when heated with caustic soda, give up 
to it the elements of carbonic anhydride, forming sodium carbonate, 
and separating that hydrocarbon group which exists, in combination 
with carbonic anhydride, in the organic acid. 

Thus sodium hydroxide, like the soluble alkalis in general, ranks 
amongst the most active substances in the chemicai sense of the term ; 
but few substances are capable of resisting it. Even the rocky siliceous 
substances, as we shall see further on, are transformed by it, forming 
vitreous slags with it, at all events on fusion. Sodium hydroxide, as a 
typical example of the basic hydrates, in distinction from many other 
basic oxides, easily forms acid salts with acids (for instance, NaHSO,, 
NaHCoO,), and does not form any basic salts at all; whilst many 
less energetic bases, such as the oxides of copper and lead, easily 
form basic salts, but acid salts only with difficulty. This capability 
of forming acid salts, particularly with polybasic acids, may be ex- 
plained by the energetic character of the basic properties of sodium 
hydroxide, and the small development of these properties in the 
bases which easily form basic salts. These latter bases are even 
capable of combining with such bases as sodium hydroxide and 
ammonium hydroxide. An energetic base is capable of retaining a 
considerable quantity of acid, which a slightly energetic base would 
not have the power of doing. Certain feeble bases, particularly inter- 
mediate ones (like alumina) are not at all capableof retaining such feeble 
acids as carbonic, or, if they form compounds with them, they are very 
unstable and basic. The formation of acid salts with such acids as 
carbonic, oxalic, sulphuric, phosphoric, &c., which contain two or 
more atoms of hydrogen, capable of being replaced by metals, is 
explained by the fact that the normal salt represents the substi- 
tution of sodium for all the atoms of hydrogen. Such monobasic 
acids as nitric, hydrochloric, &c., do not form any stable acid salts 
{although they form unstable compounds of the normal salt with the 
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acid), because they contain only one atom of hydrogen capable of 
being replaced by the metal. Also, as will be shown in the subse- 
quent chapters, sodium belongs to the univalent metals, exchangeable 
for hydrogen atom for atom; amongst metals sodium may, like 
chlorine amongst the non-metals, serve as a representative of the 
univalent properties. Most of the other elements which are not 
capable of forming acid salts are bivalent, from whence it may 
be understood that in a bibasic acid—for instance, carbonic, H,CO3, 
or sulphuric, H,SO,—the hydrogen may be exchanged, atom for atom, 
for sodium, and yield an acid salt by means of the first substitution 
and a normal salt by means of the second—for instance, NaHSO,, 
and Na,SO,, whilst such bivalent metals as calcium or barium do 
not form acid salts because one of their atoms at once takes the place 
of both hydrogen atoms, forming, for instance, CaCO, and CaSQ,. 
It may be expected, from what has been mentioned above, that 
bivalent metals easily form acid salts with acids containing more than 
two atoms of hydrogen—for instance, with tribasic acids, such as 
phosphoric acid, H;PO,—and actually such salts do exist ; but all 
such relations are complicated by the fact that the character of the 
base very often changes and becomes weakened with the increase of 
valency and the change of atomic weight, and feebler bases (for 
instance, silver oxide), although corresponding with univalent metals, 
do not form acid salts, and the feeblest bases (for instance, CuO, PbO) 
easily form basic salts, and, notwithstanding their valency, do not form 
any acid salts which are in any degree stable—for instance, which are 
undecomposable by water. In addition, basic and acid salts ought to be 
regarded rather as compounds similar to crystallo-hydrates, because 
such acids as sulphuric form with sodium not only an acid and a 
normal salt, as might be expected judging from the valency of 
sodium, but in addition to these also salts containing a _ greater 
quantity of acid. In sodium sesquicarbonate we saw an example of 
such compounds. Taking all this into consideration, we ought to say 
that the property of more or less easily forming acid salts more 
readily accords with the energy of the base than with the valency, 
and it is truest of all to state that the faculty of a base to form acid and 
basic salts 1s its characteristic, just as the faculty of forming com- 
pounds with hydrogen is a characteristic property of elements. In 
this respect sodium hydroxide distinguishes itself by the facility with 
which it forms acid salts and an absence of the faculty of forming 
basic salts. This property is also shared with sodium by the bases 
formed from the metals potassium and lithium. The metals lead and 
copper do not form acid salts, but easily give basic salts. Barium, 
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calcium, and silver form acid and basic salts with difficulty, although 
they easily form normal ones. 

We have seen the transformation of common salt into sodium 
sulphate, of this latter into sodium carbonate, and of sodium carbonate 
into caustic soda. Lavoisier still regarded sodium hydroxide as an 
element, because he was unacquainted with its decomposition with the 
elimination of oxygen and its formation by means of metallic sodium, 
which separates the hydrogen from water, forming caustic soda. The 
preparation of metallve sodium was one of the greatest discoveries in 
chemistry, not only because through it the conception of elements became 
broader and more regular, but especially because in sodium chemical 
properties were observed which were but feebly shown in the other 
metals more familiarly known. This discovery was made in 1807 by 
the English chemist Davy by means of the galvanic current. By con- 
necting with the positive pole (of copper or charcoal) a piece of moist 
(in order to obtain electrical conductivity) caustic soda, and boring a hole 
in it filled with mercury connected with the negative pole of a strong 
Volta’s pile, Davy observed that on passing the current, a peculiar 
metal dissolved in the mercury, less volatile than mercury, and capable 
of decomposing water, again forming caustic soda. In this way (by 
analysis and synthesis) Davy demonstrated the complexity of alkalis, 
which up to that time had been regarded as undecomposable substances. 
‘(On being decomposed by the galvanic current, caustic soda disengages 
hydrogen and sodium at the negative pole and oxygen at the positive 
pole. Davy showed that the metal formed volatilises at a red heat, 
which is the most important physical property for extracting sodium, 
because all further methods are founded on the volatility of sodium. 
Besides this Davy observed that sodium easily oxidises, that its 
vapours take fire in air, and the latter circumstance was for a long time 
‘an obstacle to the easy preparation of this metal. The properties of 
sodium were later on more thoroughly investigated by Gay-Lussac and 
Thenard, who furnished easier means of obtaining sodium, and observed 
that metallic iron at a high temperature was capable of reducing sodium 
from caustic soda.36 Brunner latterly discovered that not only iron, 


36 Deville supposes that such a decomposition of sodium hydroxide by metallic iron 
depends solely on the dissociation of the alkali at a white heat into sodium, hydrogen, 
and oxygen. Here the part played by the iron is only that it retains the oxygen formed, 
otherwise the decomposed elements would again reunite upon cooling, as in other cases 
of dissociation. If it be supposed that the temperature at the commencement of the dis- 
sociation of the iron oxides is higher than that of sodium oxide, then the decomposition 
may be explained by the hypothesis of Deville. Deville demonstrates his views by the 
following experiment :—An iron bottle, filled with iron shavings, was heated in such a 
‘way that the upper part became red hot, the lower part remaining cooler; sodium 
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but also charcoal, has this property, although hydrogen does not reduce 
sodium.?” But still the methods of extracting sodium were very 
troublesome, and consequently sodium was a great rarity. The principal 
-obstacle to its production was that they endeavoured to condense the 
-easily-oxidising vapours of sodium in vacuum in complicated apparatus. 
For this reason, when Donny and Maresca, having thoroughly studied 
the matter, constructed a specially simple condenser, the production of 
sodium was much facilitated. Furthermore, in practice the most im- 
portant epoch in the history of the production of sodium is comprised in 
the investigation of Sainte-Claire Deville, who avoided the complex 
methods in vogue up to that time, and furnished those simple means by 
which the production of sodium is now rendered feasible in chemical 
works. 

For the production of sodium according to the method of Deville, a 
mixture of sodium carbonate (7 parts) free from water, charcoal (two 
parts), and lime or chalk (7 parts) is heated. This latter ingredient is 
only added in order that the sodium carbonate, on fusing, shall not 
separate from the charcoal.?* The chalk on being heated loses carbonic 
anhydride, leaving infusible lime, which is permeated by the sodium 
carbonate and forms a thick mass, in which the charcoal is situated, in 
immediate contact with the sodium carbonate. That is to say, the lime 
‘only serves as a mechanical admixture. When the charcoal is heated 


hydroxide was introduced into the upper part. The decomposition was then effected— 
that is, sodium vapours were produced (this experiment was done really with potassium 
hydroxide). On unfastening the bottle it was found that the iron in the upper part 
was not oxidised, but only that in the lower part. This may be explained by the decom- 
position of the alkali into sodium, hydrogen, and oxygen taking place in the upper part, 
whilst the iron in the lower part absorbed the oxygen set free. If the whole bottle be 
subjected to the same moderate heat as the lower extremity, no metallic vapours are 
formed. Then, according to the hypothesis, the temperature would be insufficient for 
the dissociation of the sodium hydroxide. 

37 It has been previously remarked (Chapter II. Note 9) that Beketoff showed 
the displacement of sodium by hydrogen, not from sodium hydroxide but from the oxide 
Na,.O; then, however, only one half is displaced, with the formation of NaHO. 

38 In latter times in England, where the preparation of sodium is at present carried 
on on a large commercial scale (from 1860 to 1870 it was only manufactured in a few 
works in France), they have begun to add to Deville’s mixture more iron, or iron oxide, 
which, with the charcoal, gives metallic and carburetted iron, which still further 
facilitates the decomposition. At present a kilogram of sodium may be purchased 
for about the same sum (2/-) as a gram cost thirty years ago. The industrial prepa- 
ration of sodium in large quantities ought not only to influence the extraction of such 
metals as aluminium (metal of clay and alum), but also many other branches of industry. 
The method of preparation by means of the action of the galvanic current, proposed and 
tried many times, still requires further improvement. Deville overcame the practical 
difficulties connected with his process, which is that in use at present, and is distinguished 
by its simplicity and cheapness; but so far industry has but scantily availed itself of the 
possibility of obtaining cheap sodium. 
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with the sodium carbonate, at a white heat, carbonic oxide and vapours 
of sodium are disengiged, according to the equation : 
Na,CO,;,+2C=Na,+3C0O 


On cooling the vapours and gases disengaged, the vapours condense 
into molten metal (in this form sodium dees not easily oxidise, whilst in 
vapour it burns) and the carbonic oxide remains as gas. 

Here are the simple means by which metallic sodium may be obtained. 
An iron tube. about a metre long and a decimetre in diameter, is made 
out of boiler plate. The pipe is cemented into a furnace having a strong 


Fig. 71.—Manufartare of sodium by Deritie’s peoeess, A Cl iton tabe containing a mixture of 
soba. chara ae ail cuales. Lb, co udenser. 


draught, capable of giving a high temperature, and the tube is charged 
with the mixture required for the preparation of sodium. One end of the 
tube is closed with a cast-iron stopper A with clay luting, and the other 
with the cast-iron stopper C provided with an aperture. On heating, first 
of all the moisture contained in the various substances is given off, then 
carbonicanhydride and the products of the dry distillation of the charcoal, 
then the latter begins to act on the sodium carbonate, and carbonic oxide 
and vapours of sodium appear. It is easy to observe the appearance of 
the latter, because on issuing from the aperture in the stopper C they 
take fire spontaneously and burn with a very bright yellow flame. The 
pipe of the condenser is then introduced into the aperture C, compelling 
in this way the vapours and gases formed to pass through the condenser 
B. This condenser consists of two square cast-iron trays, A and A’, 
Fig. 72, with wide edges firmly screwed together. Between these two 
trays there is a space in which the condensation of the vapours of 
sodium is accomplished, because the thin metallic walls of the condenser 
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are cooled by the air but remain sufficiently heated to preserve the 
sodium in a liquid state, and so it does not choke the apparatus, but con- 
tinually flows from it. The vapours of sodium, condensing in the cooler, 
flow in the shape of liquid metal into a vessel 
containing some non-volatile naphtha or hydro- 
carbon. This is used in order to prevent the 
sodium oxidising as it issues from the conden- 
ser at a somewhat high temperature. During 
the operation it is necessary (with an iron 
rod) to occasionally clear the pipe which con-_ | 
ducts the vapours to the condenser, because it | 


pit i 2 


becomes choked up with solid compounds Fi. 72.—Donny and Maresca's 


° : sodium condenser, consist- 
formed by the sodium. Im order to obtain ing of two cast-iron plates 


screwed together. 


sodium of a pure quality it is necessary to distil 
it once more, which may even be done in porcelain retorts, but the dis- 
tillation must be conducted in a stream of some gas on which sodium 
does not act, for instance in a stream of nitrogen ; carbonic anhydride 
is not applicable, because sodium partially decomposes it, absorbing the 
oxygen from it. 

Pure sodium is a lustrous metal, white as silver, soft as wax ; it be- 
comes brittle in the cold. In ordinary moist air it quickly tarnishes and 
becomes covered with a film of hydroxide, NaHO, formed at the expense 
of the water in the air. In completely dry air sodium retains its lustre 
for an indefinite time. Its density at the ordinary temperature is 
equal to 0:98, so that it is lighter than water ; it fuses very easily at a 
‘temperature of 95°, and distils at a bright red heat (about 900°). It 
forms alloys with most metals, combining with them, heat being some- 
times evolved and sometimes absorbed. Thus if sodium (having a clean 
surface) be thrown into mercury, especially when heated, there is a flash, 
and such a considerable amount of heat is evolved that part of the mer- 
cury is transformed into vapour.*® Compounds or solutions of sodium 


39 By dissolving sodium amalgams in water and acids, and deducting the heat of 
solution of the sodium, Berthelot found that for each atom of the sodtum in amalgams 
containing a large amount of mercury (more than 90 p.c.) the amount of heat evolved 
increases with the quantity of sodium, and also that when a composition is reached which 
approaches NaHg, the heat evolved decreases. In the formation of the latter compound, 
about 18500 calories are evolved; when NaHgs is formed, about 14000; and for NaHg 
about 10000 calories. Kraut and Popp regarded the definite crystalline amalgam as 
having the composition of NaHg,, but at the present time, in accordance with Grimaldi’s 
results, it is thought to be NaHgs. A similar amalgam is very easily obtained if a 
3% p.c. amalgam be left several days in a solution of sodium hydroxide until a crystalline 
mass is formed, from which the mercury may be removed by strongly ‘pressing in 
chamois leather. This amalgam with a solution of potassium hydroxide forms a 
potassium amalgam, KHy,, (Crookewitt, Grimaldi). It may be mentioned here that 
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in mercury, or amalgams of sodium, even when containing 2 parts of 
sodium to 100 parts of mercury, are solids. Only those amalgams 
which are the very poorest in sodium are liquid. Such alloys of sodium 
with mercury are often used instead of sodium in chemical investiga- 
tions, because in combination with mercury sodium is not easily acted 
on by air, and is a mass heavier than water, and therefore more conve- 
nient to handle, whilst at the same time it retains the principal pro- 
perties of sodium.‘° 

It is easy to form an alloy of mercury and sodium having a crystal- 
line structure, and a definite atomic composition NaHg,. The alloy of 
sodium with hydrogen or sodium hydride, Na,H, which has the external 
appearance of a metal,‘! is a-most instructive example of the character- 
istics of alloys. At the ordinary temperature sodium does not absorb 
hydrogen, but from 300° to 421° the absorption takes place at the 
ordinary pressure (and at an increased pressure even at higher tem- 
peratures), as shown by Troost and Hautefeuille (1874). One volume 
of sodium absorbs as much as 238 vols. of hydrogen. The metal 
increases in volume, and when once formed the alloy can be preserved 
for some time without change at the ordinary temperature. The 
appearance of sodium hydride resembles that of sodium itself ; it is 
as soft as this latter, when heated it becqmes brittle, and decomposes 
above 300°, evolving hydrogen. In this decomposition all the pheno- 
mena of dissociation are very clearly shown—that is, the hydrogen gas 
evolved has a definite tension,‘? which corresponds with each definite 
temperature. This confirms the fact, that the formation of substances 
capable of dissociation is only accomplished within the limits of the 
dissociation. Sodium hydride melts more easily than sodium itself, and 
the latent heat of fusion (of atomic quantities) of Hg = 360 (Personne), Na = 780 
(Joannis), and K = 610 calories (Joannis). 

#0 Alloys are so similar to solutions (exhibiting such complete parallelism in proper- 
ties) that they are contained in the same class of so-called indefinite compounds (Chap- 
terI.). But in alloys, as substances passing from the liquid to the solid state, it is 
easier to discover the formation of definite chemical compounds, and therefore, in order 
to arrive at a correct understanding of solutions, it is very important to study alloys. 
In addition to this, they are of themselves of considerable interest. The combination of 
sodium with hydrogen, where the change of physical properties is so evident and where 
the conservation of chemical properties and easy dissociation are so apparent, ought in 
this respect to supply much towards an understanding of alloys and also of solutions. 
Alloys and solutions are homogeneous; if the decomposition has commenced or increased 


we may not perceive it, but the products of the splitting up of the alloy Na,H are hetero. 
geneous; they are visible. 


‘1 Potassium forms a similar compound, but lithium, under the same circumstances, 
does not. 


‘? Namely, the tension of dissociation of hydrogen, p, in millimetres of mercury, is :— 
t 880° 850° 880° 400° 420° 480° 
P 28 57 150 447 752 900 


oll 
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then does not undergo decomposition if it is in an atmosphere of hydrogen. 
It oxidises easily in air, but not so easily as potassium hydride. The 
chemical reactions of sodium are retained in its hydride, and, if we may 
so express it, they are even increased by the addition of hydrogen. At 
all events, in the properties of sodium hydride ‘3 we see other properties 
than in such hydrogen compounds as HCl, H,O, H,N, H,C, or even 
in the gaseous metallic hydrides AsH,, TeH,. But platinum, palladium, 
nickel, and iron, in absorbing hydrogen form compounds in which 
hydrogen is in a similar state. In them, as in sodium hydride, the 
hydrogen is compressed, absorbed, occluded (page 141). 

The most important property of sodium is its power of easily decom- 
posing water and evolving hydrogen from the majority of the hydrogen 
compounds, and especially from all acid and hydrate compounds in which 
hydroxyl] ought to be recognised. This depends on the power of sodiuin 
of combining with the elements which are in combination with the hydro- 
gen. We already know that sodium disengages hydrogen, not only from 
water, hydrochloric acid,‘4 and all other acids, but also from ammonia, 
although it does not displace hydrogen from the hydrocarbons.** 


45 In general, during the formation of alloys the volumes change very slightly, and 
therefore from the volume of NajgH some idea may be formed of the volume of 
hydrogen in a solid or liquid state. Archimedes even concluded that there was gold 
in an alloy of copper and gold by reason of its volume and density. From the fact that 
the density of NaH is equal to 0°959, it may be seen that the volume of 47 grams (the 
gram molecule) of this compound = 49°0 c.c. The volume of 46 grams of sodium con- 
tained in the Na,H is equal (the density in the same conditions 0°97) to 47°4.c.c. There- 
fore the volume of 1 gram of hydrogen in NajH is equal to 1°6 c.c., and consequently the 
density of metallic hydrogen, or the weight of 1 c.c., approaches 0°6 gram. This density 
is also proper to the hydrogen alloyed with potassium and palladium. Judging from the 
scanty information which is at present availuble, liquid hydrogen near its absolute 
boiling-point (Chapter II.) has a far less density. 

It ought to be mentioned that sodium hydride, according to the usual equivalency of 
H, with O, corresponds, not with the oxide Na,O, but with the suboxide of godium, Na,O, 
and if we judge the atomicity of elements by hydrogen compounds, sodium ought to be 
counted as semivalent. According to the law of substitution, Na ought to be taken as 
univalent in all its ordinary combinations : Na,O, NaCl, NaHO, NaHSO,, &c. Therefore 
sodium hydride belongs to the series Nu,X, and not NaX. 

44H. A. Schmidt remarked that completely dry hydrogen chloride is decomposed 
with great difficulty by sodium, although the decomposition proceeds easily with potas- 
sium and with sodium in moist hydrogen chloride. Wanklyn also remarked that sodium 
burns with great difficulty in dry chlotine. Probably in relation to this there is a corre- 
spondence with other phenomena observed by Dixon, who found that completely dry 
carbonic oxide does not explode with oxygen on passing an electric spark. 

45 As sodium does not displace hydrogen from the hydrocarbons, it may be preserved 
in liquid hydrocarbons. Naphtha is generally used for this purpose, as it consists of a 
mixture of various liquid hydrocarbons. However, in naphtha sodium usually becomes 
coated with a crust composed of matter produced by the action of the sodium on certain of 
the substances contained in the mixture composing naphtha. In order that sodium may 
retain its lustre in naphtha, secondary octyl alcohol is added. (This alcohol is obtained by 
distilling castor oil with caustic potash.) Potassium and sodium keep well in a mixture 


of pure benzene and naphthalene. 
uu 3 
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Sodium burns both in chlorine and in oxygen, evolving much heat. 
These properties of sodium are closely connected with its power of 
taking up oxygen, chlorine, and similar elements from most of their 
compounds. Just as sodium removes the oxygen from the oxides of 
nitrogen and from carbonic anhydride, so also does it decompose the 
majority of oxides at definite temperatures. Here the essence of the 
matter is the same as in the decomposition of water. Thus, for instance, 
when acting on magnesium chloride, the sodium displaces the magne- 
sium, or when acting on aluminium chloride sodium displaces metallic 
aluminium. Sulphur, phosphorus, arsenic, and a whole series of other 
elements, also combine with sodium.‘® ; 

With oxygen sodium unites in three degrees of combination, forming 
a suboxide, Na,O, an oxide, Na,O, and a peroxide, NaO. They are 
thus termed because Na,0O is a basic oxide (with water it forms a basic 
hydroxide), but Na,O and NaO do not form corresponding saline 
compounds. The suboxide is a grey inflammable substance which 
easily decomposes water, disengaging hydrogen ; it is formed by the 
slow oxidation of sodium at the ordinary temperature. The peroxide 
is a greenish yellow substance, fusing at a bright red heat ; it is produced 
by burning sodium in an excess of oxygen, and it yields oxygen when 
treated with water : 


Suboxide : Na,O+ 3H,O=4NaHO+H,"" 
Peroxide : NaO+ H,O=2NaHO+0 


4° If sodium does not directly displace the hydrogen in hydrocarbons, still by indirect 
means compounds may be obtained which contain sodium and hydrocarbon groups. Some 
of these compounds have been produced, although not in a pure state. Thus, for instance 
zinc ethy! Zn(C,H;)., when treated with sodium, loses zinc and forms sodium ethyl, C,H;Na, 
but this decomposition is not complete, and the compound formed cannot be separated by 
distillation from the remaining zinc ethyl. In this combination the energy of the eodium 
clearly appears, for which reason it reacts with substances containing haloids, oxygen, 
&c., and directly absorbs carbonic anhydride, forming a salt of a carboxylic acid 
(propionic). 

«7 A compound, Na.Cl, which corresponds with the suboxide, is evidently formed 
when a galvanic current is passed through fused common salt; the sodium liberated dis- 
solves in the common salt, and does not separate from the compound either on cool- 
ing or on treatment with mercury. It is therefore supposed to be Na,Cl; the 
more so as the mass obtained gives hydrogen when treated with water: Na,Cl+H,0 
=H+NaHO+ NaCl, that is, it acts like suboxide of sodium. If Na,Cl really existe as s 
salt, then the corresponding base Na,O, according to the example of other bases of the 
composition M,O, ought to be called a quaternary oxide. According to certain evidence, 
a suboxide is formed when thin sheets or fine drops of sodium slowly oxidise in moist 
air. 

$8 According to observations easily made, sodium when fused in air oxidises but does 
not burn, the combustion only commencing with the formation of vapour—that is, when con- 
siderably heated. Davy and Karsten obtained the oxides of potassium, K,O, and of sodium, 
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AJ] three oxides form sodium hydroxide with water, but only the 
oxide, Na,O, is directly transformed into a hydrate. The other oxides 
either liberate hydrogen or oxygen ; they also present a similar dis- 
tinction with reference to many other agents. Thus carbonic anhydride 
combines directly with the oxide Na,O, which when heated in the gas 
burns, forming sodium carbonate, whilst in this case the peroxide ‘9 also 
yields oxygen. When treated with acids, sodium and all its oxides only 
form the salts corresponding with sodium oxide—that is, of the formula or 
type NaX. Thus the oxide of sodium Na,O is the only salt-forming 
oxide of this metal, as water is in the case of hydrogen. Although the 
peroxide H,O, is derived from hydrogen, yet there are no correspond- 
ing salts known, and if they are formed they are probably as unstable as 
hydrogen peroxide itself. Although carbon forms carbonic oxide, CO, 
still it has only one salt-forming oxide—carbonic anhydride, CO,. 
Nitrogen and chlorine both give several salt-forming oxides and types of 
salts. But of the oxides of nitrogen, NO and NO, do not form salts, 
as do N,O;3, N.O,, and N,O,, but NO, does not form special salts, 
and N,O, corresponds with the highest form of the saline compounds 
of nitrogen. Such distinctions between the elements, according to 
their power of giving one or several saline forms, is a radical property 
of no less importance than the basic or acid properties of the oxides 
produced. Sodium as a typical metal does not form any acid oxides, 


Na,O, by heating the metals with their hydroxides, whence NaHO + Na=Na,0 + H, but 
N. N. Beketoff failed to obtain oxides by this means. He prepared them by directly 
igniting the metals in dry air, and afterwards heating with the metal in order to destroy 
any peroxide. The oxide Na,O produced, when heated in an atmosphere of hydrogen, 
gave a mixture of sodium and its hydroxide: Na,0+H=NaHO+Na (see Chapter II. 
Note 9). If both the observations mentioned are accurate, then the reaction is reversible. 
Sodium oxide ought to be formed during the decomposition of sodium carbonate by oxide 
of iron (see Note 26), and during the decomposition of sodium nitrite. According to 
Karsten, its specific gravity is 2°8, according to Beketoff 2°38. The difficulty in obtaining 
it is owing to an excess of sodium forming the suboxide, and an excess of oxygen the 
peroxide. The grey colour peculiar to the suboxide and oxide perhaps shows that they 
contain metallic sodium. In addition to this, in the presence of water it may contain 
sodium hydride. 
49 Of the oxides of sodium, that easiest to form is the peroxide NaO or Na,O,; this 
is obtained when sodium is burnt in an excess of oxygen. When heated with iodine 
vapour, it loses oxygen: Na,0O,+I,=Na,01L,+0. The compound Na,OJ, is akin to 
the compound Cu,OCl, obtained by oxidising CuCl. This reaction is one of the few 
where iodine directly displaces oxygen. The substance Na,OI, is soluble in water, and 
when acidified gives free iodine and a sodium salt. Carbonic oxide is absorbed by heated 
sodium peroxide with formation of sodium carbonate: Na,CO;=Na,0,+CO, whilst 
carbonic anhydride liberates oxygen from it. With nitrous oxide it reacts thus: Na,O, 
+2N,0=2NaNO0,+N,; with nitric oxide it combines directly, forming a nitrite, NaO 
+NO=NaNO,. Sodium peroxide, when treated with water, does not give hydrogen 
peroxide, because the latter in the presence of the alkali formed (Na,0, + 2H,0 = 2NaHO 
+ H,O,) decomposes into water and oxygen. 
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whilst chlorine, being a typical non-metal, does not form bases with 
oxygen. Therefore sodium as an element may be thus characterised : 
it forms one very stable salt-forming oxide, Na,O, having powerful 
basic properties, its salts are of the general formula, NaX, therefore 
in saline compounds it is, like hydrogen, a univalent element.*° 

On comparing sodium and its analogues, which will be described later 
with other metallic elements, it will be seen that those properties, 
together with the relative lightness of the metal itself and its com- 
pounds, and the magnitude of the atomic weight of sodium, comprise 
the most essential properties of this element, clearly distinguishing it 
from others, and enabling us easily to recognise its analogues. 


* By heating sodium in dry ammonia, Gay-Lussac and Thénard obtained an olive- 
green, easily-fusible mass, sodamide, NH.Na, hydrogen being separated. This sub- 
stance with water forms sodium hydroxide and ammonia; with carbonic oxide, CO, it 
forms sodium cyanide, NaCN, and water H.O; and with dry hydrogen chloride it forms 
sodium and ammonium chlorides. These and other reactions of sodamide show that the 
metal in it preserves its energetic properties in reaction, and that this compound of 
sodium is but little more stable than the corresponding chlorine amide, although it doea 
not show its property of spontaneous decomposition, which is evident from the difference 
between the properties of metallic sodium and gaseous chlorine. When heated, sodam- 
ide, NH.Na, only partially decomposes, with evolution of hydrogen, the principal part of 
it giving ammonia and sodium nitride, NaN, according to the equation 3NH.Na =3NH, 
+NNa;. The latter isan almost black powdery mass, decomposed by water into ammonia 
and sodium hydroxide. 
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CHAPTER XIII 
POTASSIUM, RUBIDIUM, CHSIUM, AND LITHIUM. SPECTRUM ANALYSIS 


Just as the series of halogens, fluorine, bromine, and iodine, correspond 
with the chlorine contained in common salt, so there also exists a cor- 
responding series of elements: lithium, Li=7, potassium, K=39, 
rubidium, Rb=85, and cesium, Cs=133, which are analogous to the 
sodium in common salt. These elements bear as great a resemblance 
to sodium, Na=23, as fluorine, F=19, bromine, Br=80, and iodine, 
I=127, have to chlorine, Cl=35-5. Indeed, in a free state, these 
elements are, like sodium, soft metals, which rapidly oxidise in moist 
air, and decompose water at the ordinary temperature, forming soluble 
hydroxides, having clearly-defined basic properties, and the composi- 
tion RHO, like that of caustic soda. The resemblance between these 
metals is sometimes seen with striking clearness, especially in com- 
pounds such as salts. The corresponding salts of nitric, sulphuric, 
carbonic, and nearly all acids with these metals have many points in 
common. The metals which resemble sodium so much in their reac- 
tions are termed the metals of the alkalis. 

Among the metals of the alkalis, the most widely distributed in 
nature, after sodium, is potassium. Like sodium, it does not appear 
either in a free state or as oxide or hydroxide, but in the form of salts, 
which present much in common with the salts of sodium in the manner 
of their occurrence. The compounds of potassium and sodium in the 
earth’s crust occur as mineral compounds of silica. With silica, SiO,, 
potassium oxide, like sodium oxide, forms saline mineral substances 
like glass. If different other oxides, such as lime, CaO, and alumina, 
Al,O3, combine with these compounds, there is formed glass, or a 
glassy stony mass, which is distinguished by its great stability. It is 
such complex silicious compounds as these which contain potash 
(potassium oxide), K,O, or soda (sodium oxide), Na,O, and some- 
times both together, silica, SiO,, lime, CaO, alumina, Al,O3, and other 
oxides, that form the chief mass of rocks, out of which, judging by 
the distribution of the strata, the chief mass of the accessible crust 
(envelope) of the earth is made up. The primary rocks, like granite, 
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porphyry, dec.,! are formed of sach crystalline silicious rocks as these. 
The oxides entering into the c~mposition of these rocks do not form a 
homogenenus amorphous mass like giass. bat are distributed in a series 
of peculiar, and in the majority of cases erysta.line, compounds, into 
which the primary rocks may be divided. Thus. as has been already 
mentioned, granite contains felspar, quartz. and mica. Potash and 
soda, «c., are generally found in these component parts of rocks. Thus 
a felspar (orthoclase) in granite contains from & to 15 percent. of potas- 
sium, whilst another variety (plagioclase) which also occurs in granite 
contains 1-2 to 6 per cent. of potassium. and 6 to 12 per cent. of sodium. 
The mica in granite contains 3 to 10 per cent. of potassium. As 
has already been mentioned, and will be further explained, the friable, 
crambling, and stratitied formations which mn our times cover a 
large part of the earth’s surface have been formed from these primary 
rocks by the action of the atmosphere, and of water containing car- 
bonic acid. It is evident that in the formation of these friable forma- 
tions from the primary rocks by the action of water, the compounds of 
potassium, as well as the compounds of sodium, must have been dis- 
solved by the water (as they are soluble in water), and, therefore, the 
compounds of potassium must be accumulated together with those of 
sodium in sea water. And, indeed, compounds of potassium are always, 
as we have already pointed out (Chaps. I. and X.) found in #a tater. 
This forms one of the sources from which they are extracted. After 
the evaporation of sea water, there remains a mother liquor, which 
contains potassium chloride and a large proportion of magnesium 
chloride. On cooling this solution crystals separate out, which contain 
chlorides of magnesium and potassium. A double salt of this kind, 
called carnallite, KMgCl,,6H,O, occurs at Stassfurt. This carnallite? 
is now employed as a material for the extraction of potassium chloride, 
and of all the compounds of this element.* Besides which, potassium 


} The origin of the primary rocks has been mentioned in Chap. X. Note 2. 

? Carnallite belongs to the number of double salts which are directly decomposed by 
water, and it only crystallises from solutions which contain an excess of magnesium 
chloride. It may be prepared artificially by mixing strong solutions of potassium and 
magnesium chlorides, when colourless crystals of sp. gr. 1°60 separate, whilst the Stass- 
fart salt is usually of a reddish tint, owing to traces of iron. At the ordinary tempera- 
ture sixty-five parte of carnallite are soluble in one-hundred parts of water in the pre. 
sence of an excess of the salt. It deliquesces in the air, forming a solution of magne- 
sium chloride and leaving potassium chloride. 

3 The method of separating sodium chloride from potassium chloride has been 
described on p.72. On evaporation of a mixture of the saturated solutions, sodium chloride 
separates; and then, on cooling, potassium chloride separates, owing to the difference of 
the variation of their solubilities with the temperature. The following are the most 
trustworthy figures for the solubility of potasstum chloride in one hundred parts of 
water (for sodium chloride, see Chap. X. Note 13) :— 

10° 20° 40° 60° 100° 
32 35 40 40 57 
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chloride itself is sometimes found at Stassfurt as sylvine. By a 
method of double saline decomposition, the chloride of potassium 
may be converted into all the other potassium salts,‘ some of 
which are of practical use. The potassium salts have, however, 
their greatest importance as an indispensable component of the food 
of plants.* 


When mixed with solutions of other salts the solubility of potassium chloride naturally 
varies, but not to any great extent. The specific gravity of the solid salt is 1:99—that is, 
less than that of sodium chloride. All the salts of sodium are specifically heavier than 
the corresponding salts of potassium, as are also their solutions for equal percentage, 
compositions. If the specific gravity of water at 4°=10000, then at 15° the specific 
gravity of a volution of p p.c. potassium chloride = 9992 + 63°29 p + 0°226 p?, and therefore 
for 10 p.c. 10647, 20 p.c.=11348, &c. 

Potassium chloride combines with iodine trichloride to form a compound KC1+ICl;= 
KICh, of a yellow colour, which is fusible, loses the iodine trichloride at a red heat, and 
gives potassium iodate and hydrochloric acid with water. It is not only formed by 
direct combination, but also by many other methods; for instance, by passing chlorine 
into a solution of potassium iodide so long as the gas is absorbed KI + 2Cl,=KCI1,ICI;. 
Potassium iodide, when treated with potassium chlorate and strong hydrochloric acid, 
also gives this compound; another method for the formation of which is shown by the 
equation KC10; + 1+ 6HCl= KC1,ICl;+8Cl+8H,0. This is a kind of a salt correspond- 
ing with KIO, (unknown) in which the oxygen is replaced by chlorine. If atomicity is 
taken as a starting point in the study of chemical compounds, and if the elements are 
considered as having a constant atomicity (number of bonds)—that is, if K, Cl, and I 
be counted as univalent elements—then it is impossible to explain the formation of 
such a compound, because, according to this view, univalent elements are only able to 
form dual compounds with each other; for example, KCI, Cll, KI, &c., whilst here they 
are grouped together in the molecule KIC]. 

4 It is possible to directly extract the compounds of potassium from the primary 
rocks which are, especially in some localities, so widely distributed over the earth’s 
surface. From a chemical point of view this problem presents no difficulty; for in- 
stance, by fusing powdered orthoclase with lime and fluor spar (Ward’s method) and 
then extracting the alkali with water (in the fusion the silica gives an insoluble com- 
pound with lime), or by treating the orthoclase with hydrofluoric acid (in which case 
silicon fluoride is evolved as a gas) it is possible to transfer the alkali of the orthoclase 
to an aqueous solution, and to separate it in this manner from the other insoluble oxides. 
Thus after treating with hydrofluoric acid, many fluorides are obtained in solution, 
chiefly the fluorides of aluminium and potassium. If the solution be evaporated and 
sulphuric acid then added, hydrofluoric acid is evolved and the metals are obtained as 
sulphates. On adding ammonia to the solution of these salts, the aluminium is precipi- 
tated as hydroxide, and the salts of ammonia and potassium remain in solution. The 
ammonia salt is then decomposed by igniting, and the potassium sulphate is obtained 
alone. However, as yet there is no profit in, nor necessity for, having recourse to this treat- 
ment, as there still exist abundant sources for the extraction of potassium compounds 
by cheaper methods. Furthermore, the salts of potassium are now in the majority of 
chemical reactions replaced by salts of sodium, especially since the preparation of sodium 
carbonate has been facilitated by Leblanc’s method. The replacement of potassium 
compounds by sodium compounds not only presents the advantage that the salts of 
sodium are in general cheaper than those of potassium, but also that a less quantity of a 
sodium salt is needed for a given reaction than of a potassium sult, because the combin- 
ing weight of sodium (23) is less than that of potassium (39). 

5 It has been shown by direct experiment on the cultivation of plants in artificial 
soils and in solutions that under conditions (physical, chemical, and physiological) other- 
wise identical plants are able to thrive and become fully developed in the entire absence 
of sodium salts, but that their development is impossible without potassium salts. 
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The primary rocks contain an almost equal proportion of potassium 
and sodium. But in sea water the compounds of the latter metal pre- 
dominate. It may be asked, what became of the compounds of potas- 
sium in the disintegration of the primary rocks, if so small a quantity 
went to the sea water? They remained with the other products of the 
decomposition of the primary rocks. When granite or any other 
similar rock formation is disintegrated, there are formed, besides the 
soluble substances, also insoluble substances—sand and finely-divided 
clay, containing water, alumina, and silica. This clay is carried away 
by the water, and is then deposited in strata. It, and especially 
its admixture with vegetable remains, retain compounds of potassium 
in a greater quantity than those of sodium. This has been proved, 
with absolute certainty, to be the case, and is due to the absorptire 
power of the soll. If a dilute solution of a potassium compound be 
filtered through common mould used for growing plants, and _ con- 
taining clay and the remains of vegetable decomposition, it will be 
found to have retained a somewhat considerable percentage of the 
potassium compounds. If a salt of potassium be taken, then during 
the filtration an equivalent quantity of a salt of calcium—which is also 
found, as a rule, in soils—is set free. Such a process of filtration 
through finely-divided earthy substances proceeds in nature, and the 
compounds of potassium are everywhere retained by the friable earth 
in considerable quantity. This explains the presence of so small an 
amount of potassium salts in the water of rivers, lakes, streams, and 
oceans, where the lime and soda have accumulated. The compounds of 
potassium retained by the friable mass of the earth are absorbed as an 
aqueous solution by the roots of plants. Plants, as every one knows, 
when burnt leave an ash, and this ash, besides various other substances, 
without exception contains compounds of potassium. Many land 
plants contain a very small amount of sodium compounds,® whilst 
potassium and its compounds occur in all kinds of vegetable ash 
Among the generally cultivated plants, grass, potatoes, the turnip, 
and buckwheat are particularly rich in potassium compounds. The 
ash of plants, and especially of herbaceous plants, buckwheat straw. 
sunflower and potato leaves are used in practice for the extraction of 
potassium compounds. There is no doubt that potassium occurs in the 
plants themselves in the form of complex compounds, and often as salts 
of organic acids. In certain cases such salts of potassium are even 
extracted from the juice of plants. Thus, sorrel and oxalis for example, 
contain in their juices the acid oxalate of potassium, C,HKO,, which ts 


6 If herbaceous plants contain much sodium salts, it is evident that these salts mainly 
proceed from the sodium compounds in the water absorbed by the plants. 
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employed for removing ink stains. Grape juice contains the so-called 
cream of tartar, which is the acid tartrate of potassium, C,H,KO,.’ 
This salt also separates as a sediment from wine. When the plants, 
containing one or more of the salts of potassium, are burnt, then the 
carbonaceous matter is oxidised, and in consequence the potassium is 
obtained in the ash as carbonate, K,CO,, which is generally known 
as potashes. Hence potashes occur ready prepared in the ash of 
plants, and therefore the ash of land plants is employed as a source 
for the extraction of potassium compounds. Potassium carbonate is 
extracted by lixiviating the ash with water.’ Potassium carbonate 


7 As plants always contain mineral substances and cannot thrive in a sphere which 
does not contain them, especially which is free from the salts of the four basic oxides, 
K.0, CaO, MgO, and Fe.O;, and of the four acid oxides, CO., N.O;, POs, and SOs, the 
question involuntarily arises as to what part these play in the development of plants. 
With the present store of chemical data only one answer is possible to this question, 
and it is still only a hypothesis. This answer was particularly clearly expressed by 
Professor Gustavson, of the Petroffsky Agricultural Academy. Starting from the fact 
(Chap. XI. Note 55) that a small quantity of aluminium renders possible and facilitates 
the reaction of bromine on hydrocarbons at the ordinary temperature, it is ensy to arrive 
at the conclusion, which is very probable and in accordance with many data respecting 
the reactions of organic compounds, that the addition of mineral substances to organic 
compounds lowers the temperature of reaction and in general facilitates chemical reac- 
tions in plants, and thus aids the conversion of the most simple nourishing substances 
into the complex component parts of the plant organism. The province of chemical 
reactions proceeding in organic substances in the presence of a small quantity of mineral 
substances has us yet been but little investigated, although there are already several 
disconnected data of this kind, and although a great deal is known concerning such reac- 
tions among inorganic compounds. The essence of the matter may be expressed thus— 
two substances, A and B, do not react on each other of their own accord, but the addi- 
tion of a small quantity of a third particularly active substance, C, produces the reac- 
tion of A on B, because A combines with C, forms AC, and B reacts on this new com- 
pound, which has a different store of chemical energy, forming the compound AB or its 
products, and setting C free again. 

It may here be remarked that all the mineral substances necessary for plants ‘those 
enumerated at the beginning of the note) are the highest saline compounds of their 
elements, that they enter into the plants as salts, that the lower forms of oxidation of the 
same elements (for instance, suiphites and phosphites) are harmful to plants (poisonous), 
and that strong solutions of the salts assimilated by plants (their osmotic pressure is 
great and contracts the cells, as De Vries showed, see p. 322) not only do not enter into 
the plants but kill them (poison them). 

Besides which, it will be understood from the preceding paragraph that the salts of 
potassium may become exhausted from the soil by long cultivation, and that there may 
therefore be cases when the direct fertilisation by salts of potassium may be profitable. 
But manure and animal excrements, ashes, and, in general, nearly all refuse which may 
serve for fertilising the soil, contain a considerable quantity of potassium salts, and 
therefore, as regards the natural salts of potassium (Stassfurt), and especially potassium 
sulphate, if they often improve the crops, it is in all probability because they influence 
the properties of the soil. The agriculturist cannot therefore be advised to add 
potassium salts, without making special experiments showing the advantage of such a 
fertiliser on a given kind of soil and plant. 

8 The animal body also contains potassium compounds, which is natural, since animals 
consume plants. For example, milk, and especially woman’s milk, contains «© somewhat 
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may also be obtained from the chloride by a method similar to that by 
which sodium carbonate is prepared from sodium chloride. There 


considerable quantity of potassium compounds. However, cow’s milk contains but litt 
potassium salts. Sodium compounds generally predominate in animal bodies. The 
excrement of animals, and especially of herbivorous animals, on the contrary, often coz- 
tains a large proportion of potassium salts. Thus sheep’s dung is rich in them, and 
washing sheep's wool salts of potassium pass into the water. 

The ash of tree stems, as the already dormant portion of the plant (Chap. VII 
Note 1), contains little potash. For the extraction of potash, which was formerly (before 
the discovery of the Stassfurt salt) carried on extensively in the east of Russia, the ast 
-of grasses, and the green portions of potatoes, buckwheat, &c., are taken and treated 
with water (lixiviated), the solution is evaporated, and the residue ignited in order t 
destroy the organic matter present in the extract. The residue thus obtained is com- 
posed of raw potash. It is refined by a second dissolution in a small quantity of water, 
because the potash itself is very soluble in water, whilst the impurities are sparing; 
soluble. The solution thus obtained is again evaporated, and the residue ignited, anc 
this potash is then called refined potash, pearlash. This method of treatment cannot 
give chemically pure potassium carbonate. A certain amount of impurities remax 
To obtain chemically pure potassium carbonate, some other salt of potassium is gene 
rally taken and purified by crystallisation. Potassium carbonate crystallises with dif- 
culty, and it cannot therefore be purified by this means, whilst other salts, such as the 
tartrate, acid carbonate, sulphate, or nitrate, &c., crystallise easily and may thus kk 
directly purified. The tartrate is most frequently taken, all the more as it is prepared 
in large quantities for medicinal use under the name of cream of tartar. Wher 
ignited without the access of air, it leaves a mixture of charcoal and potassium ca: 
bonate. The charcoal is then obtained in a finely-divided condition (this mixture = 
called ‘ black flux,’ and is sometimes used for reducing metals from their oxides, by th 
aid of heat). A certain quantity of nitre is added to burn the charcoal formed by 
heating the cream of tartar. Potassium carbonate thus prepared is further purified bs 
converting it into the acid salt, by passing a current of carbonic anhydride througt 
a strong solution. KHCO; is then formed, which is less soluble than the normal s! 
(as is the case with the corresponding sodium salts), and therefore crystals of the acx 
salt separate from the solution on cooling. When ignited, they part with their wate: 
and carbonic anhydride, and pure potassium carbonate remains behind. The physia 
properties of potassium carbonate distinguish it with sufficient distinctness from sodiuz 
carbonate; it is obtained from solutions as a powdery white mass, having an alkalix 
taste and reaction, and, as arule, shows only traces of crystallisation. It also attract 
the moisture of the air with great energy. The crystals do not contain water, be: 
absorb it from the air, deliquescing into a saturated solution. It melts at a red hes: 
(880°), and at a still higher temperature is even converted into vapour, as has bee? 
observed at glass works where it is employed. It is very soluble. At the ordinar 
temperature, water dissolves an equal weight of the salt. Crystals containing t™: 
equivalents of water separate from such a saturated solution when strongly cooled. 
‘There is no necessity to describe its reactions, because they are entirely analogous ¥ 
those of sodium carbonate. When manufactured sodium carbonate was but litte 
known, the consumption of potassium carbonate was very considerable, and even no® 
washing soda is frequently replaced for household purposes by ‘ley ’—7.e. an aquect: 
solution obtained from ashes. It contains potassium carbonate, which acts like u& 
sodium salt in washing tissues, linen, &c. 

A mixture of potassium and sodium carbonate fuses with much greater ease than tb: 


separate salts, and a mixture of their solutions gives salts of a fine crystalline form—{' | 


instance (Marguerite’s salt), K.CO;,6H,0,2Na,CO;,6H,O. Crystallisation also pr 
ceeds in other multiple proportions of K and Na (in the above case 1: 2, but 1:1 and1.- 


are known),and always with 6 mol. HO. This is evidently acombination by analogy, * 
in alloys, solutions, &c. 
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is no difficulty in obtaining any salt of potassium—for example, the 
sulphate,? bromide, and iodide !°—by the action of the corresponding 


9 Potassium sulphate, K,SO,, crystallises from its solutions in an anhydrous condi- 
tion, in which respect it differs from the corresponding sodium salt, just as potassium car- 
bonate differs from sodium carbonate. In general, it must be observed that the majority 
of sodium salts combine more easily with water of crystallisation than the potassium 
salts. The solubility of potassium sulphate does not show the same peculiarities as 
sodium sulphate, because it does not combine with water of crystallisation ; at the 
ordinary temperature 100 parts of water dissolve about 10 parts of the salt, at 0° 8°38 
parts, and at 100° about 26 parts. The acid sulphate, KHSO,, obtained easily by 
heating crystals of the normal salt with sulphuric acid, is frequently employed in 
chemical] practice. On heating the mixture of acid and salt, fumes of sulphuric acid are 
at first given off; when they cease to be evolved, the acid salt is contained in the residue. 
At a higher temperature (of above 600°) the acid salt parts with all the acid contained in 
it, the normal salt being re-formed. The definite composition of this acid salt, and the 
ease with which it decomposes, render it exceedingly valuable for certain chemical trans- 
formations accomplished by means of sulphuric acid at a high temperature, because it is 
possible to take, in the form of this salt, a strictly definite quantity of sulphuric acid, 
and to act on a given substance at a high temperature, which it is often necessary to do, 
more especially in chemical analysis. In this case, the acid salt acts in exactly the 
same manner as sulphuric acid itself, but the action of the latter is inconvenient at 
temperatures above 400°, because it would all evaporate, while at that temperature the 
acid salt still remains in a fused state, and acts with the elements of sulphuric acid on 
the substance taken. Hence by its means the boiling-point of sulphuric acid is raised. 
Thus the acid potassium sulphate is employed, for example, where for conversion of 
certain oxides, such as the oxides of iron, aluminium, and chromium, into salts, a high 
temperature is required. 

Weber, by heating potassium sulphate with an excess of sulphuric acid at 100°, 
observed the formation of a lower stratum, which was found to contain a definite com- 
pound containing eight equivalents of SO; per equivalent of K.0. The salts of 
rubidium, cesium, and thallium give a similar result, but those of sodium and lithium 
do not. 

10 The bromide and todide of potassium are used, like the corresponding sodium 
compounds, in medicine and photography. Potassium iodide is easily obtained in a pure 
state by saturating a solution of hydriodic acid with caustic potash. In practice, how- 
ever, this method is rarely had recourse to, other more simple processes being em- 
ployed although they do not give so pure a product. They aim at the direct formation 
of hydriodic acid‘ in the liquid in the presence of potassium hydroxide or carbonate. 
Thus iodine is thrown into a solution of pure potash, and hydrogen sulphide passed 
through the mixture, the iodine being thus converted into hydriodic acid. Ora solution 
is prepared from phosphorus, iodine, and water, containing hydriodic and phosphoric acid; 
lime is then added to this solution, and calcium iodide is obtained in solution, and 
calcium phosphate as a precipitate. The solution of calcium iodide gives, with potassium 
carbonate, insoluble calcium carbonate and a solution of potassium iodide. If iodine is 
added to a slightly-heated solution of caustic potash (free from carbonate—that is, freshly 
prepared), so long as the solution is not coloured from the presence of an excess of iodine, 
then there is formed (as in the action of chlorine on a solution of caustic potash) a 
mixture of potassium iodide and iodate. On evaporating the solution thus obtained and 
igniting the residue, the iodate is destroyed and converted into iodide, the oxygen being 
disengaged, and potassium iodide only is left behind. On dissolving the residue in water 
and then evaporating, cubical crystals of the anhydrous salt are obtained, which are 
soluble in water and alcohol, fuse and give an alkaline reaction, owing to the fact that 
when ignited a portion of the salt decomposes, forming potassium oxide. The neutral 
salt may be obtained by adding hydriodic acid to this alkaline salt until it gives an 
acid reaction. It is best to add some finely-divided charcoal to the mixture of iodate 
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acid on the carbonate, whist the hydroxide, canstic potash, KHO, which 
is in many respects analocous to caustic soda, is easily obtained by 
means of lime in exactly the same manner as sodium hydroxide is pre- 
pared from sodium carlsnate.'! Therefore, in order to complete oar 
knowled.re of the alkaii metals, we will only describe two salts of 
potassium which are of practical importance, and whose analogues hate 
not been described in the preceding chapter. 

Potassiien cyanide, which presents in its chemical relations a certain 
analogy with the halegen salts of potassium, is nct only formed accord. 
ing to the equation, KHO+HCN=H,0+KCN, but also when- 
ever a nitrogenvus carbon compound—for instance, animal matter— is 
heated in the presence of metallic potassium, or of a compound of 
potassium, and even when a mixture of potash and carbon is heated in 
a stream of nitrogen. Potassium cyanide is obtained from yellow 
prussiate (p. 491), which has been already mentioned and whose pre- 
paration on a large scale will be described in speaking of iron. If 
the yellow prussiate be ground to a powder and dried, so that it loses 
its water of crystallisation, then it melts at a red heat, and decomposes 
into carbide of iron, nitrogen, and potassium cyanide, FeK ,C,N.= 
4KCN+FeC,+N,. After the decomposition it is found that the 
yellow salt has been converted into a white mass of potassium cyanide. 
The carbide of iron formed collects at the bottom of the vessel. If 


ard iodide before igniting it. as it facilitates the evolution of the oxygen from the iodate. 
The aodate may alav be converted into iodide by the action of certain reducing agents. 
such as zine ama.zgam, which, when boiled with a solution containing an iodate, converts 
it into imide. Potassium iodide may also be prepared by mixing a solution of ferrous 
iodide vit is best rf the solution contains an excess of iodine) and potassium carbonate, in 
which case ferrous carbonate. FeCOs. is precipitated (with an excess of iodine the pre- 
cipitate is granular, and contains a compound of the suboxide and oxide of iron}, while 
potassium iodide remains in solution. Ferrous iodide, Fel, is obtained by the direct 
action of iodine on iron in water. Potassium iodide considerably lowers the temperature 
(even by 24°), when it dissolves in water, 100 parts of the salt dissolve in 73°5 parts of 
water at 12°5°, in 70 parts at 18-, whilst the saturated solution which boils at 120° con- 
tains 100 parts of salt per 45 parts of water. Solutions of potassium iodide dissolve a 
considerable amount of iodine; strong solutions even dissolving as mach or more iodine 
than they contain a» potassium iodide (see Chap XI. Note 64). 

11 Caustic potash is not only formed by the action of lime on dilute solutions of 
potassium carbonate tas sodium hydroxide is prepared from sodium carbonate), but also 
by igniting potassium nitrate with finely-divided copper (see Note 15), and also by mixing 
solutions of potassium sulphate (or even of alum, KAIS,O.) and barium hydroxide, 
BaHA),. It is sometimes purified by dissolving it in alcohol (the impurities, for example, 
potassium sulphate and carbonate, are not dissolved) and then evaporating the alcobol. 

The specific gravity of potassium hydroxide is 2°04, but that of its solutions (see 
Chap. XII. Note 18) at 15° S=9992+90'4p + O-28p? (here p? is +, and for sodium 
hydroxide itis —). Strong solutions, when cooled. vield a crystallo-hydrate, KHO,4H,0, 
which di-solves in water, producing (like 2NaHO,7H,0) cold, whilst potassium hydroxide 
in solution develops a considerable amount of heat. 
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the mass thus obtained be treated with water, the potassium cyanide 
is partially decomposed by the water, but if it be treated with alcohol, 
then the cyanide is dissolved, and on cooling separates in a crystalline 
form.'? <A solution of potassium cyanide has a powerfully alkaline 
reaction, a smell like that of bitter almonds, peculiar to prussic acid, 
and acts as a most powerful poison. Although exceedingly stable 
in a fused state, potassium cyanide easily changes when in solution. 
Prussic acid is so very feebly energetic that even water decomposes 
potassium cyanide. A solution of the salt, even without access of air, 
easily turns brown and decomposes, and when heated evolves ammonia 
and forms potassium formate ; this is easily comprehensible from the 
representation of the cyanogen compounds which was developed in 
Chap. IX., KCN + 2H,O=CHKO,+NH;. Furthermore, as carbonic 
anhydride acts on potassium cyanide with evolution of prussic acid, and 
as potassium cyanate, which is also unstable, is formed by the action of 
air, it will be easily seen that solutions of potassium cyanide are very 
unstable. Potassium cyanide, containing as it does carbon and 
potassium, is a substance which can act in a very vigorously reducing 
manner, especially when fused ; it is therefore used as a powerful 
reducing agent at a red heat. A considerable quantity of potassium 
cyanide is used in the arts, more particularly for the preparation of 
metallic solutions which are decomposed by the action of a galvanic 
current ; thus it is very frequently employed in electro-silvering and 


12 Tn this case it is evident that all the cyanogen which was in combination with the 
iron is decomposed into nitrogen, which is evolved as gas, and into carbon, which com- 
bines with the iron. In order to avoid this, potassium carbonate is added to the yellow 
prussiate while it is being fused. A mixture of 8 parts of anhydrous yellow prussiate 
and 8 parts of pure potassium carbonate is generally taken. On fusing, double decom- 
position takes place, resulting in the formation of ferrous carbonate and potassium 
cyanide. But by this method, as by the first, a pure salt is not obtained, (1) because a 
portion of the potassium cyanide is oxidised at the expense of the iron carbonate and 
forms potassium cyanate, FeCO; + KCN =CO,+ Fe+KCNO; (2) a portion of the iron 
under the action of the water again passes into solution; and (3) the potassium cyanide 
very easily forms oxide, which acts on the sides of the vessel in which the mixture is 
heated (to avoid this iron vessels should be used), &c. By adding one part of charcoal 
powder to the mixture of 8 parts of anhydrous yellow prussiate and 8 parts of potassium 
carbonate a mass is obtained which is free from cyanate, because the carbon absorbs the 
oxygen, but then it is impossible to obtain a colourless potassium cyanide by simple 
fusion, although this may be easily done by dissolving it in alcohol. Naturally, pure 
potassium cyanide may be easily obtained if hydrocyanic acid be saturated with caustic 
potash, and especially if caustic potash be dissolved in alcohol and hydrocyanic acid gas 
be passed through this solution ; crystals of potassium cyanide then separate directly from 
the solution. Potassium cyanide is now prepared in large quantities from yellow prussiate 
for gilding and silvering. When fused in large quantities the action of the oxygen of the 
air is limited, and the entire operation may be conducted with great care, and therefore, 
on a large scale very pure salt is sometimes obtained. When slowly cooled, the fused 
salt separates in cubical crystals like potassium chloride. 
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gilding. An alkaline solution is prepared,'* which is moderately stable 
owing tothe fact that potassium cyanide in the form of certain double 
salts—that is, combined with other cyanides—is far more stable 
than when alone (yellow prussiate, which contains potassium cyanide 
in combination with ferrous cyanide, is an example of this). The pro- 
perty of potassium cyanide of giving double salts with other cyanides is 
very clearly shown by the fact that many metals dissolve in a solution 
of potassium cyanide, with the evolution of hydrogen. For example, 
iron, copper, and zinc act in this manner. In which case potassium 
hydroxide is formed ; for example— 


4KCN + 2H,0+4 Zn=K,ZnC,N, + 2KHO+H,,. 


Gold and silver are soluble in potassium cyanide in the presence of 
air, in which case the hydrogen, which might be evolved in the reaction, 
combines with the oxygen of the air, forming water. Platinum, 
mercury, and tin are not dissolved in a solution of potassium cyanide, 
even with the access of air. 

Potassium nitrate, or common nitre or saltpetre, KNO,, is chiefly 
used as a component part of gunpowder, in which it cannot be replaced 
by the sodium salt, because the latter is deliquescent. It is necessary 
that the nitre in gunpowder should be perfectly pure, as even small 
traces of sodium, magnesium, and calcium salts, especially chlorides, 
render the nitre and gunpowder capable of attracting moisture. Nitre 
may easily be obtained pure, owing to its great disposition to form 
crystals both large and small, which aids its separation from other 
salts. The considerable differences between the solubility of nitre at 
different temperatures aids this crystallisation. A solution of nitre 
saturated at its boiling point (116°) contains 335 parts of nitre to 100 
parts of water, whilst at the ordinary temperature—for instance, 20°— . 
the solution is only able to retain 32 parts of the salt. Therefore, in 
the preparation and refining of nitre, its solution, saturated at the 
boiling point, is cooled, and nearly all the nitre is obtained in the form 
of crystals. If the solution be quietly and slowly cooled in large 
quantities then large crystals are formed, but if it be rapidly cooled and 
agitated then small crystals are obtained. In this manner, if not all 
at all events the majority of the impurities present in small quantities 
remain in the mother liquor. If an unsaturated solution of nitre be 
rapidly cooled, so as to prevent the formation of large crystals (in whose 
crevices the mother liquor, together with the impurities, would remain), 
the very minute crystals of nitre known as saltpetre flour are obtained. 


13 The electro-deposition of metals generally proceeds more uniformly and gives @ 
purer deposit from alkaline, than from acid, solutions. 
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Common nitre occurs in nature, but only in small quantities in 
admixture with other nitrates, and especially with sodium, magnesium, 
and calcium nitrates. Such a mixture of salts of nitric acid is formed 
in nature in fertile earth, and in those localities where, as in the soil, 
nitrogenous organic remains are decomposed in the presence of alkalis 
or alkaline bases with free access of air. This method of the formation 
of nitrates requires moisture, besides the free access of air, and takes 
place principally during warm weather. Besides which Schloessing and 
Miintz, by employing similar methods to Pasteur, showed that the for- 
mation of nitre in the decomposition of nitrogenous substances is 
accomplished by the aid of peculiar micro-organisms (ferments) without 
which the simultaneous action of the other necessary conditions 
(alkalis, moisture, a somewhat elevated temperature, air, and nitroge- 
nous substances) cannot give nitre. In warm countries, and in tempe- 
rate climates during the summer months, fertile soils produce a small 
quantity of nitre. In this respect India is especially known as affording 
a considerable supply of nitre extracted from the soil. The soul, which 
contains nitre, after the rainy season sometimes becomes covered 
during the summer with crystals of nitre, formed by the evaporation 
of the water in which it was previously dissolved. This soil is col- 
lected, subjected to repeated lixiviations, and treated for nitre, as will 
be presently described. In temperate climates nitrates are obtained 
from the lime rubbish of demolished buildings which have stood for 
many years, and especially from those portions which have touched 
the ground. The conditions are there very propitious to the forma- 
tion of nitre, because the lime used as a cement in buildings contains 
the base necessary for the formation of nitrates, while the excrement, 
urine, and other animal refuse are sources of nitrogen. By the metho- 
dical lixiviation of this kind of rubbish a like solution of nitro- 
genous salts is obtained as by the lixiviation of fertile soil. A similar 
solution is also obtained by the lixiviation of the so-called nitre plan- 
tations. They are composed of manure. interlaid with brush-wood, and 
strewn over with ashes and other alkaline and lime rubbish. These 
nitre plantations are set up in those localities where the manure is not 
required for the fertilisation of the soil, as, for example, in the south- 
eastern ‘black earth’ governments of Russia. The same process of 
oxidation of nitrogenous matter free to the access of air and mois- 
ture during the warm season in the presence of alkalis takes place 
in nitre plantations as is accomplished in the fertile soil and in the 
walls of buildings. From all these sources there is obtained a solution 
containing different salts of nitric acid mixed with soluble organic 
matter. The simplest method of treating this impure solution of nitre 
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is to add a solution of potassium carbonate, or to simply treat it with 
ashes containing this substance. The potassium carbonate enters into 
double decomposition with the calcium and magnesium salts, forming 
insoluble carbonates of these bases and leaving the nitre in solution. 
Thus, for instance, K,CO,+Ca(NO;),=2KNO,+CaCO ,. Both cal- 
clum and magnesium carbonates are insoluble, and therefore after 
treatment with potassium carbonate the solution no longer contains 
salts of these metals but only the salts of sodium and potassium together 
with organic matter. The latter partially separates on heating in an 
insoluble form, and is entirely destroyed by heating the nitre to a 
low red heat. The nitre thus obtained is easily purified by repeated 
crystallisation. The greater part of the nitre used for making gun- 
powder is now obtained from the sodium salt Chili saltpetre or cubic 
nitre, which occurs, as has been already mentioned, in nature. The 
conversion of this salt into common nitre is also carried on by means 
of a double decomposition. This is done either by adding potassium 
carbonate (when, on mixing the strong and hot solutions, sodium car- 
bonate is directly obtained as a precipitate), or as is now most fre- 
quent, potassium chloride. When a mixture of strong solutions of 
potassium chloride and sodium nitrate is evaporated, sodium chloride 
first separates, because this salt, which is formed by the double decom- 
position KCl+NaNO,=KNO,+NaCl, is almost equally soluble in 
hot and cold water ; on cooling, therefore, a large amount of potassium 
nitrate separates from the saturated solution, while the sodium chloride 
remains dissolved. The nitre is ultimately purified by recrystallisation 
and by washing with a saturated solution of nitre, which cannot dis- 
solve a further quantity of nitre but only the impurities. 

Nitre is a colourless salt having a peculiar cool taste. It easily 
crystallises in long striated six-sided rhombic prisms terminating in 
similar pyramids. Its crystals (sp. gr. 1°93) do not contain water, but 
their cavities generally contain a certain quantity of the solution from 
which they have crystallised. For this reason in refining nitre, larga 
crystals are not obtained but saltpetre flour is prepared. At a low 
red heat (339°) nitre melts to a colourless liquid.'4 Potassium nitrate 
at the ordinary temperature and in a solid form is inactive and stable, 

14 Before fusing, the crystals of potassium nitrate change their form, and take the 
same form as sodium nitrate—that is, they change into rhombohedra. Nitre crystal- 
lises from hot solutions, and in general under the influence of a rise of temperature, in a 
different form from that given at the ordinary or lower temperatures. Fused nitre solidi- 
fies into a radiated crystalline mass; but it does not exhibit this structure if metallic 
chlorides be present, so that this method may be taken advantage of to determine 
the degree of purity of nitre. With a small trace of sodium chloride, the mass of nitre 


solidified after fusion does not present any signs of crystallisation in the middle. 
Carnelley and Thomson (1888) determined the fusing point of mixtures of potassium 
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but at a high temperature it acts as a powerful oxidising agent, 
because it gives up a considerable amount of oxygen to substances 
mixed with it.!5 When thrown on incandescent charcoal it brings 
about its rapid combustion, and a mechanical mixture of powdered 
charcoal and nitre ignites when brought into contact with a red-hot 
substance, and continues to burn by itself. In this action, nitrogen is 
evolved, and the oxygen goes to oxidise the charcoal, in consequence of 
which potassium carbonate and carbonic anhydride are formed : 
4KNO;+5C=2K,CO,+3C0,+4+2N,. This phenomenon depends on 
the fact that oxygen in combining with carbon evolves more heat than 
it does in combining with nitrogen. Hence when once the combustion 
has been started at the expense of the nitre, it is able to go on without 
requiring the aid of external heat. A like oxidation or combustion at 
the expense of the contained oxygen proceeds when nitre is heated 
with different combustible substances. If a mixture of sulphur and 
nitre be thrown upon a red-hot surface, then the sulphur burns, form- 
ing potassium sulphate and sulphurous anhydride. In this case, also, 
the nitrogen of the nitre is evolved as gas: 2KNO3,+28S=K,S0,+N, 
+SO,. <A similar phenomenon takes place when nitre is heated with 


and sodium nitrates. The first salt fuses at 889° and the second at 316°, and if p be 
the percentage amount of potassium nitrate, then the result obtained— 


p=10 20 80 40 50 60 70 80 90 
298° 283° 268° 242° 281° 231° 242° 284° 306° 


which confirms Shaffgotsch’s observation (1857) that the lowest fusing point (about 231°) 
is given by mixing molecular quantities (p=54°8) of the salts—that is, in the formation 
of the alloy, KNO3,NaNOs. 

A somewhat similar result was discovered by the same observers for the solubility of 
mixtures of these salts at 20° in 100 parts of water. Thus, if p be the weight of potas- 
sium nitrate mixed with 100—p parts by weight of sodium nitrate taken for solution, 
and c be the quantity of the mixed salts which dissolves in 100, the solubility of sodium 
nitrate being 85, and of potassium nitrate 34, parts in 100 parts of water, then— 


p= 10 20 80 40 50 60 70 80 90 
c=110 186 136 138 106 81 78 54 41 


The maximum solubility proved not to answer to the most fusible mixture, but to one 
much richer in sodium nitrate. 

Both these phenomena show that in homogeneous liquid mixtures the chemical forces 
that act between substances are the same as those that determine the molecular weights 
of substances, even when the mixture consists of such analogous substances as potas- 
sium and sodium nitrates, between which there is no direct chemical interchange. It is 
instructive to note also that the maximum solubility does not correspond with the mini- 
mum fusing point, which naturally depends on the fact that a third substance, namely 
water, participates in solution, although an attraction between the salts, like that which 
exists between sodium and potassium carbonates (Note 8), also partially acts. 

1S Fused nitre, with a further rise of temperature, disengages oxygen and then nitro- 
gen. The nitrite KNO, is first formed and then potassium oxide. The admixture of 
certain metals—for example, of finely-divided copper—aids the last decomposition. The 
oxygen in this case naturally passes over to the metal. 
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many metals. The oxidation of those metals which are able to form 
acid oxides with an excess of oxygen is especially remarkable. In 
this case they remain in combination with potassium oxide as potassium 
salts. Manganese, antimony, arsenic, iron, chromium, «&c., are in- 
stances of this kind. These elements, like carbon and sulphur, displace 
free nitrogen. The lower oxides of these metals when fused with nitre 
pass into the higher oxides. Organic substances are also oxidised 
when heated with nitre—that is, they burn at the expense of the nitre. 
It will be readily understood from this that nitre is frequently used in 
chemical practice and the arts as an oxidising agent at high temper- 
atures. Its application in gunpowder is based on this ; gunpowder con- 
sists of a mechanical mixture of finely-ground sulphur, nitre, and char- 
coal, The relative proportion of these substances varies according to 
the destination of the powder and to the kind of charcoal employed (a 
friable, incompletely-burnt charcoal, containing therefore hydrogen and 
oxygen, is employed). Gases are formed in its combustion, chiefly 
nitrogen and carbonic anhydride, which create a considerable pres- 
sure if their escape be in any way impeded. This action of gun- 
powder may be expressed by the equation: 2KNO,;+3C+S=K,S + 
3CO,+ No. 

It is found by this equation that gunpowder should contain thirty- 
six parts of charcoal (133 p.c.), and thirty-two parts (11:9 p.c.) of sul- 
phur, to 202 parts (74°8 p.c.) of nitre, which is very near to its actual 
composition. !® 


16 In China, where the manufacture of gunpowder has long been practised, they use 
75°7 of nitre, 14°4 of charcoal, and 9°9 of sulphur. Ordinary powder for sporting purposes 
contains 80 parts of nitre, 12 of charcoal, and 8 of sulphur, whilst the gunpowder used 
in cannons contains 75 of nitre, 15 of charcoal, and 10 of sulphur. Gunpowder explodes 
when heated to 400°, when struck, or by contact with a spark. A compact or finely- 
divided mass of gunpowder burns slowly and has but little dynamic action, because it 
burns by degrees (consecutively). To act properly the gunpowder must have a known 
rate of combustion, so that the pressure should increase and not diminish during the 
passage of the projectile along the barrel of the firearm. This is done by making the 
powder granular or in the shape of 6-sided prisms with holes through them (prismatic 
powder). 

The products of combustion are of two kinds: (1) gases which produce the pressure 
and form the reason of the dynamical action of gunpowder, and (2) a solid residue, 
usually of a black colour owing to its containing unburnt particles of charcoal. Besides 
charcoal, the residue generally contains potassium sulphide, K,S, and a whole series of 
other salts—for instance, carbonate and sulphate. This already shows that the combus- 
tion of gunpowder is not so simple as it appears to be from the above formula, and hence 
the weight of the residue is also greater than indicated by that formula. According to 
the formula, 270 parts of gunpowder give 110 parts of residue—that is, 100 parts of 
powder gives 37°4 parts of residue, K,S, whilst in reality the weight of the residue varies 
from 40 p.c. to 70 p.c. (generally 52 p.c.). This difference depends on the fact that so 
much oxygen (of the nitre) remains in the residue, and it is evident that if the residue 
varies the composition of the gases evolved by the powder will vary also, and therefore 
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Potassium was obtained like sodium ; first by the action of a gal- 
vanic current, then by reduction of the hydroxide by means of metallic 
iron, and lastly, by the action of charcoal on the carbonate at a high 
temperature. The preparation of metallic potassiwm differs, however, 
from that of sodium in that it easily combines with carbonic oxide, 
forming an explosive and. inflammable mass.'7 

However, in its essential points the method of its extraction is 
not different from that of sodium, because potassium is quite as volatile 
as sodium, if not more so. At the ordinary temperature, potassium 
is even softer than sodium, its freshly-cut surfaces present a whiter 
colour than sodium, but, like the latter, and with even greater ease, it 
oxidises in moist air. It is brittle at low temperatures, but is quite 
soft at 25°, and melts at 58°. At a low red heat (720°) it distils with- 
out change, forming a green vapour, whose density,'® according to 


the entire process will be different in different cases. The difference in the composition 
of the gases and residue depends, as the researches of Gay-Lussac, Shishkoff and Bun- 
sen, Noble and Abel, Federoff, &c., show, on the conditions under which the combustion 
of the powder proceeds. When gunpowder burns in an open space, the gaseous products 
which are formed do not remain in contact with the residue, and then a considerable 
portion of the charcoal entering into the composition of the powder remains unburnt 
because the charcoal burns after the sulphur at the expense of the oxygen of the nitre. 
In this extreme case the commencement of the combustion of the gunpowder may be 
expressed by the equation, 2KNO;+8C +S=28C + K,S0O,+CO,+N,. The residue in a 
blank cartridge often consists of a mixture of C, K,SO,4, K,COs;, and K.S,0;5. If the 
combustion of the gunpowder be impeded—if it take place in a cartridge in the barre] of 
aw gun—the quantity of potassium sulphate will first be diminished, then the amount 
of sulphite, whilst the amount of carbonic anhydride in the gases and the amount of 
potassium sulphide in the residue will increase. The quantity of charcoal entering into 
the action will then be also increased, and hence the amount in the residue will de- 
crease. Under these circumstances the weight of the residue will be less—for example, 
4K,,CO;+ 48S = K.SO,+ 3K.8+4CO,. Besides which, carbonic oxide has been found in 
the gases, and potassium bisulphide, K,S2, in the residue of gunpowder. The amount 
of potassium sulphide, KS, increases with the completeness of the combustion, and 
is formed in the residue at the expense of the potassium sulphite. In recent times the 
knowledge of the action of gunpowder and other explosives has made much progress, and 
has developed into a vast province of artillery science. 

17 The substances obtained in this case are mentioned in Chap. IX. Note 31. 

18 A. Scott (1887) determined the vapour densities of many of the compounds of the 
alkali elements in a platinum vessel heated in a furnace and previously filled with nitro- 
gen. But these, the first data concerning a subject of great importance, have not yet 
been sufficiently fully described, nor have they received as much attention as could be 
desired. Taking the density of hydrogen as unity, Scott found the vapour densities of 
the following substances to be— 


Na —-:12°75 (13°5). KI _— 92 (84). 
K 19 (19°53). RbCl 70 (60). 
CsCl 895 (84:2). CsI 188 (180). 
FeCl; 68 AgCl 80 (71°7). 


In brackets are given the densities corresponding with the formule, according to 
Avogadro-Gerhardt’s law. This figure is not given for FeCl;, because in all probability 
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A. Scott, is equal to 19 (if that of hydrogen=1), This shows that the 
molecule of potassium (like that of sodium, mercury, and zinc) contains 
but one atom. This is also the case with other metals, judging br 
recent researches.'9 The specific gravity of potassium at 15° is 0°87, 
and is therefore less than that of sodium, as is also the case with all 
its compounds.?® Potassium decomposes water with great ease at the 
ordinary temperature, evolving 45000 heat units per atomic weight. 
The heat evolved is sufficient to inflame the hydrogen, the flame being 
coloured violet from the presence of particles of potassium.?! 

With regard to the relation of potassium to hydrogen and oxygen, 
it is closely analogous to sodium in this respect. Thus, with hydrogen 
it forms potassium hydride, K,H (between 200° and 411°), and with 
oxygen it gives a suboxide K,O, oxide K,O, and peroxide, only more 
oxygen enters into the composition of the latter than in sodium per. 


under these conditions (the temperature at which it was determined) a portion of thr 
FeCl; was decomposed. If it was not decomposed, then a density 81 would correspond 
with the formula FeCl;, and if the decomposition were Fe,Cl, =2FeClL, + Cly, then the 
density should be 54. With regard to the silver chloride, there is reason to think that 
the platinum decomposed this salt. 

The majority of Scott’s results so closely correspond with the formule that a bette: 
concord cannot be expected in such determinations. 

19 The molecules of non-metals are more complex—for instance, H,, Os, Clo, &c. But 
arsenic, whose superficial appearance recalls that of metals, but whose chemical proper. 
ties approach more nearly to the non-metals, has a complex molecule containing <As,. 
With respect to the vapour of iodine, see Chap. VII. p. 313. 

70 As the atomic weight of potassium is greater than that of sodium, therefore the 
volumes of the molecules, or the quotients of the molecular weight by the specific gravity. 
for potassium compounds are greater than those of sodium compounds, because both the 
denominator and numerator of the fraction augment. We cite for comparison the 
volumes of the corresponding compounds— 


Na24 NaHO18 NaCl28 NaNO;87 Na SO, 54 
K 45 KHO 27. KCl 89 <KNO; 48 K,8O, 66 


21 The same precautions must be taken in decomposing water by potassium as have 
to be observed with sodium (Chap. II. Note 8). 

It must be observed that potassium decomposes carbonic anhydride and carbone 
oxide when heated, the carbon being liberated and the oxygen taken up by the metal, 
whilst on the other hand charcoal takes up oxygen from potassium, as ie seen from the 
preparation of potassium by heating potash with charcoal, hence the reaction Kz,0+C= 
K, + CO is reversible and the relation is the same in this case as between hydrogen and 
zinc. Nothing of the kind could be expected from a comparison of the quantities cf 
heat evolved in the formation of these compounds, for charcoal in combining with 
oxygen to form carbonic oxide evolves (for its molecular weight) only about 80000 
heat units (Chap. IX. Note 25), whilst potassium in forming the oxide K,O gives 
about 100000 units, and iron in forming ferrous oxide, FeO, evolves about 70000 units. 
It is evident that the decomposition of potassium oxide by charcoal is accompanied by 
the absorption of a large amount of heat, and the reverse reaction—which, however, 
proceeds with greater difficulty—with the development of heat, which again shows 
the impossibility of judging the direction in which a reaction will proceed from 
thermal data. 
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oxide ; potassium peroxide contains KO,, but it is probable that in the 
combustion of potassium an oxide KO is also formed. Potassium, 
like sodium, is soluble in mercury.??_ In a word, the relation between 
sodium and potassium is as close at that between chlorine and bromine, 
or, better still, between fluorine and chlorine, as the atomic weight of 
sodium, 23, is as much greater than that of fluorine, 19, as that of 
potassium, 39, is greater than that of chlorine, 35:5. 

The resemblance between potassium and sodium is so great that 
their compounds can only be easily distinguished in the form of certain 
of their salts. For instance, the acid potassium tartrate, C,H,KO, 
{cream of tartar), is distinguished by its sparing solubility in water and 
in alcohol, and in a solution of tartaric acid, whilst the corresponding 
sodium salt is easily dissolved. Therefore, if a solution of tartaric acid 
be added in considerable excess to the solutions of the majority of 
potassium salts, then a precipitate of the sparingly-soluble acid salt is 
formed, which does not occur with salts of. sodium. The chlorides KCl 
and NaC] in solutions easily give double salts K,PtCl, and Na,PtCl,, 
with platinic chloride, PtCl,, and the solubility of these salts is very 
different, especially in a mixture of alcohol and ether. Thesodium salt 
is easily soluble, whilst the potassium salt is insoluble or almost so, and 
therefore the reaction with platinic chloride is that most often used 
for the separation of potassium from sodium, as is more fully described 
in works on analytical chemistry. 

It is possible to discover the least traces of these metals in admix- 
ture together, by means of their property of imparting different colours 
toa flame. The presence of a salt of sodium in a flame is recognised 
by a brilliant yellow coloration, and a pure potassium salt colours a 
colourless flame violet. However, in the presence of a sodium salt 
the pale violet coloration given by a potassium salt is quite undistin- 
guishable, and it is at first sight impossible in this case to discover the 
potassium salt in the presence of that of sodium. But by decomposing 
the light given by a flame coloured by these metals, or a mixture of 
them, by means of a prism, they are both easily distinguishable, because 


22 The definite crystalline amalgam of potassium contains twice as much mercury, 
KHg, (as the potassiuin peroxide contains twice as much oxygen, Chap. XII. Note 39). 

Potassium forms alloys with sodium in all proportions. The alloys containing 1 and 
8 equivalents of potassium to one equivalent of sodium are liqutds, like mercury at the 
ordinary temperature. Joannis, by determining the amount of heat developed by these 
alloys in decomposing water, found the evolution for Na,K, NaK, NaK., and NaK; to be 
44°5, 44:1, 43°83 and 444 thousand heat units respectively (for Na 42°6 and for K 45:4). 
The formation of the alloy Nak, is therefore accompanied by the development of heat, 
whilst the other alloys may be regarded as solutions of potassium or sodium in this alloy. 
In any case a fall of the temperature of fusion is evident in this instance as in the alloys 
af nitre (Note 14). 
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the yellow light emitted by the sodium salt depends on a group of light 
rays having a definite index of refraction which corresponds with the 
yellow portion of the solar spectrum, having the index of refraction 
of the Frauenhofer line (strictly speaking, group of lines) D, whilst the 
salts of potassium give a light in which these rays are entirely wanting, 
but which contain rays of a red and violet colour. Therefore, if a 
potassium salt occur in a flame, then, on decomposing the light (from 
& flame coloured by the 
salt) after passing through 
a narrow slit by means 
of a prism, there will be 
obtained red and _ violet 
bands of light situated at a 
considerable distance from 
each other ; whilst if a so- 
dium salt be present a yel- 
low line will also appear. If 
both metals simultaneously 
occur in a flame and emit 
light, then the spectrum 
= lines corresponding to the 
_ potassium and the sodium 
will simultaneously appear. 
BAHL DIE For convenience in car- 
Fig. 72a.— Spectroscope. The prism and table are covered with rying on this form of test- 
an opaque cover. The spectrum obtainel from the flame , Z 
coloured by a substance introduced on the wire is viewed Ing, spectroscopes (fig. (2a) 
throuzh B. A light is placed before the scale D in omer to 23 : 
illuminate the image of the scale reticcted through B by are constructed, consist- 
the side of the prism. ° ° : 
ing of a refracting prism 
and three tubes directed on the plane of the refracting angle of the 
prism. One of the tubes, C, has a vertical slit at the end, giving access 
to the light to be tested, which then passes into the tube (collimator), 
3 For accurate measurements and comparative researches more complicated spec- 
troscopes are required which give a greater dispersion, and which are furnished for this 
purpose with several prisms—for example, in Browning’s spectroscope the light passes 
through six prisms, and then, having undergone an entire internal reflection, passes 
through the upper portion of the same six prisms, and again by an entire internal reflec- 
tion passes into the ocular tube. With such a powerful dispersion the relative position 
of the spectral lines may be determined with accuracy. For the absolute and exact 
determination of the wave lengths it is particularly important that the spectroscope 
should be furnished with diffraction gratings. The construction of spectroscopes des- 
tined for special purposes (for example, for investigating the light of stars, or for deter- 
mining the absorption spectra in microscopic preparations, &c.) is exceedingly varied 
Details of the subject must be looked for in works on physics and on spectrum analysis. 


Among the latter the best kuown for their completeness and merit are those of Roscoe, 
Kayser, Vogel, and Lecoq de Boisbaudran. 
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which gives the rays a parallel direction. The rays of light having 
passed through the slit, and having become parallel, are refracted and 
dispersed in the prism, and the spectrum formed is observed through 
the orifice of the other telescope B. The third tube D contains a hori- 
zontal transparent scale (at the exterior end) which is divided into 
equal divisions. The light from a source such as a gas burner or 
candle placed before this tube, passes through the scale, and its image 
is thus reflected on that face of the prism which stands before the tele- 
scope B, so that the image of the scale is seen through this telescope 
simultaneously with the spectrum given by the rays passing through 
the slit of the tube C. In this manner the image of the scale and the 
spectrum given by the source of light under investigation are seen 
simultaneously. If the sun’s rays be directed through the slit of the 
tube C, then the observer looking through the orifice of B will see 
the solar spectrum, and (if the aperture of the slit be narrow and the 
apparatus truly adjusted) the dark Frauenhofer lines in it.24 Small- 
sized spectroscopes are usually so adjusted that (looking through B) 
the violet portion of the spectrum is seen to the right and the red portion 
to the left, and the Frauenhofer line D (in the bright yellow portion of 
the spectrum) is situated on the 50th division of the scale.”> If the 
light emitted by an incandescent solid—for example, the Drummond 
light—be passed through the spectroscope, then all the colours of the 
solar spectrum are seen, but not the Frauenhofer lines. Let us now 
consider what will happen if the light from a flame coloured by various 
salts be passed through the spectroscope. This is done by placing a 
Bunsen gas burner (or the pale flame of hydrogen gas issuing from a 
platinum orifice) giving so pale a flame that its spectrum will be invisible 
before the slit. If any compound of sodium be placed in the flame of 

% The arrangement of all the parts of the apparatus so as to give the clearest possible 
vision and accuracy of observation must evidently precede every kind of spectroscopic 
determination. Details concerning the practical use of the spectroscope must be also 
looked for in special works on the subject. In this treatise the reader is supposed to 
have a certain knowledge of the physical data respecting the refraction of light, and its 
dispersion and diffraction, and the theory of light, which allows of the determination 
of the length of the waves of light in absolute measures on the basis of observations 
with diffraction gratings, the distance between whose divisions may be easily measured 
in fractions of a millimetre : by such means it is possible to determine the wave lengths 
of definite rays of light. 

33 In order to give an idea of the several sizes of the scale, we may observe that the 
common spectrum extends from the zero of the scale (where the red portion is situated) 
to the 170th division (where the end of the visible violet portion of the spectrum is 
situated), and that the Frauenhofer line A (the extreme prominent line in the red) cor- 
responds with the 17th division of the scale; the Frauenhofer line F (at the beginning of 
the blue, near the green colour) is situated on the 90th division, and the line G, which is 


clearly seen in the beginning of the violet portion of the spectrum, corresponds with the 
127th division of the scale. 
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the gas burner (for which purpose a platinum wire on whose end sodium 
chloride is fused is tixed to the -tand), then the flame is dyed a yellow 
colour, and on looking through the spectroscope the observer will see a 
bright y-//ou: line falling upon the 5Uth division of the scale, which is 
seen together with the spectrum in the telescope. No yellow Lines 
of other refractive index, nor any rays of any other colour, will be 
seen, and, therefore, the spectrum corresponding with sodium ccm- 
pounds consists of yellow rays of that index of refraction which belong 
to the Frauenhofer (black) line D of the solar spectrum. If a potassium 
salt be introduced into the flame instead of a sodium salt, then two 
bands will be seen which are much feebler than the bright sodium band 
—namely, one red line near the Frauenhofer line A and another violet 
line. Besides which, a pale, almost continuous, spectrum will be 
observed in the central portions of the scale. If a mixture of sodium 
and potassium salts be now introduced into the flame, three lines will 
be simultaneously seen—-namely, the red and pale violet lines of 
potassium and the yellow line of sodium. In this manner it is possible, 
by the aid of the spectroscope, to determine the relation between the 
spectra of metals and known portions of the solar spectrum. The con- 
tinuity of the latter is interrupted by dark lines (that is, by an absence 
of light of a definite index of refraction), termed the Frauenhofer lines 
of the solar spectrum. It has been shown by careful observations (by 
Frauenhofer, Brewster, Foucault, Angstrom, Kirchhoff, Cornu, Lockyer, 
Dewar, and others), that there exists an exact agreement between the 
spectra of certain metals and certain of the Frauenhofer lines. Thus the 
bright yellow sodium line exactly corresponds with the dark Frauen- 
hofer line D of the solar spectrum. A similar agreement is observed 
in the case of many other metals. This is not an approximate or chance 
correlation. In fact, if a spectroscope having a large number of re- 
fracting prisms and a high magnifying power be used, then it is seen 
that the dark line D of the solar spectrum consists of an entire system of 
closely adjacent but definitely situated fine and wide (sharp, distinct) 
dark lines,”° and an exactly similar group of bright lines is obtained 
when the yellow sodium line is examined through the same apparatus, 
so that each bright sodium line exactly corresponds with a dark line in 
the solar spectrum. In the common spectroscopes which are usually 
employed in chemical research, one yellow band, which does not split 

™ The two most distinct lines of D, or of sodium, have wave lengths of 589°5 and 588-0 
millionths of a millimeter, besides which fainter and fainter lines are seen whose wave 
lengths in millionth parts of a millimeter are 588°7 and 588°1, 616°0 and 615°4, 515°5 and 
515°2, 498°3 and 498°2, &c., according to Liveing and Dewar. Many strive to find a simple 


relation, subject to a law, in the wave lengths, both of these pairs of lines and those 
of other elements. 
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up into thinner lines, is seen instead of the system of sodium lines, owing 
to the smal] dispersive power of the prism and the considerable aper- 
ture of the slit of the object tube. 

This conformity of the bright lines formed by sodium with the 
dark lines of the solar spectrum cannot be accidental. This conclusion 
is further confirmed by the fact that the bright lines of other metals 
correspond with dark lines of the solar spectrum. Thus, for example, 
a series of sparks passing between the iron electrodes of a Ruhmkorff 
coil gives 450 very distinct lines characterising this metal. All these 
450 bright lines, or the whole spectrum corresponding with iron, is re- 
peated, as Kirchhoff showed, in the solar spectrum as dark Frauenhofer 
lines which occur in exactly the same situations as the bright lines 
occur in the iron spectrum, just as the sodium lines correspond with 
the band D in the solar spectrum. Many observers have in this 
manner simultaneously studied the solar spectrum and the spectra of 
different metals, and discovered in the former lines which correspond 
not only with sodium and iron, but also with many other metals.?” The 
spectra of such elements as hydrogen, oxygen, nitrogen, and other 
gases may be observed in the so-called Geissler’s tubes—that is, in 
glass tubes filled with rarefied gases, through which the discharge of a 
Ruhmkorff’s coil is passed. Thus hydrogen gives a spectrum composed 


7 The most accurate investigations made in this respect are carried on with spectra 
obtained by diffraction, because in this case the position of the dark and bright lines does 
not depend on the index of refraction of the material of the prism, nor on the dispersive 
power of the apparatus. The best—that is, the most general and accurate—method of 
expressing the results of such determinations consists in determining the lengths of the 
waves corresponding to the rays of a definite index of refraction. We will express this 
wave length in millionth parts of a millimetre (the ten millionth parts are already 
doubtful, and fall within the limits of error). In order to illustrate the relation between 
the wave lengths and the positions of the spectrum, we will cite the wave lengths cor- 
responding with the chief Frauenhofer lines and colours of the spectrum. 


Frauenhofer line A B C D E b F G H 

Wave length . 761°0 687°5 656°6 589°5-588°9 527°3 6187 486°5 4381°0 9897°2 
——_-—_" —So | —,— _—_—_—_—ooOoOo —-, — 

Colour : : red orange yellow green blue violet 


In the following table are given the wave lengths of the light rays (the longest and 
most distinct, see later) for certain elements, those in black type being the most clearly 
defined and distinct lines, which are easily obtained either in the flame of a Bunsen’s 
burner, or in Geissler’s tubes, or in general, by an electric discharge. These lines refer 
to the elements (the lines of compounds are different, as will be afterwards explained, 
but many compounds are decomposed by the flame or by an electric discharge), and 
furthermore to the elements in an incandescent and rarefied gaseous state, for 
the spectra sometimes vary considerably with a variation of temperature and 
pressure. 

It may be said that the red colour corresponds with lines having a wave length of 
from 780 (with a greater wave length the lines are hardly visible, and are ultra red) to 650, 
the orange from 650 to 590, the yellow from 590 to 520, the green from 520 to 490, the 


556 PRINCIPLES OF CHEMISTRY 


of three lines—a red line corresponding with the Frauenhofer line 
C, a green line corresponding with the line F, and a violet line corre- 
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blue from 490 to 420, and the riole! 
from 420 to 380 millionth parts of 
a millimetre. Beyond 380 the lines are 
scarcely visible, and belong to the 
ultra-violet. 

In this table, which is arranged in 
conformity to the image of the spectra 
as they are seen (the red lines on the 
left hand and the violet on the right 
hand side), the figures in black type 
correspond with lines which are so 
bright and distinctly visible that 
they may easily be made use of, both 
in determining the relation between 
the divisions of the scale and the 
wave lengths, and in determining 
the admixture of a given element 
with another. The brackets join those 
lines between which several other 
lines are clearly visible if the disper- 
sive power of the spectroscope per- 
mits distinguishing the neighbouring 
lines. Im the ordinary laboratory 
spectroscopes with one prism, even 
with all possible precision of arrange- 
ment and with a brilliancy of light 
permitting the observations being 
made with a very narrow aperture, 
the lines whose wave lengths only 
differ by 2-8 millionth parts of a mil- 
limetre, are blurred together; and 
with a wide aperture a series of lines 
differing by even as much as 2 
millionths of a millimetre appear as 
one wide line. With a faint light 
(that is, with a small quantity of 
light entering into the spectroscope) 
only the most brilliant lines are 
clearly visible. The length of the 
lines does not always correspond 
with their brilliancy. According to 
Lockyer this length is determined 
by placing the carbon electrodes 
(between which the incandescent 
vapours of the metals are formed), not 
horizontally to the slit (as they are 
generally placed, to give more light), 
but vertically to it. Then certain 
lines appear long and others short. 
As a rule (Lockyer, Dewar, Corn), 
the longest lines are those with which 
it is easiest to obtain reversed 
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‘sponding with one of the lines betweenGand H. Of these rays the red 
is the brightest, and therefore the general colour of luminous hydrogen 
(with an electric discharge through a Geissler tube) is reddish. 

The correlation of the Frauenhofer lines with the spectra of metals 
depends on the phenomenon of the so-called reversed spectrum. This 
phenomenon consists in that instead of the bright spectrum correspond- 
ing with a metal, under certain circumstances a similar dark spectrum 
in the form of Frauenhofer lines may be obtained, as will be directly 
explained. In order to clearly understand the phenomenon of reversed 
spectra, it must be known that in the passage of light through certain 
transparent substances these substances retain rays of a certain re- 
frangibility. The colour of solutions is a proof of this. Light which 
has passed through a yellow solution of a uranium salt contains no 
violet rays, and after having passed through a red solution of a per- 
manganate, does not contain many rays in the yellow, blue, and green 
portions of the spectrum. Solutions of copper salts absorb nearly all 
red rays. Sometimes colourless solutions also absorb rays of certain 
definite refractive indexes, and give absorption spectra. Thus solu- 
tions of salts of didymium absorb rays of a certain refrangibility, and 
therefore an impression of black lines is received,?* as shown in fig. 


spectra (see later). Consequently, these lines are the most characteristic. Only the 
longest and most brilliant are given in our table, which is composed on the buasis of a 
collection of the data at our disposal for bright spectra of the incandescent and rarefied 
vapours of the elements. As the spectra change with great variations of temperature 
and vapour density (the faint lines become brilliant whilst the bright lines sometimes 
disappear), which is particularly clear from Ciamician’s researches on the halogens, there- 
fore, until the method of observation and the theory of the subject are enlarged, par- 
ticular theoretical importance should not be given to the wave lengths showing the 
maximum brilliancy, and which only possess any significance in a practical respect for 
the common methods of spectroscopic observations. 

%8 The ocular impressions of light (it is essentially the same with all other impressions 
received by the senses) are all relative; in those portions of a spectrum, received through 
an absorptive medium, where there appears to be an absence of light, it may be only 
rendered fainter, and for absorption spectra this is directly proved to be the case both 
by experiment (by employing solutions of different strengths or strata of different thick- 
nesses), and by direct measurement by the aid of the spectroscope—for instance, by 
Vierordt’s apparatus, which is described in works on physics. The relative distinctness 
of the dark lines in an absorption spectrum, and of the bright coloured lines in luminous 
spectra of vapours and gases, which are self-evident in making observations, offer great 
difficulty with regard to precise measurement, just as is the case, for instance, with the 
relative brilliancy of the stars. 

The method of observing absorption spectra consists in taking a continuous spectrum 
done which does not give either dark lines or particularly bright luminous bands in the 
spectrum) of white light—for instance, the light of a candle, lamp, or other source. The 
collimator (that is, the tube with the slit) is directed towards this light, and then all 
the colours of the spectrum are visible in the ocular tube. A transparent absorptive 
medium—for instance, a solution or tube containing a gas—is then placed between the 
source of light and the apparatus (or anywhere inside the apparatus itself in the path of 
the rays). In this case either the entire spectrum is uniformly fainter, or absorption 
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73. Manv vapours (iodine) and gases (nitric peroxide) give similar 
spectra. Lizht which has passed through a deep layer of aqueous 
vapeur, oxygen. or nitrogen also gives its absorption spectrum. For 
this reason the peculiar (winter) dark lines discovered by Brewster are 


Fis. 73.—Absorption spectrum (Lecoy de Boisbaudran) of salts of didymium in concentrated 
and dilute solutions. 


observed in sunlight, especially in the evening and morning, when the 
sun's rays pass through the atmosphere (containing these substances) 
by a longer path than at mid-day. It is evident that the Frauenhofer 


bands appear on the bright field of the continuous spectrum in definite positions along 
it. These bands have different lengths and positions, and distinctness and intensity 
of absorption, according to the properties of the absorptive medium. Like the luminous 
spectra given by incandescent gases and vapours, the absorption spectra of a number 
of substances have already been studied, and some with great precision—as, for example, 
the spectrum of the brown vapours of nitrogen dioxide by Hasselberg (at Pulkowa), or 
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Fia. 74.—Absorption spectra of nitrogen dioxide oxide and iodine. 


the spectra of colouring matters (Eder and others), and especially those applied to ortho- 
chromatic photography, or the spectra of blood, chlorophyll (the green constituent of 
leaves), and other similar substances, all the more as by the aid of their spectra the 
presence of these substances may be discovered in small quantities (even in microscopical 
quantities, by the aid of special appliances or the microscope), and the changes they 
undergo investigated. 

The absorption spectra, obtained at the ordinary temperature and proper to substances 
in all physical states, offer a most vast but as yet little studied field, both for the theory 
of all spectroscopy, and for gaining an insight into the structure of substances. The 
investigation of colouring matters has already shown that in certain cases a definite 
change of composition and structure entails not only a definite change of the colours but 
also a displacement of the absorption bands by definite wave lengths. This subject, 
which has only begun to be worked out, promises great scientific fruition. 


~~ 
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lines may be ascribed to the absorption of certain rays of light in its 
passage from the luminous mass of the sun to the earth. The remark- 
able progress made in all spectroscopic research dates from the in- 
vestigations made by Kirchhoff (1859) on the relation between absorption 
spectra and the spectra of luminous incandescent gases. It had already 
been long since observed (by Frauenhofer, Foucault, Angstrém) that 
the bright spectrum of the sodium flame gives exactly the same two 
bright lines which are known as the line D in the solar spectrum, and 
expressed by black lines which evidently belong to an absorption spec- 
trum. When Kirchhoff caused moderated sunlight to fall upon the slit 
of a spectroscope, and placed a sodium flame before it, a perfect super- 
position was observed—the bright sodium lines completely covered 
the black lines D of the solar spectrum. When later the continuous 
spectrum of a Drummond light appeared with the black line D on placing 
a sodium flame between it and the slit of the spectroscope—that is, when 
the Frauenhofer line of the solar spectrum was artificially produced-— 
then there was no doubt that it was seen in the solar spectrum because 
the light somewhere travelled through incandescent vapours of sodium. 
Hence a new theory of reversed spectra” arose—that is, respecting the 
relation between the waves of light emitted and absorbed by a substance 
under given conditions of temperature, which is expressed by Kirchhoff’s 
law discovered by a careful analysis of the relations between the lumi- 
nous rays absorbed and emitted bya substance. This law of the theory 
of light may be formulated in an elementary form in the following 
manner: Ata given temperature the relation between the intensity 
of the light emitted (of a definite wave length) and the absorptive 
capacity with respect to the same colour (of the same wave length) is 
a constant quantity.2° Asa black dull surface emits a considerable 

79 A number of methods have been invented to demonstrate the reversibility of 
spectra; among these methods we will cite two which are most éasily carried out. In 
Bunsen’s method sodium chloride is put into an apparatus for evolving hydrogen (the 
spray of the salt is then carried off by the hydrogen and colours the flame with the yellow 
sodium colour), and the hydrogen is ignited in two burners—in one large one with a wide 
flame giving a bright yellow sodium light, and in another with a small fine orifice whose 
flame is pale: this flame will throw a dark patch on the large bright flame. In Ladoffsky’s 
method the front tube (p. 552) is unscrewed from a spectroscope directed towards the light 
of a lamp (a continuous spectrum), and the flame of a spirit lamp coloured by a small 
quantity of NaC} is placed between the tube and the prism ; a black band corresponding 
to sodium will then be seen on looking through the ocular tube. This experiment is 


always successful if there be only the requisite relation between the strength of the light 
of both lamps. 

% The absorptive capacity is the relation between the intensity of the light (of a 
given wave length) falling upon and retained by a substance. Bunsen and Roscoe 
showed by direct experiment that this ratio is a constant quantity for every substance. 
If A stand for this ratio for a given substance at a given temperature—for instance, for 
a flame coloured by sodium—and FE be the intensity of the light of the same wave length 
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quantity of heat rays and also absorbs a considerable quantity, 
whilst a polished metallic surface both absorbs but few and emits but 
few, so a flame coloured by sodium emits a considerable quantity 
of yellow rays of a definite refrangibility, and has the property of 
retaining a considerable quantity of the rays of the same refractive 
index. In general, the sphere which evolves definite rays also retains 
them. 

Thus the bright spectral rays characteristic of a given metal may 
be reversed—that is, converted into dark lines—by passing light which 
wives a continuousspectrum through aspace containing the heated vapours 
of the given metal. A similar phenomenon to that thus artificially pro- 
duced may be observed naturally in sunlight, which shows dark lines 
characteristic of known metals—that is, the Frauenhofer lines form an 
absorption spectrum or depend on a reversed spectrum ; it being pre- 
supposed that the sun itself, like all known sources of artificial light, 
gives a continuous spectrum without Frauenhofer lines.2! We must 
imagine that the sun, owing to the high temperature which is proper to it, 
emits a brilliant light which gives a continuous spectrum, and that this 
light, before reaching our eyes, passes through a space full of the vapours 
of different metals and their compounds. As the earth’s atmosphere*? 
contains no, or very little, metallic vapours, and as they cannot be sup- 
posed to exist in the heavenly space, therefore the only place in which 
the existence of such vapours can be admitted is in the atmosphere 
surrounding the sun rtself. As the cause of the sun’s luminosity must 
be looked for in its high temperature, therefore the existence of an 
atmosphere containing metallic vapours is readily understood, because 
at its high temperature such metals as sodium, and even iron, are sepa- 
rated from their compounds and converted into vapour. The sun must 
be imagined as surrounded by an atmosphere of incandescent vaporous 


emitted at the same temperature by the same substance, then Kirchhoff’s law, the ex- 
planation and deduction of which must be looked for in text books of physics, states that 
the fraction A/E is a constant quantity depending on the nature of a substance (as A 
depends on it) and determined by the temperature and wave length. 

51 Heated metals begin to emit light (only visible in the dark) at about 420° (vary- 
ing with the metal). On further heating solids first emit red, then yellow, and lastly 
white light. Compressed or heavy gases (see Chap. III. Note 44), when strongly heated, 
also emit white light. Heated liquids (for example, molten steel or platinum) also 
give a white compound light. This is readily understood. In a dense mass of matter 
the collisions of the molecules and atoms are so frequent that waves of only a few 
definite lengths cannot appear; the reverse is possible in rarefied gases or vapours. 

3? Brewster, as is mentioned above, first distinguished the atmospheric, cosmical 
Frauenhofer lines from the solar lines. Janssen showed that the spectrum of the atmo- 
aphere contains lines which depend on the absorption produced by aqueous vaponr. 
Egoreff, Olszewski, Janssen, and Liveing and Dewar showed by a series of experiments 
that the oxygen of the atmosphere determines certain lines of the solar spectrum, 
especially the line A. 
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and gaseous matter,>3 including those elements whose reversed spectra 
correspond with the Frauenhofer lines—namely, sodium, iron, hydrogen, 
lithium, calclum, magnesium, &c. Thus in spectrum analysis we find 
a means of determining the composition of the inaccessible heavenly 
luminaries, and much has been done in this respect since Kirchhoff’s 
theory was formulated. By observations on the spectra of many 
heavenly bodies, changes have been discovered going on in them,* and 
certain of the elements known to us have been found with certainty in 
them.*> From this it must be concluded that the same elemente which 
exist on the earth occur throughout the whole universe, and that at 


53 Eruptions, like our volcanic eruptions, but on an incomparably larger scale, are a 
frequent occurrence on the sun. They are seen as protuberances visible during a total 
eclipse of the sun, in the form of vaporous masses on the edge of the solar disc and 
emitting a faint light. These protuberances of the sun are now observed at all times by 
means of the spectroscope (Lockyer’s method), because they contain luminous vapours 
(giving bright lines) of hydrogen and other elements. 

54 The great interest and vastness of astro-physical observations concerning the sun, 
comets, stars, nebulae, &c., render this new province of natural science very important, 
and necessitate referring the reader to special works on the subject. I cannot, how- 
ever, but caution the reader against those premature conclusions which many form on a 
first acquaintance with the subject. Just as the astromomer may easily arrive at an 
arbitrary conclusion about the composition of elements, from observations upon the 
spectra of the heavenly bodies, so the chemist may easily fall into error as to the nature 
of the phenomena of the heavens by only judging from spectroscopic observations. 

The most important astro-physical data since the time of Kellner are those referring 
to the displacement of the lines of the spectrum. Just us a musical note changes ite 
pitch with the approach or withdrawal of the resonant object or the ear, so the pitch of 
the luminous note or wave length of the light varies if the luminous vapour and the 
earth from which we observe it approach or recede from each other; this expresses 
itself in a visible displacement of the spectra] lines. The solar erruptions even give 
broken lines in the spectrum, because the rapidly moving eruptive masses of vapour and 
gases either travel in the direction of the eye or fall back towards the sun. As the 
earth travels with the solar system among the stars, 50 it is possible to determine the 
direction and velocity with which the sun travels in space by the displacement of the 
spectral lines and light of the stars. 

The changes proceeding on the sun in its mass, which must be pronounced as 
vaporous, and in its atmosphere, are now studied by means of the spectroscope. For 
this purpose, there now exist many special astro-physical observatories where these 
investigations are carried on. 

55 Spectrum analysis has proved the indubitable existence in the sun and stars of 
a number of elements known in chemistry. Huggins, Secchi, and others have furnished 
a large amount of material upon this subject. A compilation of existing information 
on this subject has been given by Prof. S. A. Kleiber, in the Journal of the Russian 
Physico-chemical Society for 1885 (vol. xviii. p. 146). Besides which, a peculiar element 
called helium has been discovered, which is characterised by a line (whose wave length 
is 587'5, situated near D), which is seen very brightly in the projections (protuberances) 
and spots of the sun, but which does not belong to any known element and is not repro- 
ducible as a reversed, dark line. This may bea right conclusion—that is to say, it is pos- 
sible that an element may be discovered to which the spectrum of helium corresponds— 
but it may be that the helium line belongs to one of the known elements, because 
spectra vary in the brilliancy and position of their lines with changes of temperature 
and pressure. Thus, for instance, Lockyer could only see the line 423, at the very end 
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that degree of heat which is proper to the sun those simple matters 
which we accept as the elements in chemistry are still undecomposed 


of the calcium spectrum, at comparatively low temperatures, whilst the lines $97 and 
393 appear at a higher temperature, and at a still higher temperature the line 433 
becomes quite invisible. 

Lockyer, to whom spectroscopy is indebted for many excellent spectroscopic observs- 
tions. supposes that the elements existing on the earth are decomposed at the temper. 
ture of the sun—for instance, that iron decomposes into two new elements having par- 
ticular spectra, because an unequal intensity of all the lines of iron is observed in dif- 
ferent portions of the sun (spots, prominences, &c.), and because a displacement (Note 
84) of certain of the lines of this metal may be observed in the sun’s spots at the same 
time that other lines remain undisplaced. Lockyer supposes this to depend on the 
movement of one component part of iron with an immobility of the position (in space: cf 
the other product of the decomposition of iron which remains in a lower stratum. Prof. 
Kleiber explains these phenomena by the fact that the visible spectrum of the sun 1s 
determined by the entire thickness of the atmosphere of the sun, by the inequality of the 
movement of different strata of the sun’s atmosphere, and by the fact that lines of dif- 
ferent wave lengths offer a different constant with reference to Kirchhoff's law. It is 
enough if the thickness, pressure, and temperature of an incandescent vapour be dif- 
ferent in a laboratory experiment and in a given stratum of the solar atmosphere to 
obtain a marked difference in the intensity of the light of different bands of the spectrum 
of one and the same element. As regards the displacement of only one portion of the 
iron lines, Kleiber supplements Liveing and Dewar's observation that the displaced lines 
are those emitted by the most rarefied vapours (Note 27), by pointing out that in the 
first place one and the same line is sometimes observed on the sun both in a contorted 
(broken) and normal position (as Lockyer himself observed), and in the second place that 
the intensity of the light of different lines depends on the different temperatures and den- 
sities of the strata of the solar atmosphere, and therefore the lines determined by the 
upper strata may, by their movement, be displaced, whilst the other lines determined by 
the lower strata may remain unchanged. Besides which I may observe, for my part, 
that if, under ordinary conditions, we see the normal spectrum of iron in the sun, Lock- 
yer's supposed component parts of iron must occur together in the sun, and therefore it 
is difficrlt to understand how one component part of iron is able to move whilst tke 
other remains at rest. Furthermore, as the solar spectrum of iron entirely corresponds 
with that obtained by experiment at the comparatively low temperatures obtainable in 
the laboratory, it is necessary to admit one of the two following propositions—either 
the decomposition of iron does not require so high a temperature as that on the sun, and 
then it would be easy to prove this supposed complexity of iron by a laboratory expen- 
ment, or it must be admitted that the two component parts of iron when combined to 
gether (forming undecomposed iron) do not alter the positions of their spectral lines, 
whilst, as we shall see later, the spectra of elements change when they combine together, 
and therefore that in the case of iron a proposition must be made contradictory to this 
fact. Other data put forward by Lockyer in favour of the decomposability of certain 
elements proved when re-investigated (by Liveing and Dewar), by means of spectroscopes 
of high dispersive power, to be only founded on the confusion of dissimilar lines. The 
arguments of Lockyer concerning the decomposability of elements, which at one time 
made a great impression, do not thus appear to support the doctrine of a single common 
material (p. 20, Note 26), but must be made use of for the further development of spec- 
troscopic science. Besides which I consider it well to turn attention to the facts (1) that the 
conception of the elements stands in all respects more firmly than any deductions obtained 
by the spectroscope ; (2) this comparatively young doctrine of the spectra of elements is 
only the fruit of the chemical doctrine of elements; and (3) that as yet no generalisa- 
tions, besides Kirchhoff’s law, have appeared for spectroscopic phenomena, which could 
allow predictions being made, whilst the conception of elements has already arrived at 
this stage. When, however, spectroscopic science has been developed to the same extent 
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and remain unchanged. <A high temperature forms one of those con- 
ditions under which compounds most easily decompose ; and therefore 
if sodium or a similar element were a compound, then in all probability 
it would be decomposed into component parts at the high temper- 
ature of the sun. This may already be concluded from the fact that 
in ordinary spectroscopic experiments the spectra obtained often 
belong to the metals and not to the compounds taken ; this depends 
on the decomposition of these compounds in the heat of the flame. If 
common salt be introduced into the flame of a gas-burner, a portion of 
it is decomposed, first forming, in all probability, with water, hydro- 
chloric acid and sodium hydroxide, and the latter is then partially 
decomposed by the hydrocarbons, giving metallic sodium, whose incan- 
descent vapour emits light of a definite refrangibility. This conclusion 
is arrived at from the following experiment :—If hydrochloric acid gas 
be introduced into a flame ‘coloured by sodium it is observed that the 
sodium spectrum disappears, owing to the fact that metallic sodium 
cannot remain in the flame in the presence of an excess of hydrochloric 
acid. The same thing takes place on the addition of sal-ammoniac, 
which in the heat of the flame gives hydrochloric acid. If a porcelain 
tube containing sodium chloride (or sodium hydroxide or carbonate), and 
closed at both ends by glass plates, be so powerfully heated that the 
salt volatilises, then the sodium spectrum is not observable ; but if the 
salt be replaced by sodium, then both the bright line and the absorp- 
tion spectra are obtained, according to whether the light emitted by the 
incandescent vapour be observed, or only that which passes through the 
tube. Thus the above spectrum is not given by sodium chloride or 
other sodium compound, but is proper to the metal sodium itself. It 
is the same with other analogous metals. The chlorides and other 
halogen compounds of barium, calcium, copper, &c., give independent 
spectra which differ from those of the metals. If barium chloride be 
introduced into a flame, it gives a mixed spectrum belonging to metallic 
barium and barium chloride. If besides barium chloride, hydrochloric 
acid or sal-ammoniac be introduced into the flame, then the spectrum 
of the metal disappears, and that of the chloride remains, which differs 
distinctly from the spectrum of barium fluoride, barium bromide, or 
barium iodide. A certain common resemblance and certain common 
lines are observed in the spectra of two different compounds of one and 
the same element obtained in the above-described manner, and also in 
the spectrum of the metal, but they all have their peculiarities. The 


as chemical learning, then, perhaps, the present ideas will undergo a deep change ani 
approach perfection. As yet spectroscopic science is still, for want of laws, at the epoch 
of the accumulation of fucts and not of their possession. 
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independent spectra of the compounds of copper are easily observed 
(fig. 75). Thus certain compounds which exist and are luminows at a 


Pig. 75.— Bright Spectra of Copper Compounds. 


high temperature give their independent spectra. In the majority of 
cases the spectra of compounds are composed of indistinct luminous lines 
and complete bright bands, whilst metallic elements generally give a 
few clearly-defined spectral lines. There is no reason for thinking 


% Spectroscopic observations are still further complicated by the fact that one and 
the same substance gives different spectra at different temperatures. This is especially 
the case with gases whose spectra are obtained by an electric discharge in tubes. 
Pliicker, Wiillner, Schuster, and others showed that at different temperatures and pres- 
sures the spectra of iodine, sulphur, nitrogen, oxygen, &c., are quite different from the 
spectra of the same elements at high temperatures and pressures. This may either 
depend on the fact that the elements change their molecular structure with a change of 
temperature, just as ozone is converted into oxygen, or else because at low temperatare 
certain rays have a greater relative intensity than those which appear at higher tem- 
peratures. If we suppose that the molecules of s gas are in continual movement, with a 
velocity dependent on the temperature, then it must be admitted that they often strike 
against each other and rebound, and thus communicate peculiar movements to each 
other and the supposed ether, which express themselves in luminiferous phenomena. A 
rise of the temperature or an increase in the density of a gas must have an influence on 
the collision of its molecules and luminiferous movements thus produced, and this may 
be the cause of the difference of the spectra under these circumstances. It has been 
shown by direct experiment that gases compressed by pressure, when the collision of the 
molecules must be frequent and varied, exhibit a more complex spectrum on the passage 
of an electric spark than rarefied gases, and that even a continuous spectrum appears. 
In order to show the variability of the spectrum according to the circumstances under 
which it proceeds, it is enough to say that potassium sulphate fused on a platinum wire 
gives, on the passage of a series of sparks, a distinct system of lines, 588-578, whilst 
when a series of sparks is passed through a solution of this salt this system of lines is 
fuint, and when Roscoe and Schuster observed the absorption spectrum of the vapour of 
metallic potassium (which is green) they remarked a number of lines of the same inten- 
kity as the above system in the red, orange, and yellow portions. 

The spectra of solutions are best observed by means of Lecoq de Boisbaudran's 
arrangement, shown in fig. 76. A bent capillary tube, D F, inside which a platinum wire, 
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that the spectrum of a compound is equal to the sum of the spectra of 
its elements—that is, every compownd which is not decomposed by heat 
has its own proper spectrum. This is best proved by absorption spectra, 
which are essentially only reversed spectra observed at low temperatures. 
If every salt of sodium, lithium, and potassium gives one and the same 
spectrum, this must be ascribed to the presence in the flame of the free 
metals liberated by the decomposition of their salts. Therefore the phe- 
nomena of the spectrum are determined by molecules, and not by atoms— 
that is, the molecules of the metal sodium, and not its atoms, produce 
those forms of vibrations which are expressed in the spectrum of a 
sodium salt. Where there is no free metallic sodium there is no 


sodium spectrum. 

Spectrum analysis has not only endowed science with a represent- 
ation of the composition of the distant heavenly bodies (of the sun, 
stars, nebulae, comets, &c.), but has also given a new method for study- 
ing the matter of the earth’s surface. Bunsen by its means discovered 
two new elements belonging to the group of the alkali metals, and 
thallium, indium, and gallium were afterwards discovered by the same 
means. The spectroscope is employed in the study of rare metals 
(which in solution often give distinct absorption spectra), of dyes, and 
in general of many organic substances, &c.27 With respect to the 


A a(from 0°8 to 0°5 mm. in diameter) is fused, is immersed in a narrow cylinder, C (in 
which it is firmly held by a cork). The projecting end, a, of the 
wire is covered by a fine capillary tube, d, which extends 1-2 mm. 
beyond the wire. Another straight capillary tube, E, with a plati- 
num wire, B b, about 1 mm. in diameter (a finer wire soon becomes 
hot), is held (by a cork or in a stand) above the end of the tube, 
D. If the wire A be now connected with the positive, and the 
wire B with the negative, terminal of © Ruhmkorff’s coil (if the 
wires be connected in the opposite order, the spectrum of air is 
obtained), a series of sparks rapidy following each other appear 
between a and 6, and their light may be examined by placing the 
apparatus in front of the slit of a spectroscope. The variations to 
which a spectrum is liable may easily be observed by increasing 
the distance between the wires, altering the direction of the cur- 
rent or strength of the solution, «c. 

37 The importance of the spectroscope for the purpose of 
chemical research was already shown by Gladstone in 1856, but 
it did not become an accessory to the laboratory until after the 
discoveries of Kirchhoff and Bunsen. It may be hoped that in 
time spectroscopic researches will explain certain wants of the 
theoretical (philosophical) side of chemistry, but as yet all that ‘ Oa Recaasyne of 
has been done in this respect can only be regarded as attempts trum of stibetaticcd 
which have not yet led to any trustworthy conclusions. Thus many, in solution. 
by collating the wave lengths of all the light vibrations excited by a given element, 
endeavour to find the law governing their mutual relations; others (especially Hartley 
and Ciamician), by comparing the spectra of analogous clements (for instance, chlorine, 
bromine, and iodine), have succeeded in noticing definite features of resemblance in 
them, whilst others (Griinwald) search for relations between the spectra of compounds 
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metals which are analogous to sodium, they all give such very volatile 
salts and such very characteristic spectra that the least traces of them” 
are discovered with great ease by means of the spectroscope. For 
instance, lithium gives a very brilliant red coloration to a flame and 
a very bright red spectral line (wave length, 670 millionths mm.), which 
indicates the presence of this metal in admixture with compounds af 
other alkali metals. 

Lithium, Li=7, is, like potassium and sodium, somewhat widely 
spread in siliceous rocks, but only occurs in small quantities and as 
mere traces in considerable masses of potassium and sodium salts. Only 
a very few minerals contain more than traces of it.32 The compounds 
of lithium are in all respects closely analogous to the corresponding 
compounds of sodium and potassium ; but the carbonate is sparingly 


and their component elements, &c.; but—owing to the mutiplicity of the spectral line- 
proper to many elements, and (especially in the ultra-red and ultra-violet ends of the 
spectrum) the existence of lines which are undistinguishable owing to their faintness. 
and also owing to the comparative novelty of spectroscopic research—this subject cannot 
be considered as in any way perfected in any of its branches. 

58 In order to show the degree of sensitiveness of spectroscopic reactions it will & 
enough to cite the following observation of Dr. Bence Jones. If a solution of 3 grains <f 
a lithium salt be injected under the skin of a guinea-pig, then, after the lapse of four 
minutes, lithium may already be discoverved in the bile and liquids of the eye, and, 
after ten minutes, in all parts of the animal. 

39 Thus spodumene contains up to 6 p.c. of lithium oxide, and petdlite, and lepidolite 

or lithia mica, about 8 p.c. of lithium oxide. This mica is met with in certain granites 
in a somewhat considerable quantity, and is therefore most frequently employed for the 
preparation of lithium compounds. The treatment of lepidolite is carried on on a large 
scale, because certain salts of lithium are employed in medicine as a remedy for certain 
diseases (stone, gouty affections), as they have the power of dissolving the insoluble 
uric acid which is then deposited. Lepidolite, which is unacted on by acids in it- 
natural state, decomposes under the action of strong hydrochloric acid after it has been 
fused. After being subjected to the action of the hydrochloric acid for several hours all 
the silica is obtained in an insoluble form, whilst the metallic oxides pass into solution 
as chlorides. This solution is mixed with nitric acid to convert the ferrous salts into 
ferric, and sodium carbonate is then added until the liquid becomes neutral, by which 
means a precipitate is formed of the oxides of iron, alumina, magnesia, &c., as insoluble 
oxides and carbonates. The solution (with an excess of water) then contains the chlo 
rides of the alkaline metals KCl, NaCl, LiCl, which do not give a precipitate with 
sodium carbonate in a dilute solution. It is then evaporated, and a strong solution ci 
sodium carbonate added. This precipitates lithium carbonate, which, although soluble 
in water, is much less so than sodium carbonate, and therefore the latter precipitates 
lithium from strong solutions as carbonate 2LiCl + Na,CO;=2NaCl+Li,COs. Lithium 
carbonate, which resembles sodium carbonate in many respects, is a substance which is 
very slightly soluble in cold water and is only somewhat soluble in boiling water. Is 
this respect lithium forms a transition between the metals of the alkalis and other 
metals, especially the metals of the alkaline earths (magnesium, barium), whose carbo 
nates are only spuringly soluble. Oxide of lithium, Li,O, may be obtained by heating 
hthium carbonate with charcoal. Lithium oxide in dissolving gives (per molecule} 
26000 heat units; but the combination of Li, with O evolves 140000 calories—that is. 
more than Na ,O (100000 calories) and K,0 (97000 calories), as shown by Beketaf 
(1887). 
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soluble in cold water, which fact is taken advantage of for separating 
lithium from potassium and sodium. This salt, Li,COs, is easily con- 
verted into the other compounds of lithium. Thus, for instance, the 
lithium hydroxide, LiHO, is obtained in exactly the same way as caustic 
soda, by the action of lime on the carbonate, and it is soluble in water 
and crystallises (from its solution in alcohol) as LiHO,H,O. Metallic 
lithium is obtained by the action of a galvanic current on fused lithium 
chloride ; for this purpose a cast-iron 
crucible, furnished with a stout cover, 
is filled with lithium chloride, heated 
until the latter fuses, and then a strong 
galvanic current is passed through the 
molten mass. The positive pole (fig. 77) 
consists of a dense carbon rod C (sur- 
rounded by a porcelain tube P fixed in 
an iron tube B B), and the negative pole 
of an iron wire, on which the metal is 
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‘ Fic. 77.—Preparation of lithium by the 
deposited after the current has passed action of 1 galvanic current on fused 


Z lithium chloride. 
the molten mass for a certain length of 


time. Chlorine is evolved at the positive pole. When a somewhat 
considerable quantity of the metal has accumulated on the wire it is 
withdrawn, the metal is collected from it, and the experiment is then 
carried on as before. Lithium is the lightest of all metals, its specific 
gravity is 0°59, owing to which it even floats on naphtha ; it melts at 
180°, but does not volatilise at a red heat. Its appearance recalls that 
of sodium, and, like it, it has a yellow tint. At 200° it burns in air 
with a very bright flame, forming lithium oxide. In decomposing 
water it does not ignite the hydrogen. The characteristic test for 
lithium compounds is the red coluration which they impart to a colour- 
less flame.*° 
Bunsen tried to determine by means of the spectroscope whether 
any other as yet unknown metals do not occur in different natura 
products together with lithium, potassium, and sodium, and he soon 
discovered two new alkali metals showing independent spectra. They 
are named after the characteristic coloration which they impart to the 
4° In determining the presence of lithium in a given compound, it is best to treat the 
material under investigation with acid (in the case of mineral silicon compounds hydro- 
fluoric acid must be taken), and to treat the residue with sulphuric acid, evaporate to 
dryness, and extract with alcohol, which dissolves a certain amount of the lithium sul- 
phate. It is easy to discover lithium in such an alcoholic solution by means of the colo- 
ration imparted to the flame on burning it, andin case of doubt by investigating its 
light in a spectroscope, because lithium gives a red line, which is very characteristic and 


is found as a dark line in the solar spectrum. Lithium was first discovered in 1817 in 
petolite by Arfvedson. 
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flame. One which gives a red and violet band is named rubidium, 
from rubidius (dark red), and the other is called caesium, because it 
colours a pale flame sky blue, which depends on its containing bright 
blue rays, which appear in the spectrum of caesium as two blue bands. 
Both metals accompany sodium, potassium, and lithium, but in small 
quantities ; rubidium occurs more frequently than caesium. The amount 
of the oxides of caesium and rubidium in lepidolite does not generally 
exceed one-half p.c. Rubidium has also been found in the ashes of many 
plants, but it does not seem to accompany potassium in sea water. 
Rubidium also occurs, although in very small quantities, in the majority 
of mineral waters. Ina very few cases caesium is not accompanied by 
rubidium ; thus, in a certain granite on the Isle of Elba, caesium has 
been discovered, but not rubidium. This granite contains a very rare 
mineral called pollux, which contains as much as 34 p.c. of caesium 
oxide.‘' Guided by the spectroscope, and aided by the fact that the 
double salts of platinic chloride and rubidium and caesium chlorides 
are still less soluble in water than the corresponding potassium salt, 
K,PtCl,, Bunsen succeeded in separating both metals from each other 
and from potassium, and demonstrated the great resemblance they 
bear to each other. The isolated metals,‘? rubidium and caesium, have 


41 The salts of the majority of metals are precipitated as carbonates on the addition 
of ammonium carbonate—for instance, the salts of calcium, iron, &c. The alkalis 
whose carbonates are soluble are not, however, precipitated in this case. On evaporat- 
ing the resultant solution and igniting the residue (to remove the ammonium salts), we 
obtain salts of the alkali metals. They may be separated by adding hydrochloric acid 
with a solution of platinic chloride. The chlorides of lithium and sodium give easily- 
soluble double salts with platinic chloride, whilst the chlorides of potassium, rubidium 
and caesium form double salts which are sparingly soluble. A hundred parts of water 
at 0° dissolve 0°74 part of the potassium platinochloride; the corresponding rubidium 
platinochloride is only dissolved to the amount of 0°134 part, and the caesium salt, 
0°024 part; at 100° 5°13 parts of potassium platinochloride, KgPtClg, is dissolved, 
0°634 parts of rubidium platinochloride, and 0°177 parts of caesium platinochloride. 
From this it is clear how the salts of rubidium and caesium may be isolated. The 
separation of caesium from rubidium by this means is very lengthy. It is better 
effected by taking advantage of the difference of the solubility of their carbonates in 
alcohol; caesium carbonate, Cs,COs, is soluble in alcohol, whilst the corresponding salts 
of rubidium and potassium are almost insoluble. Setterberg separated these metals as 
alums, but the best method, that given by Scharples, is founded on the fact that from 
a mixture of the chlorides of potassium, sodium, caesium, and rubidium in the pre- 
sence of hydrochloric acid stannic chloride precipitates a double salt of caesium, which is 
very slightly soluble. The salts of Rb and Cs are closely analogous to those of 
potassium. 

42 Bunsen obtained rubidium by distilling a mixture of the tartrate with soot, and 
Beketoff (1888) by heating the hydroxide with aluminium 2RbHO+ Al =RbAI0,+ 
H,+Rb. By the action of 85 grams of rubidium on water, 94000 heat units are 
evolved. Setterberg obtained caesium (1882) by the electrolysis of a fused mixture of 
cyanide of caesium and of barium. 
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specific gravities of 1:52 and 1°88 respectively, and melt at 39° and 
27°. 

Judging by the properties of the free metals, and of their corre- 
sponding and even very complex compounds, lithium, sodium, potas- 
sium, rubidium, and caesium present an indubitable chemical resem- 
blance. The fact that the metals easily decompose water, and that 
their hydroxides RHO and carbonates R,CO, are soluble in water, 
whilst the hydroxides and carbonates of nearly all other metals are 
insoluble, confirms this, and if the resemblance between the correspond- 
ing salts be taken into consideration there is no doubt that the resem- 
blance in the chemical character of these metals is very considerable : 
therefore they form a natural group of alkali metals. The halogens 
and the alkali metals form, by their character, the two extremes of 
the elements. Some of the other elements are metals approaching in a 
certain degree the alkali metals, both in their capacity of forming salts 
and in not forming acid compounds, but are not so energetic as the alkali 
metals, and are displaced by the latter from the majority of their com- 
pounds ; they also evolve less heat in combining with the halogens, and 
form less energetic bases than the alkali metals. Such are the common 
metals, silver, iron, copper, &c. Some other elements, in the character 
of their compounds, approach the halogens, and, like them, combine 
with hydrogen, but these compounds do not show the energetic property 
of the halogen acids ; in a free state they easily combine with metals, 
but they do not then form such saline compounds as the halogens do— 
in a word, the halogen properties are less sharply defined in them than 
in the halogens themselves. Sulphur, phosphorus, arsenic, &c., belong 
to this order of elements. Lastly, there is yet another order of elements, 
like carbon and nitrogen, in which neither the metallic nor the halogen 
properties are clearly defined, and which in this respect occupy an 
intermediate position between the two above-mentioned orders of ele- 
ments. 

The clear distinction of the properties of the halogens and alkali 
inetals is expressed in the fact that the former give acids and do not 
form bases, whilst the latter, on the contrary, only give bases. The 
first are true acid elements, the latter clearly-defined basic or metallic 
elements. On combining together, the halogens form, in a chemical 
sense, unstable compounds, and the alkali metals alloys in which the 
character of the metals remains unaltered, just as in the compound 
ICl the character of the halogens remains undisguised ; thus both classes 
of elements on combining with members of their own class form non- 
characteristic compounds, which have the properties of their compo- 
nents. On the other hand, the halogens on combining with the alkali 
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metals form compounds which are, in all respects, stable. and in which 
the original characters of the halogens and alkali metals have entirely 
disappeared. The formation of such compounds is accompanied by 
evolution of a large amount of heat, and by an entire change of both 
the physical and chemical properties of the substances originally taken. 
The alloy of sodium and potassium, although liquid at the ordinary 
temperature, is perfectly metallic, like both its components. The 
compound of sodium and chlorine has neither the appearance nor the 
properties of the original elements ; sodium chloride melts at a higher 
temperature, and is more diflicaltly volatile, than either sodium or 
chlorine. 

With all these qualitative differences there is, however, an important 
quantitative resemblance between the halogens and the alkali metals. 
This resemblance is clearly expressed by stating that both orders of 
elements belong to those which are univalent with respect to hydrogen. 
It is thus possible to express that both the above-named orders of ele- 
ments replace hydrogen atom for atom. Chlorine is able to take the 
place of hydrogen by metalepsis, and the alkali metals take the place 
of hydrogen in water and acids. As it is possible to consecutively re- 
place every equivalent of hydrogen in a hydrocarbon by chlorine, so it 
is possible in an acid containing several equivalents of hydrogen to 
replace the hydrogen consecutively equivalent after equivalent by an 
alkali metal; hence an atom of these elements is analogous to an 
atom of hydrogen, which is taken, in all respects, as the unit for the 
comparison of the other elements. In ammonia and in water chlorine 
and sodium are able to bring about a direct replacement. According to 
the law of substitution, the formation of sodium chloride, NaCl, already 
shows the equivalence of the atoms of the alkali metals and the halo- 
gens. The halogens and hydrogen and the alkali metals combine with 
such elements as oxygen, and it is easily seen that in such compounds 
one atom of oxygen is able to retain two atoms of the halogens, of 
hydrogen, and of the alkali metals. In this respect it is enough to 
compare the compounds KHO, K,0, HClO, and C),0, with water. It 
must not be forgotten, however, that with oxygen the halogens give 
higher acid grades of oxidation, besides compounds of the type R,0, 
which the alkali metals and hydrogen are not capable of forming. We 
shall soon see that these relations are also subject to a special law, 
showing the gradual transition of the properties of the elements from 
the alkali metals to the halogens.‘ 


45 We may here observe that the halogens, and especially iodine, may play the part 
of metals (hence iodine is more easily replaced by metals than the other halogens, and it 
approaches nearer to the metals in its physical properties than the other halogens). 
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The atomic weights of the alkali metals, lithium 7, sodium 23, po- 
tassium 39, rubidium 85, and caesium 133, show that here, as in the 
halogens, the elements may be arranged according to their atomic 
weights in order to compare the properties of the analogous compounds 
-of the members of this group. Thus, for example, the platinochlorides 
of lithium and sodium are soluble in water; those of potassium, 
rubidium, and caesium sparingly soluble, and the greater the atomic 
weight of the metal the less soluble is the salt. In other cases the 
reverse is observed—the greater the atomic weight the more soluble 
are the corresponding salts. The variation of properties with the varia- 
tion in atomic weights even shows itself in the metals themselves ; thus 
lithium volatilises with difficulty, whilst sodium is obtained by means 
of distillation, potassium volatilises more easily than sodium, and rubi- 
dium and caesium, as we have seen, are still more volatile. 


Schiitzenberger obtained a compound C,HsO0(OCI), which he called chlorine acetate, by 
acting on acetic anhydride, (C,H;O),0, with chlorine monoxide, Cl,O. With iodine this 
compound disengages chlorine and forms iodine acetate, C2H;O0(O1), which also is forme 
by the action of iodine chloride on sodium acetute, C,H;0(ONa). Such compounds are 
very unstable, decompose with an explosion when heated, and are changed by the action 
of water and of many other re-agents, which is in accordance with the fact that they con- 
tain very closely-allied elements, as C1,0 itself, or IC] or KNa. By the action of chlorine 
monoxide on a mixture of iodine and acetic anhydride, Schiitzenberger also obtained the 
compound I(C,H;0.);, which is analogous to IC];, becuuse the group C2H;0, is, like Cl, 
a halogen, forming salts with the metals. 
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CHAPTER XIV 


THE VALENCY AND SPECIFIC HEAT OF THE METALS. MAGNESIUM, 
CALCIUM, STRONTIUM, BARIUM, AND BERYLLIUM 


Ir is easy by investigating the composition of corresponding com- 
pounds, to establish the equivalent weights of the metals—that is, the 
quantity which replaces one part by weight of hydrogen. If a metal 
directly decomposes acids, with the evolution of hydrogen, then the 
equivalent weight of the metal may be determined by taking a definite 
weight of it and measuring the volume of hydrogen evolved by its 
action on an excess of acid ; then it is easy to calculate the weight 
of the hydrogen from its volume.!. The same result may be arrived at 
by determining the composition of the normal salts of the metal ; for: 
instance, by finding the weight which combines with 35:6 parts of 
chlorine or 80 parts of bromine.? The equivalent of a metal may be 
also learnt by simultaneously (7.e., in one circuit) decomposing an acid 

and a fused salt of a given metal by an electric current and determin- 

ing the relation between the amounts of hydrogen and metal separated, 

because, according to Faraday’s law, electrolytes (conductors of the 
second order) are always decomposed in equivalent quantities. The 
equivalent of a metal may even be found by simply determining the 
relation between the weight of a metal and of its salt giving oxide, 

as by this weight we know the weight of the metal which combines 
with 8 parts by weight of oxygen, and this will be the weight of an 
equivalent, because 8 parts of oxygen combine with | part by weight of 


! Under favourable circumstances (by taking all the requisite precautions), the weight 
of the equivalent may be accurately determined by this method. Thus Reynolds and 
Ramsay (1887) determined the equivalent of zinc to be 82°7 by this method (from the 
average of 23 experiments), whilst by other methods it has been fixed (by different 
observers) between 32°55 and 83°95. 

The difference in their equivalents may be demonstrated by taking equal weights of 
different metals, and by collecting the hydrogen evolved by them (under the action of an 
acid or alkali). 

2 The most accurate determinations of this kind were carried on by Stas, and will be 
described in speaking of silver. 


h 
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hydrogen. One method is verified by another, and all the processes for 
the accurate determination of the equivalents require the most accurate 
methods to avoid the absorption of moisture, of further oxidation, 
volatility, and other like circumstances which influence exact weigh- 
ings. The description of the methods necessary for the attainment of 
exact results belongs to the province of analytical chemistry. 

For univalent metals, like those of the alkalis, the weight of the 
equivalent is equal to the weight of the atom. For bivalent metals 
the atomic weight is equal to the weight of two equivalents, for n-valent 
metals it is equal to the weight of n equivalents. Thus aluminium, 

=27, is trivalent, that is, its equivalent = 9; magnesium, Mg=24, 
is bivalent, and its equivalent=12. Therefore, if potassium or sodium, 
or in general a univalent metal, M, gives compounds M,O, MHO, 
MC], MNO,, M,SO,, &c., and in general MX, then for bivalent 
metals like magnesium or calcium the corresponding compounds 
will be MgO, Mg(HO),., MgCl,, Mg(NO3),, MgSO,, &c., or in general 
MX,. ; 

By what are we to be guided in ascribing to some metals uni- 
valency and to others bi- ter- quadri-. . . »-valency? What obliges 
us to make this difference? Why are not all metals given the same 
valency—for instance, why is not magnesium considered as univalent ? 
If this be done, taking Mg=12 (and not 24 as now used), not only is 
@ simplicity of expression of the composition of all the compounds of 
magnesium attained, but also we gain the advantage that their com- 
position will be the same as those of the corresponding compounds of 
sodium and potassium. These compositions were so expressed before, 
why has this been changed now ? 

These questions could only be answered after the establishment of 
the conceptions of multiples of the atomic weights as the minimum 
quantities of the elements combining together to form compounds—in 
a word, since the time of the establishment of A vogadro-Gerhardt’s law 
(Chap. VII.). By taking such an element as arsenic, which has many 
volatile compounds, it is easy to determine the density of these com- 
pounds, and therefore to establish their molecular weights, and hence 
to find the indubitable atomic weight, exactly as for oxygen, nitrogen, 
chlorine, carbon, &c. It appears that As=75, and its compounds cor- 
respond, like the compounds of nitrogen, with the forms AsX, and 
AsX,; for example, AsH,, AsCl,, AsFl,, As,O,, &c. It is evident 
that we are here dealing with a metal (or, better, element) of two 
valencies, and which is furthermore in no way univalent, but tri- or 
quingui-valent. This example alone is sufficient for the recognition of 
the existence of polyvalent atoms among the metals. Andas antimony 
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and bismuth are closely analogous to arsenic in all their compounds, 
as potassium is analogous to rubidium and caesium; therefore. 
although very few volatile compsunds of bismuth are known, it was 
necessary to ascribe to them formulae corresponding with those ascribed 
to arsenic. 

As we shall see in deseribing them, there are also many analogous 
metals among the bivalent elements, some of which also give volatile 
compounds. For example, zinc, which is itself volatile, gives several 
volatile compounds (for instance, zine ethyl, ZnC,H,,, which boils at 
118°, vapour density=61°3), and in the molecules of all these com- 
pounds there is never less than 6. parts of zinc, which is equivalent to 
H,,, because 65 parts of zinc displace 2 parts by weight of hydrogen ; so 
that zinc is just such an example of the bivalent metals as oxygen, 
whose equivalent =® (because H, is replaced by O=16), is a representa- 
tive of the bivalent elements, or as arsenic is of the tri- and quinqui- 
valent elements. And, as we Shall afterwards see, magnesium is in 
many respects closely analogous to zinc, which fact obliges us to regard 


magnesium as a bivalent metal. 
Such metals as mercury and copper, which are able to give not one 


but two bases, are of particular importance for distinguishing univalent 
and bivalent metals. Thus copper gives the suboxide Cu,O and the 


oxide CuO—that is, the compounds CuX corresponding with the sub- 
oxide are analogous (in the quantitative relations, by their composition) 
to NaX or AgX, and the compounds of the oxide CuX, to MgX,, 
ZnX,, and in general to the bivalent metals. It is clear that in such 


examples we must distinguish metals of varying atomicity. 
In this manner the valency of many metals may be established 


by means of certain and comparatively few volatile metallic com- 
pounds, and by the aid of a search into their analogies (concerning 
which see Chap. XV.). The law of specific heats discovered by Dulong 
and Petit has frequently been applied to the same purpose? in the 


3 The chief means by which we determine the valency of the elements, or what 
multiple of the equivalents should be ascribed to the atom, are: (1) The law of Avogadro- 
Gerhardt. This method is the most general and trustworthy, and has already been 
applied to a great number of elements. (2) The different grades of oxidation and their 
isomorphism or analogy in general; for example, Fe = 56 because the suboxide (ferrous 
oxide) is isomorphous with magnesium oxide, \c., and the oxide (ferric oxide) contains 
14 times as much oxygen as the suboxide. Berzelius, Marignac, and others took advan- 
tage of this method for determining the composition of the compounds of many elements. 
(3) The specific heat, according to Dulong and Petit’s law. Regnault, and more especially 
Cannizzaro, used this method to distinguish univalent from bivalent metals, (4) The 
peridflic law (see Chapter XV.) has served as a means for the determination of the 
atomic weights of cerium, uranium, yttrium, Xc., and more especially of gallium, 
scandium, and germanium. The correction of the results of one method by those 
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history of chemistry, especially since the development given to this law 
by the researches of Regnault, and since Cannizzaro (1860) showed the 
agreement between the deductions of this law and the consequences 
arising from Avogadro-Gerhardt’s law. 

Dulong and Petit, having determined the specific heat of a number 
of solid elementary substances, observed that as the atomic weights of 
the elements increase, their specific heats decrease, and that the product 
of the specific heat Q into the atomic weight A is an almost constant 
quantity. This means that to bring different elements into a known 
thermal state, an equal amount of work is required if atomic quantities 
of the elements are taken ; that is, the amounts of heat expended in 
heating equal quantities by weight of the elements are far from equal, 
but are in inverse proportion to the atomic weights. For thermal 
changes the atom is a unit ; all atoms, notwithstanding the difference of 
weight and nature, are equal. This is the simplest expression of the 
fact cliscovered by Dulong and Petit. The specific heat measures that 
quantity of heat which is required to raise the temperature of one unit 
of weight of a substance by one degree. If the magnitude of the 
specific heat of elements be multiplied by the atomic weight, then we 
obtain the atomic heat—that is, the amount of heat required to raise 
the temperature of the atomic weight of an element by one degree. It 
is these products which for the majority of the elements prove to be 
approximately, if not quite, identical. A complete identity cannot be 
expected, because the specific heat of one and the same substance varies 
with the temperature, with its passage from one state into another, and 
frequently with even a simple mechanical change of density (for in- 
stance by hammering), not to speak of allotropic changes, &c. We will 


of others is generally had recourse to, and is quite necessary, because phenomena of dise 
sociation, polymerisation, &c., may complicate the individual determinations by each 
method. 

It will be well to observe that a number of other methods, especially from the province 
of those physical properties which are clearly dependent on the magnitude of the atom 
(or equivalent) or of the molecule, may lesd to the same result. I may point out, for 
instance, that even the specific gravity of solutions of the metallic chlorides (Chapter VII. 
p. $22) may serve for this purpose. Thus if beryllium be taken as trivalent—that is, if 
the composition of its chloride be taken as BeC}; (or a polymeride of it), then the specific 
gravity of solutions of beryllium chloride will not fit into the series of the otlier metallic 
chlorides. But on ascribing to it an atomic weight Be = 7, or taking Be as bivalent, the 
composition of its chloride as BeCl, we arrive at the general rule given on p. 818, Thus 
W. G. Burdakoff determined in my laboratory, that the specific gravity at 15° 4° of the 
solution BeCl, + 200H.O = 1:0188—that is, greater than the corresponding solution 
KCl + 200H.O (=1:0121), and less than the solution MgCl, +200H,O (= 1:0203), 
as would follow from the magnitude of the molecular weight BeCl, = 80, because: 
KCl=74'5 and MgCl, = 95 (see my work Investigation of Aqueous Solutions, 1887. 


p. 425). 
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cite several figures‘ proving the truth of the conclusions arrived at 
by Dulong and Petit. 


Li Na Mg P 
A= 23 24 31 
= 0-9408 0-2934 0-245 0-202 
AQ= H:99 6°75 3°88 6°26 
Fe Cu Zo Br 
A= 6 63 65 &0 
= 0-112 0-093 0-093 00843 
AQ= 9 627 5-86 6-04 6-74 
Pi Az So I 
A= 106 108 118 127 
Q-= 0-0592 0-056 0-055 0-541 
AQ= 6:28 6-05 6°49 6°87 
Pt Au Hg Pod 
A= 196 198 200 206 
Q= 0:0325 00324 0-0333 00315 
AQ= 6:37 6-41 6°66 6°49 


It is seen from this that the product of the specific heat of the 
element into the atomic weight is an almost contant quantity, which 
is nearly 6. Therefore the possibility arises of judging the valency 
with a sufficient degree of exactitude, by the specific heats of the 


‘ The specific heats here given refer to different limits of temperature, but in the 
majority of cases between 0° and 100°; only in the case of bromine the specific heat is 
taken (for the solid state) at a temperature below —7°, according to Regnault’s deter- 
mination. The variation of the specific heat with a change of temperature forms & 
very complex phenomenon, the consideration of which I think would here be out of place. 
I will only cite certain figures as an example. According to Bystrom, the specific heat of 
iron at 0° = 0°1116, at 100° = 0°1114, at 200° = 0°1188, at 300° = 0°1267, and at 1400° = 
-0°'4031. Between these last limits of temperature a change takes place in iron (a spon- 
taneous heating, recalescence), as we shall afterwards see. For quartz SiQ;, Pionchon 
gives Q = 0:1737 + 894t10-6 — 272710-9 up to 400°; consequently, as a rule, the specific 
heat varies with the temperature. Still more remarkable are H. E. Weber’s observations 
on the great variation of the specific heat of charcoal, the diamond and boron : 


0° 100° 200° 600° 900° 
Wood charcoal 0°15 0°28 0°29 0°44 0°46 
Diamond 0°10 019 0-22 0°44 0°45 
Boron 0°22 0°29 0°35 — — 


These determinations (they have been verified by Dewar) are of especial importance as 
confirming the universality of Dulong and Petit’s law, because the elements mentioned 
above form exceptions to the general rule when the mean specific heat for temperatures 
between 0° and 100° is taken. Thus in the case of the diamond the product of AxQ 
at 0° = 1:2, and for boron =2'4. But if we take the specific heat towards which there is 

evidently a tendency with a rise of temperature, then we obtain a product approaching 
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metals. Thus, for instance, the specific heats of lithium, sodium, and 
potassium convince one of the fact that their atomic weights are 
indeed those which we took, because by multiplying the specific heats 
found by experiment by the corresponding atomic weights we obtain 
the following figures: Li, 6°59, Na, 6°75 and K, 6°47. Of the 
alkaline earth metals the specific heats have been determined : of mag- 
nesium=0°245 (Regnault and Kopp), of calcium=0°170 (Bunsen), and 
of barium=0-05 (Mendeléeff). If the same composition be ascribed to 
the compounds of magnesium as to the corresponding compounds of 
potassium, then the equivalent of magnesium will be equal to 12. On 
multiplying this atomic weight by the specific heat of magnesium, we 
obtain a figure 2°94, which is half that: which is given by the other 
elements, and therefore the atomic weight of magnesium must be taken 
as equal to 24 and not to 12. Then the atomic heat of magnesium= 
24x0°245=5°9 ; for calcium, giving its compounds a composition 
CaX,.—for example CaCl,, CaSO,, CaO (Ca=40)—we obtain an atomic 
heat=40 x0°17=6°'8, and for barium it is equal to 137 x0°05=6°8 ; 
that is, they must be counted as bivalent, or that their atom replaces 
H,, Na,, or K,. This conclusion may be confirmed by a method of 
analogy, as we shall afterwards see. <A strict application of the prin- 
ciple of specific heats to the determination of the magnitudes of the 
atomic weights of those, metals, the magnitude of whose atomic weights 


to 6 as with other elements. Thus with the diamond and charcoal, it is evident that the 
specific heat tends towards 0°47, which multiplied by 12 gives 5°6, the same as for mag- 
nesium and aluminium. I may here turn the reader’s attention to the fact that for 
solid elements having a small atomic weight, the specific heat varies considerably if we 
take the average figures for temperatures 0° to 100°: 


Li=7 Be = 9 B=11 C=12 
Q= 0-04 0°42 0-24 0°20 
AQ = 66 3°8 2-6 4 


It is therefore clear that the specific heat of beryllium determined at a low temperature 
cannot serve for establishing its atomicity. On the other hand, the low atomic heat of 
charcoal, graphite, and the diamond, boron, &c., may perhaps depend on the complexity 
of the molecules of these elements. The necessity for acknowledging a great complexity 
of the molecules of carbon was explained in Chapter VIII. In the case of sulphur the 
molecule contains at least Sgand its atomic heat = 32 x 0°163 = 5°22, which is distinctly 
below the normal. Ifa great number of atoms of carbon are gathered together in the 
molecule of charcoal, this would to a certain extent account for its comparatively small 
atomic heat. With respect to the specific heat of compounds it will not be out of place 
to here mention the conclusion arrived at by Kopp, that the molecular heat (that is, the 
product of MQ) may be looked on as the sum of the atomic heats of its component 
elements; but as this rule is not a general one, and can only be applied to an approxi- 
mate judgment of the specific heats of substances, I do not think it necessary to go into 
the details of the conclusions described in Liebig’s ‘ Annalen Supplement-Band,’ 1864 ; 
which includes a number of determinations made by Kopp. 
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could not be determined according to Avogadro-Gerhardt’s law, was. 
made about 1%60 by the Italian professor Cannizzaro. 

Exactly the same conclusions respecting the bivalence of magnesium 
and its analogues are obtained by comparing the specific heats of their 
compounds, especially of the halogen compounds as the most simple, with 
the specific heats of the corresponding alkalicompounds. Thus, for in- 
stance, the specific heat of magnesium and calcium chlorides, MgCl, and 
CaCl,, equal 0-194 and 0-164, and of sodium and potassium chlorides, 
NaCl and KCl, 0-214 and 0-172, and therefore their molecular heats (or 
the products QM, where M is the weight of the molecule) are 18-4 and 
18-2, 12°5 and 12-8, and therefore the atomic heats (or the quotient of 
QM by the number of atoms) are all nearly 6, as with the elements. 
Whilst if, instead of the actual atomic weights Mg=24 and Ca=40, 
their equivalents 12 and 20 be taken, then the atomic heats of the 
chlorides of magnesium and calcium would be about 4°6, whilst those of 


potassium and sodium chlorides are about 6-3.° 
As the specific heat or the amount of heat required to raise the 
temperature of a unit of weight one degree ® is a complex quantity— 


5 It must be remarked that in the case of oxygen (hydrogen and carbon) compounds 
the quotient of MQ n, where x is the number of atoms in the molecule, is always less 
than 6 for solids; for example, in the case of MgO = 5°0, CuO= 5:1, MnO, = 4°6, ice 
(Q = 0504) = 38, SiO, = 3'5, kc, At present it is impossible to say whether this depends 
on the smaller specific heat of the atoms of oxygen in its solj\d compounds (Kopp, Note $) 
or on some other reason; but, nevertheless, taking into account this decrease, depending 
on the presence of oxygen, a reflection of the atomicity of the elements may to a certain 
extent be seen in the specific heat of the oxides. Thus in the case of alumina, Al.0,; 
(Q = 0217), MQ = 22°43, and therefore the quotient MQ/n = 4°5, which is nearly that 
given by magnesium oxide, MgO. But if we ascribe the same composition to alumina as 
to magnesia—that is, if aluminium were counted as divalent—we should obtain the figure 
8°7, which is much less. In general, in compounds of identical atomic composition 
and of analogous chemical properties the molecular heats MQ are nearly equal, as 
many investigators have long remarked. For example, ZnS = 117 and HgS = 11; 
MgS0O,= 27°0 and ZnSQy, = 28°0, &c. 

6 If W be the amount of heat contained in a mass m of a substance at a temperature 
t,and dW the amount expended in heating it from ¢ to ¢+ dt, then the specific heat 
Q=dW (mx dt). The specific heat not only varies with the composition and complexity 
of the molecules of a substance, but also with the temperature, pressure, and physical 
state of a substance. Even for gases the variation of Q with ¢ is to be observed. Thus 
it is seen from the experiments of Regnault and Wiedemann that the specific heat of 
carbonic anhydride at 0° =0°19, at 100° =0°22, and at 200°=0°24. But the variation of 
the specific heat of permanent gases with the temperature is, as far as we know, very in- 
considerable. Therefore the specific heat of those permanent gases which contain two 
utoms in the molecule (H2, O., N2, CO, and NO) may be, as is shown by experiment, 
taken as not varying with the temperature. The constancy of the specific heat of perfect 
gases forins one of the fundamental propositions of the whole theory of heat, and sup- 
ports the determination of temperatures by means of gas-thermometers containing 
hydrogen, nitrogen, or air. Le Chatelier (1887), on the basis of existing determinations, 
concludes that the molecular heat—that is, the product MQ—of all gases varies in propor- 
tion to the temperature, and tends to become equal (=6°8) at the temperature of absolate 
zero (thut is, at —273°); and therefore MQ =6'8 + a(278 + ¢), where a is a constant quantity 
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including not only the increase of the energy of a substance with its 
rise In temperature, but also the external work of expansion’ and the 


which increases with the complexity of the gaseous molecule. The magnitude 1000a for 
ammonia=6'11, for chloric anhydride=7°42, for ethylene, C,.H,=12°7, for chloroform, 
CHCl; =29°5, &c. For permanent gases a =0, and MQ =68—that is, the atomic heat (if 
the molecule contains two atoms) = 3°4, as it is in reality. As regards liquids (as wellas the 
vapours formed by them), the specific heat always rises with the temperature: Thus for 
benzene, it equals 0°38 + 0°0014¢. R. Schiff (1887) showed that the variation of the specific 
heat of many organic liquids is proportional to the change of temperature (as in the case 
of gases, according to Le Chatelier), and reduced these variations into dependence with 
their composition and absolute boiling point. It is very probable that the theory of 
liquids will make use of these simple relations, which recall the simplicity of the varia- 
tion of the specitic gravity (Chap. II. Note 84), cohesion, and other properties of liquids 
with the temperature. They are all expressed by the linear function of the temperature, 
a + bt, with the same degree of proximity as the property of gases is expressed by the 
equation pv = Rt. 

As regards the relation between the specific heats of liquids (of solids) and of their 
vapours, the specific heat of the vapour (and also of the solid) is always less than 
that of the liquid. For example, benzene vapour 0°22, liquid 0°38 ; chloroform vapour 0°13, 
liquid 0°23; steam 0°475, liquid water 1:0. But the whole complexity of the relations 
existing in specific heat is seen from the fact that the specific heat of ice = 0°502 is less 
than that of liquid water. According to Regnault, in the case of bromine the specific 
heat of the vapour = 0°055 (at 150°), of the liquid=0°107 (at 30”), and of solid bromine 
= 0°084 (at —15°). The specific heat of solid benzoic acid (according to experiment and 
calculation, Hess 1888) between O- and 100° is 0°31, and of liquid benzoic acid 0°50. One 
of the problems of the present day is the explanation of those complex relations which 
exist between the composition and such properties as specific heat, latent heat, expansion 
by heat, compression, internal friction, cohesion, and other like properties. They can 
only be connected by a complete theory of liquids, which may now soon be expected, 
more especially as many sides of the subject have already been partially explained. 

7 According to the above reasons the quantity of heat, Q, required to ruise the tem- 
perature of one part by weight of a substance by one degree may be expressed by the 
sum Q=K+B+D, where K is the heat actually expended in heating the substance, or 
that which is termed the absolute specific heat, B the amount of heat expended in the 
internal work accomplished with the rise of temperature, and D the amount of heat ex- 
pended in external work. In the case of gases the last quantity may be easily deter- 
mined, knowing their coefticient of expansion, which is approximately = 0°00368, By 
applying to this case the same argument given at the end of Note 11, Chap L, we find 
that one cubic metre of a gas heated by 1° produces an external work of 10333 x 0°0086s, 
or 88:02 kilogrammetres, on which 38°02 424 or 0°0897 heat units are expended. This is 
the heat expended for the external work produced by one cubic metre of a gas, but the 
specific heat refers to units of weight, und therefore it is necessary in order to know D 
to'reduce the above quantity to a unit of weight. One cubic metre of hydrogen at 0° 
and 760 mm. pressure weighs 0°0896 kilo, a gas of molecular weight M has a density 
M/2, consequently a cubic metre weighs (at 0° and 760 mm.) 0°0448M kilo, and therefore 
1 kilogram of the gas occupies a volume 1,0°0448M cubic metres, and hence the external 
work D in the heating of 1 kilo. of the given gas by 19 =0-0896/ 0°0448M, or D=2/M. 

Taking the magnitude of the internal work B for gases as minute if permanent gases 
gre tuken, and therefore supposing B =0, we find the specific heat of gases at a conatant 
pressure Q=K+2M, where K is the specific heat at a constant volume, or the true 
specific heat, and M the molecular weight. Hence K=Q-—2'M, The maynitude of the 
specific heat Q is given by direct experiment. According to Regnault’s experiments, for 
oxygen if =0°2175, for hydrogen 3405, for nitrogen 0°2438; the molecular weights of these 
gases are 32, 2, and 2h, and therefore for hydrogen K = 0°2438 — 0:0714=0°1724. These true 
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internal work accomplished in the molecules inciting them to decom- 
position according to the rise of temperature °—therefore it is impos- 


specific heats of elements are in inverse proportion to their atomic weights—that is, their 
product by the atomic weight is a constant quantity. In reality, for oxygen this product 
= (1155 x 16= 2°48, for hydrogen 2°40, for nitrogen 0°7724 x 14=2°414, and therefore if A 
stand for the atomic weight we obtain the expression K x A= a constant, which may be 
counted as 2°45; and this is the true expression of Dulong and Petit’s law, because K is 
the true specific heat and A the weight of the atom. It should be remarked, moreover. 
that the product of the observed specific heat Q into A is also a constant quantity (for 
oOxyyen = 3°48, for hydrogen = 3°40), because the external work D is also inversely propor- 
tional to the magnitude of the atomic weight. 

In the case of gases we distinguish the specific heat at a constant pressure c’ (we 
designated this quantity above by Q), and at a constant volume c. It is evident that 
the relation between both specific heats, k, judging from the above, is the ratio of Q 
to K, or equal to the ratio of 2:45n+2 to 2°45n. When rn=1 this ratio k=1°8; when 
n=2k=1:4, when n=3 k=1°'3, and with an exceedingly large number, 72, of atoms in the 
molecule, A=1. That is, the ratio between the specific heats decreases from 1°8 to 1°0 as 
the number of atoms, n, contained in the molecule increases. This deduction is verified 
to a certain extent by direct experiment. For such gases as hydrogen, oxygen, nitrogen, 
carbonic oxide, air, and others in which n=2, the magnitude of k is determined by 
methods described in physics (for example, by the change of temperature with an altera- 
tion of pressure, by the velocity of sound, &c.), and is found in reality to be nearly 1°4, 
and for such gases as carbonic anhydride, nitric peroxide, and others it is nearly 1°3. 
Kundt and Warburg (1875), by means of the approximate method mentioned on p. $21, 
determined k for mercury vapour when n=1, and found it to be = 1-67—that is, a larger 
quantity than for air, as would be expected from the above. 

It may be admitted that the true atomic heat of gases = 2°48, only under the condition 
that they are distant from a liquid state, and do not undergo a chemical change when 
heated—that is, when no internal work is produced in them (B=0). Therefore this 
work may to a certain extent be judged by the observed specific heat. Thus, forinstance, 
for chlorine (Q=0°12, Regnault; 4=1°33, according to Straker and Martin, and therefore 
K=0'09, MK = 6°4), the atomic heat (3-2) is much greater than for other gases containing 
two atoms in a molecule, and one must consider, therefore, that when heated some great 
internal work is accomplished of whose nature it is at present impossible to form an 
opinion. And as in the case of such gases as ethylene, CoH, (Q=0°89), according to 
Wiedemann k=1'2, K=0°88, MK =9°2; hence the true atomic heat is less than for con- 
stant gases =1°5. Therefore the question as to the relation between the specific heate of 
gases and the number of ‘atoms and composition cannot be counted as sufficiently 
general if we do not consider Le Chatelier’s deduction (Note 6) as proved by the asso- 
ciation of data. If the latter be verified, then it will have to be admitted that Dulong 
and Petit’s law is not applicable to any gases besides those which are permanent and 
possess a comparatively low molecular weight. The question might be solved by deter- 
mining the specific heat of mercury vapour at different temperatures, but as yet there 
are no exact methods of doing this. 

All the more remarkable is the adaptability of Dulong and Petit’s law to the mass of 
the common elements in a solid state. In order to generalise the facts concerning the 
specific heat of gases and solids, it appears to me possible to accept the following general 
proposition: the atomic heat (that is, AQ or QM n, where M is the molecular weight 
and n the number of molecules) is less (greatest for solids, 6°83; for gases, 8°4) the more 
complex the molecule (that ts, the greater the number (n) of the atoms forming tt), 
and to a certain extent (with similar physical states of substances) the less the mean 
(Move) weight of the atom. 

8 For an example, it is enough to point out the specific heat of nitrogen tetroxide, 
N,O,, which, when heated, gradually passes into NO.,—that is, chemical work of decom- 
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sible to expect in the magnitude of the specific heat the great 
simplicity of relation to composition which we see, for instance, in the 
density of gaseous substances. Therefore, although the specific heat 
gives one of the important means of judging the atomicity of the 
elements, still the mainstay for a true judgment of atomicity is only 
given by Avogadro-Gerhardt’s law. All other means can only be 
accessory or preliminary, until it be possible to have direct recourse to 
the determination of the vapour density. 

Among the bivalent metals the first place, with respect to their 
distribution in nature, is occupied by magnesium and calcium, just as 
sodium and potassium stand first amongst the univalent metals. The 
relation which exists between the atomic weights of these four metals 
confirms the above comparison. In fact, the combining weight of 
magnesium is equal to 24, and of calcium 40; whilst the combining 
weights of sodium and potassium are 23 and 39—that is, the latter 
are one unit less than the former.? They all belong to the number 
of light metals, as they have but a small specific gravity, in which 
they differ from the ordinary, generally known heavy, or ore, metals 
(for instance, iron, copper, silver, and lead), which are distinguished by 
a much greater specific gravity. There is no doubt that their low 
specitic gravity has a significance, not only as a simple point of dis- 
tinction, but also as a property which determines the fundamental 
properties of these metals. Indeed, all the light metals have a series 
of points of resemblance which approximates them to the metals of 
the alkalis ; thus both magnesium and calcium, like the metals of the 


position proceeds, which consumes heat. Speaking generally, specific heat is a complex 
quantity, in which it is clear that thermal data (for instance, the heat of reaction) alone 
cannot give an idea either of chemical or of physical changes individually, but always 
depend on an association of the one and the other. If a substance be heated from fy 
to t, it cannot but suffer a chemical change (that is, the state of the atoms in the mole- 
cules changes more or less in one way or another) if dissociation sets in ab a temper- 
ature ¢,. Even in the case of the elements whose molecules contain only one utom, 
«a true chemical change is possible with a rise of temperature, because more heat is 
evolved in chemical reactions than that quantity which participates in purely physical 
changes. One gram of hydrogen (specific heat =3°4 at a constant pressure) cooled to the 
temperature of absolute zero will evolve altogether about one thousand units of heat, 8 
grams of oxygen half this amount, whilst in combining together they evolve in the 
formation of 9 grams of water more than thirty times as much heat. Hence the store 
of chemical energy (that is, of the movement of the atoms, vortex, or other) is much - 
greater than the physical store proper to the molecules, but it is the change accomplished 
by this store that is the cause of chemical transformations. Here we evidently touch on 
those limits of existing knowledge beyond which the discipline of science does not yet 
allow us to pass. A number of new scientific conquests are necessary before this can 
become possible. 

® As if NaH=Mg and KH=Ca, which is in accordance with their valency, KH 
including two monovalent elements is a bivalent group like Ca. 
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alkalis. decompose water (without the addition of acids), although not 
so easily as the latter metals. The process of the decompueition is 
essentially one and the same ; fur example. Ca + 2H,O=CaH,O, + H,— 
that is, hvdn-gen is liberated and a hydroxide of the metal formed. 
These hydroxides are bases which saturate nearly all acids. How- 
ever, the hydroxides RH,O, of calcium and magnesium are in no 
respects so energetic as the hydroxides of the true metals of the 
alkalis ; thus when heated thev lose water, are nos so soluble, develop 
less heat with acids, and form various salts, which are less stable 
and more easily decomposed by heat than the corresponding salts 
of sodium and petassium. Thus calctam and magnesium carbonates 
easily part with carbonic anhydride when ignited: the nitrates are 
also very easily decomposed by heat, calcium and magnesium oxides, 
CaQ and MgO, being left behind. The chlorides of magnesium 
and calcium, when heated with water, evolve hydrogen chloride, 
forming the corresponding hydroxides, and when ignited the oxide 
itself, All these points already evince a weakening of the alkaline 
properties. 

These metals have been termed the metals of the alkaline earths, 
because they, like the alkali metals, form energetic bases. They are 
called a/kuline earths because they are met with in nature in a state of 
combination, forming the insoluble mass of the earth, and because as 
oxides, RO, they themselves have an earthy appearance. Not a few 
salts are known of these metals which are insoluble in water, whilst 
the corresponding salts of the alkali metals are generally soluble—for 
example, the carbonates, phosphates, borates, and other salts of the 
alkaline earth metals are nearly insoluble. This serves to distinguish 
the metals of the alkaline earths from the metals of the alkalis. For 
this purpose a solution of ammonium carbonate is added to a mixed 
solution of salts of both metals, when by a double decomposition the 
insoluble carbonates of the metals of the alkaline earths are formed 
and pass into a precipitate, whilst the metals of the alkalis remain in 
solution: RX. + Na,CO,= RCO, + 2NaX. 

We may here remark that the oxides of the metals of the alkaline 
earths are frequently called by special names : MgO is called magnesia 
or bitter earth ; CaO, lime; SrO, strontia ; and BaO, baryta. 

In the primary rocks the oxides of calcium and magnesium are 
combined with silica, sometimes in variable quantities, so that in some 
cases the lime predominates and in other cases the magnesium. Both 
oxides, being analogous to each other, replace each other in equivalent 
quantities. The various forms of augtte, hornblende or amphtbole, and 
of similar minerals, which enter into the composition of nearly all rocks, 
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‘contain lime and magnesia and silica. The majority of the primary 
rocks also contain alumina, potash, and soda. These rocks, under 
the action of water (containing carbonic acid) and air, give up lime 
and magnesia to the water, and therefore they are contained in all 
kinds of water, and especially sea water. Zhe carbonates, CaCO, and 
MgCoO,, frequently met with in nature, are soluble in an excess of 
water saturated with carbonic anhydride,'® and therefore many natural 
‘waters contain these salts, and are able to yield them when evaporated. 
However, one kilogram of water saturated with carbonic anhydride 
does not dissolve more than three grams of calcium carbonate. By 
gradually expelling the carbonic anhydride from such water, an in- 
soluble precipitate of calcium carbonate separates out. It may confi- 
dently be stated that the formation of the very widely distributed 
strata of calcium and magnesium carbonates was of this nature, because 
' these strata are of a sedimentary character-—that is, that which would 
be exhibited by a gradually accumulating deposit on the bottom of 
the sea. Furthermore, the remains of sea organisms, plants, ferns, 
«&c., are frequently found amongst these deposits. These deposits of 
calcium and magnesium carbonates are the most important sources of 
these metals. Lime generally predominates, because it is present in 
rocks and stream water in greater quantity than magnesia, and in this 
case these sedimentary rocks are termed limestone. Some common flag- 
stones used for paving, &c., and chalk may be taken as examples of this 
kind of formation. Those limestones in which a considerable portion 
of the calcium is replaced by magnesium are termed dolomites. The 
dolomites are distinguished by their hardness, and by their not parting 
with the whole of their carbonic anhydride so easily as the limestones 
under the action of acids. Dolomites'! sometimes contain an equal 
number of molecules of calcium carbonate and magnesium carbonate, 
and they also sometimes appear in a crystalline form, which is easily 
understood, because calcium carbonate itself is exceedingly common in 
this form in nature, and is then known as calc spar, whilst natural 


10 Sodium carbonate and other carbonates of the alkalis give acid salts which are less 
soluble{ than the normal; here, on the contrary, with an excess of carbonic anhydride, a 
‘salt is formed which is more soluble than the normal, but this acid salt is more unstable 
than sodium hydrogen carbonate, NaHCQs. 

11 The formation of dolomite may be explained, if only we imayine that a solution of 
@ magnesium salt acts on calcium carbonate. Magnesium carbonate may be formed by 
double decomposition, and it must be supposed that this process is able to cease at a 
certain limit (Chapter XII.), when we shall obtain a mixture of the carbonates of calcium 
and magnesium. Hauitinger heated a mixture of calcium carbonate, CaCOs, with a solu- 
tion of an equivalent quantity of magnesium sulphate, MgSQ,, in a closed tube at 200°, 
and then a portion of the magnesia actually passed into the state of magnesium car- 
bonate, MgCO;, and a portion of the lime was converted into gypsum, CaSQO,, 
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crystalline magnesium carbonate is termed magnesite. The formation 
of the crystalline varieties of the insoluble carbonates is explained by 
the possibility of a slow deposition from solutions containing carbonic 
acid. Besides which the calcium and magnesium sulphates are obtained 
from sea water, and therefore they are met with both as deposits and 
in springs. It must be observed that magnesium is held in considerable 
quantities in sea water, because the sulphate and chloride of magne- 
sium are very soluble in water, whilst calcium sulphate is but little 
soluble ; and therefore if the occurrence of considerable deposits. of 
magnesium sulphate cannot be expected in nature, still, on the other 
hand, one would expect (and they do actually occur) large masses of 
calcium sulphate or gypsum, CaSO,,2H,O. Gypsum sometimes forms 
strata of immense size, which extend over many tens of kilometres— 
for example, in Russia on the Volga, ard in the Donetz and Baltic 
provinces, 

Lime and magnesia also, but in much smaller quantities (often to 
the amount of several fractions of a per cent. and rarely more), enter 
into the composition of every fertile soil, and without these bases the 
soil is unable to support vegetation. Lime is particularly important 
in this respect, and its presence in a larger quantity generally improves 
the harvest, although purely calcareous soils are generally infertile. 
For this reason the soil is fertilised both with lime? itself and with 
mar]—that is, with clay mixed with a certain quantity of calcium carbo 
nate, strata of which are found nearly everywhere. 

From the soil the lime and magnesia (in a smaller quantity) pass 
into the substance of plants, where they occur as salts. Certain of 
these salts separate in the interior of plants in a crystalline form—for 
example, calcium oxalate. The lime occurring in plants serves as the 
source for the formation of the various calcareous secretions which are 
so common in animals of all classes. The bones of the highest animal 
orders, the shells of mollusca, the covering of the sea-urchin, and simular 
solid secretions of sea animals, contain calcium salts; namely, the 
shells mainly calcium carbonate, and bones mainly calcium phosphate. 
Certain limestones are almost entirely formed of such deposits. 
Odessa is situated on a limestone of this kind, composed of shells. 
Thus magnesium and calcium occur throughout the entire realm of 
nature. 


12 The indubitable action of lime in increasing the fertility of soils—if not in every 
case, at all events, with ordinary soils which have long been under corn—is based not 50 
much on the requirements of plants for the lime itself as on those chemical and physical 
changes which lime produces in the soil; particularly as a powerful base which aids 
the alteration of the mineral and organic elements of the soil. 
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As lime and magnesia form bases which are in many respects 
analogous, they were not distinguished from each other for a long 
time. Magnesia was obtained for the first time in the seventeenth 
century from Italy, and used as a medicine; and it was only in the 
last century that Black, Bergmann, and others distinguished magnesia 
from lime. 

Metallic magnesium (and calcium also) is not obtained by heating 
magnesium oxide or the carbonate with charcoal, as the alkali metals 
are obtained,'* but is liberated by the action of a galvanic current 
on fused magnesium chloride (best mixed with potassium chloride) ; 
but Davy and Bussy first obtained metallic magnesium by acting on 
magnesium chloride with the vapours of potassium. At the present 
time (Deville’s process) magnesium is prepared in rather consider- 
able quantities by a similar process, only the potassium is replaced by 
sodium. Anhydrous magnesium chloride, together with sodium chloride 
and calcium fluoride, is fused in a closed crucible. The latter sub- 
stances only serve to facilitate the formation of a fusible mass before 
and after the reaction, which is indispensable in order to prevent 
the access and action of air. One part of finely-divided sodium to 
five parts of magnesium chloride is thrown into the strongly-heated 
molten: mass, and after stirring the reaction proceeds very quickly, and 
magnesium separates, MgCl,+Na,=Mg+2NaCl. In working on a 
large scale, the powdery metallic magnesium is then subjected to distil- 
lation at a white heat. The distillation of the magnesium is necessary, 
because the undistilled metal is not homogeneous '* and burns unevenly : 
the metal is prepared for the purpose of illumination. Magnesium 


1+ Sodium and potassium only decompose magnesium oxide at a white heat and very 
feebly, probably for two reasons. In the first place, because the reaction Mg +O deve- 
lops more heat (about 140 thousand calories) than K.+O or Na, +O (about 100 thousand 
calories); and, in the second place, because magnesia is not fusible at the heat of a 
furnace and cannot act on the charcoal, sodium, or potassium—that is, it does not pass 
into that mobile stute which is necessury for reaction. The first reason alone is not 
sufficient to explain the absence of the reaction between charcoal and magnesia, because 
iron and charcoal in combining with oxygen evolve less heat than sodium or potassium, 
yet, nevertheless, they can displace them. With respect to magnesium chloride, it acts 
on sodium and potassium, not only because their combination with chlorine evolves more 
heat than the combination of chlorine and magnesium (Mg + Cl, gives 150 and Nay + Cl, 
about 195 thousand calories), but also because a fusion, both of the magnesium chloride 
and of the double salt, takes place under the action of heat. It is probable, however, 
that a reverse reaction will take place. 

14 Commercial magnesium generally contains a certain amount of magnesium nitride 
(Deville and Caron), Mg;Nq—that is, a product of substitution of ammonia which is 
directly formed when magnesium is heated in nitrogen. It is yellowish green powder, 
which gives ammonia and magnesia with water, and cyanogen when heated with carbonic 
anhydride. ‘Perfectly pure magnesium may be obtained by the action of a galvanic 
eurrent. 
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is a white metal, like silver ; it is not soft like the alkali metals, but 
is, on the contrary, hard like the majority of the ordinary metals. 
This is natural from the fact that it melts at a rather high tempera- 
ture—namely, about 500°—and boils at about 1000°. It is malle- 
able and ductile, like the generality of metals, so that it can be drawn 
into wires and rolled into ribbon; it is most frequently used for 
lighting purposes in the latter form. Unlike the alkali metals, mag- 
nesium does not decompose the atmospheric moisture at the ordinary 
temperature, so that it is almost unacted on by air; it is not even 
acted on by water at the ordinary temperature, so that it may be 
washed to free it from sodium chloride. Magnesium only decomposes 
water with the evolution of hydrogen at the boiling point of water," 
and especially at still higher temperatures ; but even this is accom- 
plished with difficulty. This is explained by the fact that in decom- 
posing water magnesium forms an insoluble hydroxide, MgH,O,, which 
covers the metal and hinders the further action of the water. Magne- 
sium easily displaces hydrogen from acids, forming magnesium salts. 
When ignited it burns, not only in oxygen but in air (and even in 
carbonic anhydride), forming a white powder of magnesium oxide, or 
magnesia ; in burning it emits a white and exceedingly brilltané light. 
The strength of this light naturally depends on the fact that mag- 
nesium (24 parts by weight) in burning evolves about 140 thousand 
heat units, and that the product of combustion, MgO, is infusible by 
heat ; and therefore the vapour of the burning magnesium will contain 
an ignited powder of non-volatile and infusible magnesia, and will 
consequently present all the conditions for the production of a brilliant 
light. The light emitted by burning magnesium contains many rays 
which act chemically, and are situated in the violet and ultra-violet 
parts of the spectrum. For this reason burning magnesium may be 
employed for taking photographic images.!® 

Owing to its great affinity for oxygen, magnesium reduces many 
metals (zinc, iron, bismuth, antimony, cadmium, tin, lead, copper, silver, 
and others) from solutions of their salts at the ordinary temperature," 

1) Hydrogen peroxide (Welsing) dissolves magnesium. The reaction has not been 
investigated. 

16 A special form of apparatus is used for burning magnesium. It is a clockwork 
arrangement in which a cylinder rotates, round which a ribbon or wire of magnesium is 
wound. The wire is subjected to a uniform unwinding and burning as the cylinder 
rotates, and in this manner the combustion may continue uniform for a certain time. 
The same is attained in special lamps, by causing a mixture of sand and finely-divided 
magnesium to fall from a funnel-shaped reservoir on to the flame. In photography it is 
best to blow finely-divided magnesium into a colourless (spirit or gas) flame. 

1¢ According to the observations of Maack, Comaille, Béttger, and others. The re- 


duction by heat mentioned further on was pointed out by Geuther, Phipson, Parkinson 
and Gattermann. 
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‘and at a red heat finely-divided magnesium takes up the oxygen from 
silica, alumina, boric anhydride, &c.; so that silicon and similar 
elements may be obtained by directly heating a mixture of powdered 
silica and magnesium in an infusible glass tube.!8 Magnesium acts on 
fused potassium and sodium hydroxides, with an energetic evolution of 
hydrogen. 

The affinity of magnesium for the halogens is much more feeble 
than for oxygen,!® as is already evident from the fact that a solution 
of iodine reacts feebly on magnesium ; still magnesium burns in the 
vapours of iodine, bromine, and chlorine. The character of magnesium 
is also determined by the fact that all its salts, especially in the 
presence of water, are decomposable at a comparatively moderate 
temperature, the elements of the acid being evolved, and the magne- 
sium oxide, which is non-volatile and unchangeable by heat, remaining 
behind. This naturally refers to those acids which are themselves 
volatilised by heat. Even magnesium sulphate is completely decom- 
posed at the temperature at which iron melts, oxide of magnesium 
remaining behind. This decomposition of magnesium salts by heat 
proceeds much more easily than with calcium salts. For example, 
Magnesium carbonate is totally decomposed at 170°, magnesium oxide 
being left behind. This magnesia, or maynesiwm oaide, is met with 
both in an anhydrous and hydrated state in nature (the anhydrous 
magnesia as the mineral periclase, MgO, and the hydrated magnesia 
as brucite, MgH,O,.). Magnesia is a well-known medicine (calcined 
magnesia—magnesia usta). It is a white, extremely fine, and very 
voluminous powder, of specific gravity 3:4; it is infusible by heat, and 
only shrinks or sinters in an oxyhydrogen flame. After long contact 
the anhydrous magnesia combines with water, although very slowly, 
forming the hydroxide Mg(HO),., which, however, parts with its 
water with great ease when heated even below a red heat, and again 
yields anhydrous magnesia. This hydroxide is obtained directly as 
a gelatinous amorphous substance when a soluble alkali is mixed with 
a solution of any magnesium salt, MgCl, + 2KHO = Mg(HO),+2KCI1. 
This decomposition proceeds to the end, and nearly all the magnesium 
passes into the precipitate ; and this clearly shows the almost perfect 
insolubility of magnesia in water. Water dissolves a scarcely per- 


18 This action of metallic magnesium in all probability depends, although only partially 
(see Note 18), on its volatility, and on the fact that, in combining with a given quantity of 
oxygen, it evolves more heat than aluminium, silicon, potassium, and other elements. 

19 Davy, on heating magnesia in chlorine, observed a complete substitution, because 
the volume of oxygen was half the volume of chlorine ; it is probable, however, that owing 
to the formation of chlorine oxide (Chapter XI. Note 80) the decomposition is not com- 
plete and is limited by a reverse reaction if the mass of the oxygen have no effect. 
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ceptible quantity of magnesium hydroxide—namely, one part is dis- 
solved by 55000 parts of water. Such a solution, however, has 
an alkaline reaction, and gives, with a salt of phosphoric acid, a 
precipitate of magnesium phosphate, which is still more insoluble. 
Magnesia is not only dissolved by acids, forming salts, but it also dis- 
places certain other bases—for example, ammonia from ammonium 
salts when boiled ; and the hydroxide also attracts carbonic anhy- 
dride from the air. The magnesium salts, like those ofcalcium, potas- 
sium, and sodium, are colourlessif they are formed from colourless 
acids. Those which are soluble have a bitter taste, whence magnesia 
has been termed bitter-earth. In comparison to the alkalis magnesia 
is a feeble base, inasmuch as it forms somewhat unstable salts, easily 
gives basic salts, forms acid salts with difficulty, and is able to give 
double salts with the salts of the alkalis, which facts are proper to 
feeble bases, as we shall see in becoming acquainted with the different 
metals. 

The power of magnesium salts to form double and basic salts is 
very frequently shown in reactions, and is specially marked as re- 
gards ammonium salts. If saturated solutions of magnesium and 
ammonium sulphates are mixed together, then a crystalline double 
salt, Mg(NH,),(SO,).,6H.O,”° is immediately precipitated. <A strong 
solution of ordinary ammonium carbonate dissolves magnesium 
oxide or carbonate, and precipitates crystals of a double - salt, 
Mg(NH,).(CO3).,4H,O, from which water extracts the ammonium 
carbonate. With an excess of an ammonium salt the double salt passes 
into solution,?! and therefore if a solution contain a magnesium salt 
and an excess of an ammonium salt—for instance, sal-ammoniac— 
then sodium carbonate will no longer precipitate magnesium carbonate. 
A mixture of solutions of magnesium and ammonium chlorides, on 
evaporation or refrigeration, gives a double salt, Mg(NH,)Cl;,6H,0.” 


270 Even a solution of ammonium chloride gives this salt with magnesium sulphate. 
Its sp. gr. is 1°72; 100 parts of water at 0° dissolve 9, at 20° 17°9 parts of the anhydrous 
salt. At about 130° it loses all its water. 

#1 This is an example of equilibrium and of the influence of mass; the double salt is 
decomposed by water, but if we tuke a solution of that part which is formed in the 
decomposition then water dissolves all. , 

72 If an excess of ammonia be added to a solution of magnesium chloride, then only 
half the magnesium is separated in the precipitate, 2MgCl,+2NH,.OH = Mg(OH):+ 
Mg.NH,Cl;+NH,Cl. Asolution of ammonium chloride reacts with magnesia, evolving 
ammonia and forming a solution of the same salt, MgO0+8NH,Cl=MgNH,Cl,+H,0 
+2NH;. 

pee the double salts of ammonium and magnesium, the phosphate, MgN H,P0,,6H,0, 
is almost insoluble in water (0°07 grams are dissolved in a litre), even in the presence of 
ammonia. Magnesia is very frequently precipitated as this salt from solutions in which 
it is held by ammonium salts. As lime is not retained in solution by the presence of 
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The salts of potassium, like those of ammonium, are able to enter into 
combination with the magnesium salts.25 For instance, the double 
salt, MgKCl,,6H,O, which is known as carnallite,*4 and occurs in the 
salt mines of Stassfurt, may be formed by freezing a saturated solution 
of potassium chloride with an excess of magnesium chloride. A satu- 
rated solution of magnesium sulphate dissolves potassium sulphate, and 
solid magnesium sulphate is soluble in a saturated solution of potassium 
sulphate. A double salt, K,Mg(SO,),,6H,O, which closely resembles 
the above-mentioned ammonium salt, crystallises from these solutions.?° 


ammonia salts, but is then precipitated by sodium carbonate, &c., it is therefore very 
easy to separate calcium from magnesium on the basis of these properties. 

25 In order to see the nature and cause of the formation of double salts, it is sufficient 
to regard them from the aspect (although this does not embrace the whole essence of the 
matter) that one of the metals of such salts (for instance, potassium) easily gives acid 
salts, and the other (in this instance, magnesium) basic salts; the properties of distinctly 
basic elements predominate in the former, whilst in the latter these properties are 
enfeebled, and the salts formed by them bear the character of acids—for instance, the 
salts of aluminium or magnesium act in many cases like acids. By their mutual combi- 
nation both these properties of the salts are satisfied. 

4 Carnallite has been mentioned in Chapter X. (Note 4) and in Chapter XIII. These 
deposits also contain much kainite, KMgCl(SO,),38H,O (sp. gr., 2°18; 100 parts of water 
dissolve 79°6 parts at 18°). This double salt contains two metals and two haloids. 

33 The component parts of certain double salts diffuse at different rates, and as the 
diffused solution contains a different proportion of the component salts than the 
solution taken of the double salt, it shows that such salts are decomposed by water. 
According to Riidorff, the double salts, like carnallite, MgK.(SO,).,6H,O, and the alums, 
all belong to this order (1884). But such salts as tartar emetic, the double oxalates, and 
double cyanides are not separated by diffusion, which in all probability depends both on 
the relative rate of the diffusion of the c :nponent salts and on the measure of affinity 
acting between them. Those complex stutes of equilibrium which exist between water, 
the individual salts MX and NY, and the double salt MNXY, have been already partially 
analysed (as will be shown hereafter) in that case when the system is heterogeneous 
(that is, when something separates out in a solid state from the liquid solution), but in 
the case of equilibria in a homogeneous liquid medium (in a solution) the phenomenon is 
not so clear, because it concerns that very theory of solution which cannot yet be 
considered as established (Chapter I. Note 9, and others). As regards the heterogeneous 
decomposition of double salts, it has long been known that such salts as carnallite and 
K,Mg(SO,)o give up the more soluble salt of magnesium if an insufficient quantity of 
water for their complete solution be taken. The complete saturation of 100 parts of water 
requires at 0° 14:1, at 20° 25, and at 60° 50°2 parts of the latter double salt (anhydrous), 
while 100 parts of water dissolve 27 parts of magnesium sulphate at 0°, 36 parts at 20°, 
and 55 parts at 60°, of the anhydrous salt taken. 

Of all the states of equilibrium exhibited by double salts the most fully investigated 
as yet is the system containing water, sudium sulphate, magnesium sulphate, and their 
double salt, NagMg(SO,)2, which crystallises with 4 and 6 mol. OH». The first crystallo- 
hydrate, MgNa,(8O,)2,4H,0, occurs at Stussfurt, and as a sedimentary deposit in many 
of the salt lakes near Astrakhan, and is therefore called astrakhanite. The specific 
gravity of the monoclinic prisms of this salt is 2°22. If this salt, ina finely-divided state, 
be mixed with the necessary (according to the equation) quantity of water, then the 
mixture solidifies like plaster of Paris into a homogeneous mass if the temperature be 
below 22° (Van’t Hoff und Van Deventer, 1486; Bakhius Roozeboom, 187); but if the 
teinperature be above this transition-point then the water and double salt do not react 


590 PRINCIPLES OF CHEMISTRY 


The nearest analogues of magnesium are able to give exactly similar 
double salts, both in crystalline form (monoclinic system) and con- 
position ; they, like this salt (see Chapter XV.), are easily able to 
(140°) part with all their water of crystallisation, and correspond with 
the salts of sulphuric acid, whose type may be taken as magnesium 
sulphate, MgSO,.2° It occurs at Stassfurt as kieserite, MgSO,,H,0, 


on each other: MgNa,(SO,).,4H,O + 18H,0 = Na,SO,,10H,0 + MgSO,,7H.0 ; that is, they 
do not solidify or give a mixture of sodium and magnesium sulphates. If a mixtare (in 
equivalent quantities) of solutions of these salts be evaporated, and crystals of astra- 
khanite and of the individual salts capable of proceeding from it be added to the con- 
centrated solution to avoid the possibility of a supersaturated solution, then at tempera- 
tures above 22° astrakhanite is exclusively formed (this is the method of its production, 
but at lower temperatures the individual salts are alone produced. If equivalent amounts 
of Glauber’s salt and magnesium sulphate be mixed together in a solid state, then there is 
no change at temperatures below 22°, but at higher temperatures astrakhanite and water 
are formed. The volume corresponding with Na,SO,,10H,O in grams = $22 1°46=220'5 
cubiccentimetres, and of MgSO,,7H,O = 246 1°68 = 146°4 ; hence their mixture in equivalent 
quantities occupies a volume of 366°9 c.c. The volume of astrakhanite = 334 2°22=1505, 
and the volume of 13H,O = 234, hence their sum =380°5 c.c., and therefore it is easy to 
follow the formation of the astrakhanite in a suitable apparatus (a kind of thermometer 
containing oil and a powdered mixture of sodium and magnesium sulphates), and to see 
by the variation in volume that before 22° it remains unchanged, and at higher tempera- 
tures proceeds more quickly the higher the temperature. At the transition temperature 
the solubility of astrakhanite and of the mixture of the component salts is one and the 
same, whilst at higher temperatures a solution which is saturated for a mixture of the 
individual salts would be supersaturated for astrakhanite, and at lower temperatures the 
solution of astrakhanite will be supersaturated for the component salts, as has been 
shown with especial detail by Karsten, Diacon, and others. Roozeboom showed that 
there are two limits to the composition of the solutions which can exist for a double salt ; 
these limits are respectively obtained by dissolving a mixture of the double salt with 
each of its component simple salts. Van’t Hoff demonstrated, besides this, that the 
tendency towards the formation of double salts has a distinct influence on the progress 
of double decomposition, because at temperatures above 31° the mixture 2MgSO,,7H.0: 
+2NaCl passes into MyNay(SO,4).,4H_0 + MgCl.,6H,O + 4H,0, whilst below 81° there is 
not this double decomposition, but it proceeds in the opposite direction, as may be 
demonstrated by the above-described methods. 

From these examples on double salts we see that there is as close a dependence 
between the temperature and the formation of substances as there is between the tem- 
perature and a change of state. It is a case of the conceptions of Deville concerning 
dissociation, but extended in the direction of the passage of a solid into a liquid. On 
the other hand, we here see how essential a réle water plays in the formation of com- 
pounds, and how the affinity for water of crystallisation is essentially analogous to 
the affinity between salts, and hence also to the affinity of acids for bases, because 
the formation of double salts does not in any essential point (except the measure of 
affinity—that is, from a quantitative aspect) differ from the formation of salts them- 
selves. When sodium hydroxide with nitric acid gives sodium nitrate and water the 
phenomenon is essentially the same as in the formation of astrakhanite from the saits 
Na,SO,,10H,0 and MgSO,,7H,O. Water is disengaged in both cases, and hence the 
volumes are altered. 

76 This salt, and especially its crystallo-hydrate with 7H.O, is generally known as 
Epsom salts. It has long been used as a purgative. It is easily obtained from magnesia 
and sulphuric acid, and it separates on the evaporation of sea water and of many saline 
springs. When carbonic anhydride is obtained by the action of sulphuric acid on 
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and generally separates from solutions as a heptahydrated salt, 
MgSO,,7H,O, and from supersaturated solutions as a hexahydrated 
salt, MgSO,,6H,O; at temperatures below 0° it crystallises out as a 
dodecahydrated salt, MgSO,,12H,O, and a solution of the com- 
position MgSO,,2H,O completely solidifies at 5°.27 Thus between 
water and magnesium sulphate there may exist several definite and 
more or less stable degrees of equilibrium, and the double salt 
MgSO,K.S0O,,6H,O may be regarded as one of these equilibrated 
systems, all the more as it contains 6H,O, whilst MgSO, is able to. 


magnesite, magnesium sulphate remains in solution. When dolomite—that is, a mixture 
of magnesium and calcium carbonates—is subjected to the action of « solution of hydro- 
chloric acid until about half of the salt remains, then the calcium carbonate is chiefly 
dissolved and magnesium carbonate is left, and, by treatment with sulphuric acid, gives 
a solution of magnesium sulphate. 

77 The anhydrous salt, MgSO, (sp. gr., 2°61), attracts moisture (7 mol. H.,O) from 
moist air; when heated in steam or hydrogen chloride it gives sulphuric acid, and. 
when heated with carbon is decomposed, according to the equation 2MgSO,+C =2S0, 
+CO.+2MgO. The monchydrated salt (kieserite), MgSO,,H,O (sp. gr., 2°56), dissolves 
in water with difficulty, and remains when the other crystallo-hydrates are heated to 185°.. 
The hexahydrated salt isdimorphous. If asolution, saturated at the boiling-point, be pre- 
pared, and cooled without access of crystals of the heptahydrated salt, then MgSO,,6H,O 
crystallises out in monoclinic prisms (Loewel, Marignac), which are quite as un- 
stable as the salt, NaSO,,7H,O (p. 509); but if prismatic crystals of the cubic system 
of the copper-nickel salts of the composition MSO,,6H,0 be added, then crystals of 
MgSO,,6H,O are deposited on them as prisms of the cubic system (Lecoq de Boisbaudran).. 
The common crystallo-hydrate, MgSO,,7H,0, Epsom salts, belongs to the rhombic 
system, and is obtained by crystallisation below 30°. Its specific gravity is 169. Ina 
vacuum, or at 100°, it loses 5H,0, at 182° 6H,O, and at 210° all the 7H,O (Graham). If 
crystals of ferrous or cobaltic sulphate be placed in a saturated solution, then heragonal 
crystals of the heptahydrated salt are formed (Lecoq de Boisbaudran); they present 
an unstable state of equilibrium, and soon become cloudy, probably owing to their trans- 
formation into the more stable common form. Fritzsche, by cooling saturated solutions. 
below 0°, obtained a mixture of crystals of ice and of a dodecahydrated salt, which easily 
split up at temperatures above 0°. Guthrie showed that dilute solutions of magnesium 
sulphate, when refrigerated, separate ice until the solution attains a composition 
MgS0O,,24H,O, which will completely freeze into a crystallo-hydrate at —5°8° (p. 97). 
According to Coppet and Riidorff, the temperature of the formation of ice falls by 0°073° 
for every part by weight of the heptahydrated salt per 100 of water. This figure gives 
(Chapter I. Note 49) 2=1 for both the heptahydrated and the anhydrous salt, from which 
it is clearly seen that it is impossible to judge the state of combination in which a dis- 
solved substance occurs by the temperature of the formation of ice. 

The solubility of the different crystallo-hydrates of magnesium sulphate, according to 
Loewel, also varies, like those of sodium sulphate or carbonate (see Chapter XII. Notes 
7 and 18). At 0° 100 parts of water dissolves 40°75 MgSO, in the presence of the hexa- 
hydrated salt, 34°67 MgSO, in the presence of the hexagonal heptahydrated salt, and 
only 26 parts of MgSO, in the presence of the ordinary heptahydrated ralt—that is, 
solutions giving the remaining crystallo-hydrates will be supersaturated for the ordinary 
heptahydrated salt. 

All this shows how many diverse aspects of more or less stable equilibria may exist 
between water and a substance dissolved in it; this has already been enlarged on in 
Chapter I. 

Carefully purified magnesium sulphate in its aqueous solution gives, according to. 
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combine into a most stable system with 7H,O; and the double salt 
may be considered as this crystallo-hydrate, in which one molecule of 
water is replaced by the molecule K,SO,.”* 

The power of forming basic salts isa very remarkable peculiarity 
of magnesia and other feeble bases, and especially of those corre- 
sponding with polyvalent metals. The very powerful bases corre- 
sponding with univalent metals—like potassium and sodium—do not 
form basic salts, and, indeed, are more prone to give acid salts, whilst 
magnesium easily and frequently forms basic salts, especially with 
teeble acids, although there are oxides—as, for example, copper and 
lead oxides—which still more frequently give basic salts. If a cold 
solution of magnesium sulphate be mixed with a solution of sodium 
carbonate there is formed a gelatinous precipitate of a basic salt, 
Mg(H),,4MgCO,,9H,O ; but all the magnesia is not precipitated in 
this case, as a portion of it remains in solution as an acid double salt. 
If sodium carbonate be added to a boiling solution of magnesium 
sulphate there is formed a precipitate of a still more basic salt, 
4MgSO, + 4Na,CO,+4H,O = #Na,SO, + CO,+ Mg(OH),,3MgC0,, 
3H,O. This basic salt forms the ordinary medicine, magnesia (mag- 
nesia alba), in the form of light porous lumps. Other basic salts are 
formed under certain modifications of temperature and conditions of 
decomposition. But the normal salt, MgCO3, which occurs in nature 
aS Magnesite in the form of rhombohedra of sp. gr. 3-056, cannot be 
obtained by such a method of precipitation. In fact the formation of 
the different basic salts shows the power of water to decompose the 
normal salt. It is possible, however, to obtain this salt by artificial 
means, both in an anhydrous and hydrated state. <A solution of 
magnesium carbonate in water containing carbonic acid is taken for 
this purpose. The reason of this is readily understood—carbonic 
anhydride is one of the products of the decomposition of magnesium 
Stcherbakoff, an alkaline reaction with litmus, and an acid reaction with phenol 
phthalein. 


The specific gravity of solutions of certain salts of magnesium and calcium reduced 
to 15< ‘4° (see my work cited, Chapter I. Note 19), are, if water at 4° = 10000, 
MgSO, : s = 1192 + 99°89p + 0°553p? 
MgCl, : 8 = Hr - SL3lp + O372 
CaCl, 2s = M2 = SOB p + O476p? 
15° ds dt = —(1'5 ~— O12p) for CaCl, 

28 Graham even distinguished the last equivalent of the water of crystallisation of the 
heptahydrated salt as that which is replaced by other salts, pointing out that double 
salts like MgK»30O,'..6H,O lose all their water at 135°, whilst MgSO,,7H,0 only parts 
with 6H,O. However, Pickering afterwards showed the easy decomposability of sach 
double salts, and determined that their formation is accompanied by a smal] development 
of heat, and showed that. in general ‘Chapter I. Note 56), the combination of water of 
crystallisation is accompanied by a small development of heat. 
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carbonate in the presence of water. If this solution be left to 
evaporate spontaneously the normal salt separates in a hydrated form, 
but in the evaporation of a heated solution, through which a stream of 
carbonic anhydride is passed, the anhydrous salt is formed as a 
crystalline mass, which remains unaltered in the air, like the natural 
mineral.?? The decomposing influence of water on the salts of mag- 
nesium, which is directly dependent on the feeble basic properties of 
magnesia,*° is most clearly seen in magnesium chloride, MgCl,. This 
salt is contained,?! as we have already seen (Chapter X.), in sea water, 
and remains in the last mother liquors of its evaporation. On cooling 
a sufficiently concentrated solution, the crystallo-hydrate, MgCl,,6H,O, 
separates ;3? but if it be further heated (above 106°) to remove the 
water, then hydrochloric acid passes off together with the latter, so 
that there ultimately remains magnesia with a small quantity of mag- 
nesium chloride.3* From what has been said it is evident that anhy- 
drous magnesium chloride cannot be obtained by simple evaporation. 
But if sal-ammoniac or sodium chloride be added to a solution of 
magnesium chloride, then the evolution of hydrochloric acid does not 
take place, and after complete evaporation the remaining mass is 
entirely soluble in water. This renders it possible to obtain anhydrous 


% The crystalline form of the anhydrous salt obtained in this manner is not the same 
as that of the natural salt. The former gives rhombohedra, like those in which calcium 
carbonate appears as calc spar, whilst the natural salt appears as rhombic prisms, like those 
sometimes presented by the same carbonate, as aragonite, which will soon be described. 

© Magnesium sulphate enters into certain reactions which are proper to sulphuric 
acid itself. Thus, for instance, if a carefully-prepared mixture of equivalent quantities 
of hydrous magnesium sulphate and sodium chloride be heated to a red heat, the evolu- 
tion of hydrochloric acid is observed just as in the action of sulphuric acid on common 
salt, MgSO, + 2NaCl + H,O = Na,SO, + MgO + 2HCl. Magnesium sulphate acts in a 
similar manner on nitrates, with the evolution of nitric acid. A mixture of it with 
common salt and manganese peroxide gives chlorine. Sulphuric acid is sometimes 
replaced by magnesium sulphate in galvanic batteries—for example, in the well-known 
Meidinger battery. In the above-mentioned reactions we see a striking example of how 
wlike the reactions of acids and salts are, especially of salts which are formed by such 
feeble bases as magnesia. 

5! As sea water contains many salts, MC] and MgX,, it follows, according to Ber- 
thollet’s teaching, that MgCl, is also present. 

“? As the crystallo-hydrates of the salts of sodium often contain 10H,O, so many of 
the salts of magnesium contain 6H.,O. 

* This decomposition is most simply defined as the result of the tyro reverse reactiong, 
MgCl, + H,O = MgO + 2HCI! and MgO + 2HCl = MgCl, + H,.0, or as a distribution 
between O and Cl, on the one hand and Hy and Mg on the other. It is then clear that 
necording to Berthollet’s doctrine, the mass of the hydrochloric acid converts the mag- 
nesium oxide into chloride, and the mass of the water converts the magnesium chloride 
into oxide. The crystallo-hydrate, MgCl.,,6H,O, forms the limit of the reversibility. But 
an intermediate state of equilibrium may exist in the form of basic salts. On mixing 
ignited magnesia with a solution of magnesium chloride of specific gravity about 12, a 
solid mass is obtained which is scarcely decomposed by water at the ordinary tenipera- 
ture (see Zinc). 
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magnesium chloride from its aqueous solution. Indeed the mixtur 
with sal-ammoniac (in excess) may be dried (the residue consists of a 
anhydrous double salt, MgCl,,2NH,Cl) and then ignited (460°), wha 
the sal-ammoniac is converted into vapour and a fused mass d 
anhydrous magnesium chloride remains behind. The anhydrous chlon& 
evolves a very considerable amount of heat on the addition of water 
which shows the great affinity the salt has for water.*4 Anhydru 
magnesium chloride is not only obtained by the above method, but » 
also formed by the direct combination of chlorine and magnesium, an 
by the action of chlorine on magnesium oxide, oxygen being evolved 
this proceeds still more easily by heating magnesia with charcoal n° 
stream of chlorine, when the charcoal serves to take up the oxyge: 
This latter method is also employed for tke preparation of chloride 
which are formed in an anhydrous form with still greater difficult 
than magnesium chloride. Anhydrous magnesium chloride forms: 
colourless, transparent mass, composed of flexible crystalline plate 
of a pearly lustre. It fuses at low red heat (708°) into a colourls 
liquid, remains unchanged in a dry state, but under the action ¢ 
moisture is partially decomposed even at the ordinary temperator 
with formation of hydrochloric acid. 

Calcium compounds in many respects present a great reset 
blance to magnesium compounds, but are also clearly distinguish 
from them by many properties.** In general calcium stands t 
magnesium in the same relation as potassium occupies in respe 
to sodium. Davy obtained metallic calcium, like potassium, as” 
amalgam by the action of a galvanic current ; but neither charcoal 10: 
iron decomposes calcium oxide, and even sodium decomposes calci 
chloride 36 with difficulty. But a galvanic current easily decompo% 
calcium chloride, and metallic sodium somewhat easily decompo* 
calcium iodide when heated. As in the case of hydrogen, potassiut 


34 According to Thomsen, the combination of MgCl, with 6H.O evolves 33000 calor= 
and its solution in an excess of water 86000 heat units. 

$5 There are many other methods of separating calcium from magnesium besides 
mentioned above (Note 22). Among them it will be sufficient to mention the beban@ 
of these bases toward a solution of sugar; hydrated lime is exceedingly soluble in * 
aqueous solution of sugar, whilst magnesia is little soluble. All the lime may be ef 
tracted from dolomite by burning it, slaking the mixture of oxides thus obtained. *- 
adding a 10 p.c. solution of sugar. Carbonic anhydride precipitates calcium carbots 
from this solution. The addition of sugar (molasses) to the lime used for build::- 
purposes powerfully increases the binding power of the mortar, as I have mycelf foo 
I have been told that in the East (India, Japan) the addition of sugar to cement has - 
been practised. 

36 Moreover Caron obtained an alloy of calcium and zinc by fusing calcium chlon=: 
with zinc and sodium. The zinc vaporised off from this alloy at a white heat # 
calcium remained behind. 
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and magnesium, the affinity of iodine for calcium is feebler than that of 
chlorine (and oxygen), and therefore it is not astonishing that calcium 
jodide may be subjected to that decomposition, into which the chloride 
and oxide enter with difficulty.2”7 Metallic calciwm is of a yellow 
colour, and has a considerable lustre, which it preserves in dry air. Its 
specific gravity is 1:58. Calcium is distinguished by its great ductility ; 
it melts at a red heat and then burns in the air with a very brilliant 
flame, which is easily understood from the fact that finely-divided 
infusible calcium oxide is formed. Judging from the fact that in 
burning calcium gives a very large flame, it is probable that this metal 
is volatile. Calcium decomposes water at the ordinary temperature, 
‘and is oxidised in moist air, but not so rapidly as sodium. In burning, 
calcium gives its oxide or (ime, CaO, a substance which is familiar to 
every one, and of which we have already frequently had occasion to 
speak. This oxide is not met with in nature in a free state, because it 
is an energetic base which everywhere encounters acid substances, with 
which it forms salts. Generally it is combined with silica, or occurs 
as calcium carbonate or sulphate. The calcium carbonate and nitrate 
are decomposed, at a red heat, with the formation of lime. Asa rule, 
the carbonate, which is so frequently met with in nature, serves as the 
‘source of the calcium oxide, both commercial and pure. When heated 
calcium carbonate dissociates: CaCO,=CaO+CO,. In practice the 
decomposition is conducted at a bright red heat, in the presence of 
steam, or a current of a foreign gas, in heaps or in special kilns.38 


37 Calcium iodide may be prepared by saturating lime with hydriodic acid. Itisa very 
soluble salt (at 20° one part of the salt requires 0°49 parts and at 48° 0°35 parts of water 
for solution), is deliquescent in the air, and resembles calcium chloride in many respects. 
It changes but little when evaporated, and, like calcium chloride, fuses when heated, and 
therefore all the water may be driven off by heat. If anhydrous calcium iodide be heated 
with an equivalent quantity of sodium in a closely-covered iron crucible, sodium iodide 
and metallic calcium are formed (Liés-Bodart). Dumas advises carrying on this re- 
action in a closed space under pressure. | 

38 Kilns which act either intermittently or continuously are built for this purpose. The 
kilns of the first kind are filled with alternate layers of fuel and limestone; the fuel is 
lighted, and the heat developed by its combustion serves for decomposing the limestone. 
When the process is completed the kiln is allowed to cool somewhat, the lime raked out, 
and the same process repeated. In the continuously-acting furnaces, constructed like 
that shown in fig. 78, the kiln itself only contains limestone, and there are lateral hearths 
for burning the fuel, whose flame passes through the limestone and serves for its decom- 
position. Such furnaces are able to work continuously because the unburnt limestone 
may be charged from above, and the burnt lime raked out from below. 

It is not every limestone that is suitable for the preparation of lime, because many 
contain impurities, especially clay, dolomite, and sand. Such. limestones when burnt 
either partially fuse or give an impure lime, called poor lime in distinction from that 
pure lime which is obtained from purer limestone, and which is called rick lime. The 
latter quality is characterised by its disintegrating into a fine powder when treated with 
water, and is suitable for the majority of uses to which lime is applied, and for which 


QQ2 
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Calcium oxide—that is, quicklime—is a substance (sp. gr. 315) 


the poor lime is sometimes quite unfit. However, certain kinds of poor lime (as we si: 
see in the chapter on silicon) are used in the preparation of hydraulic limes, wl. 


solidify into a hard mass under water. 
In order to obtain quite pure lime it is necessary to take the purest possible r: 


terials. In the laboratory, marble or shells are used for this purpose as a pure fora» 
calcium carbonate. They are first burnt in a furnace, and then put in a crucible a: 


Fig. 78.—Continuously-acting kiln for burning lime." The lime is charged from above and calcein: 
four lateral grates, R, M.D, fire-bars. B, space for withdrawing the burnt lime K, s¢i- 


house. M, flreyrate. Q, R, under grate. 


moistened with a small quantity of water, and then again strongly ignited, by whe 
means a purer lime is obtained. Pure lime may be more rapidly prepared by tak: 
calcium nitrate, CaN 2O,, which is easily obtained by dissolving limestone in nitric rae 
The solution obtained is boiled with a small quantity of lime in order to J recipitate re 
foreign oxides which are insoluble in water. The oxides of iron, aluminium, é&¢.* 
precipitated by this means. The salt is then crystallised and ignited: CaN.0.- 
CaO + 2NO, + O. 

In the decomposition of calcium carbonate the lime reserves the form of the lor: 
subjected to ignition; this is one of the signs distinguishing quicklime when it is fre“ 


THE VALENCY AND SPECIFIC HEAT OF THE METALS 597 


which is unaffected by heat,?? and may therefore serve as a fire- 
resisting material, and was employed by Deville for the construction 
of furnaces in which platinum was melted, and silver volatilised by the 
action of the heat evolved by the combustion of detonating gas. The 
hydrated lime, slaked lime, or calcium hydroxide, CaH,O, (sp. gr. 
2-07) is a most common alkaline substance, which is employed largely 
in building for making mortars or cements, in which case its bind- 
ing property is mainly due to the absorption of carbonic anhydride.*® 
Lime, like other alkalis, acts on many animal and vegetable sub- 
stances, and for this reason has many practical uses—for example, 
for removing fats, and in agriculture for accelerating the decom- 
position of organic substances in the so-called composts or accumu- 
Jations of vegetable and animal remains used for fertilising land. 
Calcium hydroxide easily loses its water at a moderate heat (530°), 
but it does not part with water at 100°. When mixed with water 
lime forms a pasty mass, which is known as slaked lime, and in a 
more dilute form as milk of lime, because when shaken up in water 


burnt and unaltered by air. It attracts moisture from the air and then disintegrates into 
a powder; if left long exposed in the air it also attracts carbonic anhydride and 
increases in volume; it does not entirely pass into carbonate, but forms a compound of 
the latter with caustic lime. 

39 Lime, when heated to a white heat in the vapour of potassium, gives calcium, and 
in chlorine it disengages oxygen. Sulphur, phosphorus, &c., when heated with lime, are 
absorbed by it. 

4 The greater quantity of lime is used in making mortar for binding bricks or stones 
together, in the form of lime or cement, or the so-called slaked lime. For this purpose 
the lime is mixed with water and sand, which serves to separate the particles of lime 
from each other. If only lime paste were put between two bricks they would not hold 
firmly together, because after the water had evaporated the lime would occupy a smaller 
space than before, and therefore cracks and powder would form in its mass, so that it would 
not at all produce that complete cementation of the bricks which it is desired to attain. 
Pieces of stone—that is, sand—mixed with the lime hinder this process of disintegration, 
because the lime binds together the individual grains of sand mixed with it, and forms 
one concrete mass, in consequence of a process which proceeds after the desiccation or 
removal of the water. The process of the solidification of lime, taken as slaked lime, 
consists first in the direct evaporation of the water and crystallisation of the hydrate, so 
that the lime binds the stones and sand mixed with it, just as glue binds two pieces of 
-wood. But this preliminary binding action of lime is feeble (as is seen by direct experi- 
ment) unless there be further alteration of the lime leading to the formation of carbonates, 
silicates, and other salts of calcium which are distinguished by their great cohesion. With 
the progress of time the cement is partially subjected to the action of the carbonic anhydride 
in the air, owing to which calcium carbonate is formed, but not more than half the lime 
is thus converted into carbonate. Besides which, the lime partially acts on the silica of 
the bricks, and it is owing to these new combinations simultaneously forming in the 
cement that it gradually becomes stronger and stronger. Hence the binding action of 
the lime becomes stronger with the progress of time. This is the reason (and not, as 18 
_sometimes said, because the ancients knew how to build stronger than we) why build- 
ings which have stood for centuries possess a very strongly binding cement. Hydraulic 
cements will be described in the chapter on silicon. 
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it remains suspended in it for a long time, and gives it the appearance 
of a milky liquid. But, besides this, lime is directly soluble in water, 
not to any considerable extent, but still in such a quantity that lime 
water 18 precipitated by carbonic anhydride, and has clearly dis- 
tinguishable alkaline properties. One part of lime requires at the 
ordinary temperature about 800 parts of water for solution. At 100° 
it requires about 1500 parts of water, and therefore lime-water 
becomes cloudy when boiled. If lime-water be evaporated in a 
vacuum, then calcium hydroxide separates in six-sided crystals.‘! If 
lime-water be mixed with hydrogen peroxide then minute crystals of 
calcium peroxide, CaQ,,8H,O, separate ; this compound is very un- 
stable and, like barium peroxide, is decomposed by heat. Lime, as a 
powerful base, combines with all acids, and in this respect presents a 
transition from the true alkalis to magnesia. Many of the salts of 
calcium (the carbonate, phosphate, borate, and oxalate) are insoluble 
in water ; besides which the sulphate is only sparingly soluble in 
water. As a more energetic base than magnesia, lime forms salts, 
CaX,, which are distinguished by their constancy in comparison with 
the salts, MgX,; neither does lime so easily form basic and double 
salts as magnesia. 

Just as oxygen does not combine with hydrogen unless aided by a 
rise of temperature, so also lume does not absorb dry carbonic anhydride 
at the ordinary temperature. This was already known by Scheele, and 
Prof. Schuliachenko showed that there is no absorption even at 360°. 
It only proceeds at a red heat,‘? and then the absorption only leads to 


41 Professor Glinka measured the transparent bright crystals of calcium hydronde 
which are formed in common hydraulic (Portland) cement. 

42 The act of heating brings the substance into that state of internal movement which 
is required for reaction. One would think that by the act of heating not only is the 
bond between the parts, or cohesion of the molecules, altered (generally diminished), not 
only is the movement or store of energy of the whole molecule increased, but also that in 
all probability the very movement of the atoms in molecules undergoes a change. The 
same kind of change is accomplished by the act of solution, or of combination in general, 
judging from the fact that a dissolved or combined substance—for instance, lime with 
water—reacts on carbonic anhydride as it does under the action of heat. For the com- 
prehension of chemical phenomena it is exceedingly useful to clearly see this parallelism. 
Rose’s observation on the formation (by the slow diffusion of solutions of calcium chloride 
and sodium carbonate) of aragonite from dilute, and of calc spar from strong, solutions, 
is easily understood from this point of view. As aragonite is always formed from hot 
solutions, therefore dilution with water acts like heat. The following experiment of 
Kuhlmann is particularly instructive in this sense. Anhydrous (perfectly dry) barium 
oxide does not react with monohydrated sulphuric acid, H,SQO, (containing neither free 
water nor anhydride, SOs). But directly an incandescent object or a moist substance is 
brought into contact with the mixture a violent reaction immediately begins (it is easen- 
tially the same as combustion), and the whole mass reacts. 

The influence of solution on the process of reaction is instructively illustrated by the 
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the formation of a mixture of calcium oxide and carbonate (Rose). 
But if the lime be slaked or taken in solution, then the absorption of 
carbonic anhydride proceeds rapidly and to the end. These phenomena 
are connected with the dissociation of calcium carbonate, studied by 
Debray (1867) under the influence of the conceptions of dissociation 
introduced into science by Henri Sainte-Claire Deville. Just as there is 
no vapour tension for non-volatile substances, so there is no dissociation 
tension of carbonic anhydride for calcium carbonate at the ordinary 
temperature. Just as every volatile substance has a maximum possible 
vapour tension for every temperature, so also calcium carbonate has 
its corresponding dissociation tension ; thus at 770° (the boiling point 
of cadmium) about 85 mm. (of the mercury column), and at 930° (the 
boiling point of Zn) it is about 520 mm. As, if the tension be greater, 
there will be no evaporation, so also there will be no decomposition. 
Debray took crystals of calc spar, and could not observe the least change 
in them at the boiling point of zinc (930°) in an atmosphere of carbonic 
anhydride taken at the atmospheric pressure (760 mm.), whilst, on the 
other hand, calcium carbonate may be completely decomposed at a 
much lower temperature if the tension of the carbonic anhydride be 
less than the dissociation tension, which may be arrived at either by 
directly pumping away the gas with an air-pump, or by mixing it with 
some other gas—that is, by diminishing the partial pressure of the 
carbonic anhydride,‘*® just as an object may be dried at the ordinary 
temperature by removing the aqueous vapour or by carrying it off in 
a stream of another gas. Thus it is possible to obtain calcium carbo- 
nate from lime and carbonic anhydride at a certain temperature above 
that at which dissociation begins, and conversely to decompose calcium 
carbonate at the same temperature into lime and carbonic anhydride.‘ 


following experiment. Lime, or barium oxide, is placed in a flask or retort having an 
upper orifice and connected with a tube immersed in mercury. A funnel furnished with 
a stopcock and filled with water is fixed into the upper orifice of the retort, which is then 
filled with dry carbonic anhydride. There is no absorption. When the temperature of 
equilibrium is arrived at, the unslaked oxide is made to absorb all the carbonic anhydride 
by carefully letting in water. A vacuum is formed, as is seen by the mercury rising 
up the neck of the retort. With water the absorption goes on to the end, whilst under 
the action of heat there remains the dissociating tension of the carbonic anhydride. 
Furthermore, we here see that, with a certain resemblance, there is also a distinction, 
depending on the fact that at low temperatures calcium carbonate does not dissociate ; 
this determines the complete absorption of the carbonic anhydride in the aqueous 
solution. 

43 Experience has long shown that by moistening partially-burnt lime with water 
and re-heating it, it is easy to drive off the last traces of carbonic anhydride from it, and 
that, in general, by blowing air or steam through the lime, and even by using moist fuel, 
it is possible to accelerate the decomposition of the calcium carbonate. The partial pres- 
sure is decreased by these means. 

44 Before Deville’s conception of dissociation, the modus operandi of decompo- 
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At the ordinary temperature the reaction of the first order (combi- 
nation) cannot proceed because the second (decomposition, dissociation ) 


sitions like that under consideration was understood in the sense that decomposition 
starts at a certain temperature, that it is accelerated by a rise of temperature, but it was 
not considered possible that combination could proceed at the same temperature as that 
at which decomposition goes on. Berthollet and Deville introduced the conception of 
equilibrium into chemical science, and elucidated the question of reversible reactions. 
Naturally the subject is yet far from being clear—the questions of the rate and complete- 
ness of reaction, of contact, &c., still intrude themselves—but an important step has been 
made in chemical mechanics, and it has been made in this direction thanks to the 
working out of many data in the sense indicated by the doctrines of Berthollet and 
Deville. Besides Deville himself, the French chemists Debray, Troost, Lemoine, 
Hautefeuille, Le Chatelier, and others have done much in working out the problems 
touching on dissociation. 

In order to show the exact resemblance between the phenomena of evaporation and 
dissociation, it will be enough to mention that the amount of heat absorbed by a disso- 
ciating substance may be calculated according to the law of the variation of dissociation- 
pressure, in exactly the same manner as it is possible to calculate the latent heat of 
the evaporation of water, knowing the variation of the tension with the temperature, 
on the basis of the second law of the mechanical theory of heat. This dependence 


1 ly 
may be expressed by the equation: 424L =T( apd Pe where L is the latent 


heat of evaporation, 424 the mechanical equivalent of heat, T the absolute temper- 
ature of transformation, T=273+1, d the weight of a cubic measure of the substance 
before, and D after, the transformation into vapour; and therefore 1 d—1/D is the 
change of volume proceeding in the transformation, and lastly d (p),Dd(t) is the 
product of the pressure by the temperature, or the variation of tension (expressed 
in units of weight and length) divided by the variation of temperature. In the case 
of steam, taking the metre and kilogram as units, we find, according to the data given 
in Chapter L, that when ¢=100°—that is, when T=873°—the change of volume is 
1°652 (because one cnbic metre of steam at 100° weighs 0°605 kilo., whilst a cubic 
metre of water at 100° weighs 960 kilo.). The magnitude of the product for steam at 
100° is found from the fact that vapour tension of steam at 100’ varies by 27 mm. of 
the mercury column for a variation of 1° temperature. Hence the magnitude of the 
Variation of pressure in kilograms per square metre =0°027 x 13596= 867. Hence the 
mugnitude of the right-hand side of the equation is 373 x 1°652 x 807 = 226144; and the 
other side of the equation is 586 x 424= 227264. That is, both parts are equal within the 
limits of accuracy of the data, and therefore the quantity of heat, L, expended in evapo- 
ration is determined from the variation of tension and density. It is the same with 
dissociation. As an example we will cite the data obtained by Troost and Hautefeuille 
for the hydrides of potassium and sodium, ¢ being the temperature, and hk the disso- 
ciation pressure corresponding with it in millimetres of the mercury column— 


t =830° 840° 350° 860° 400° 430 
K,H,h = 45 58 72 98 548 1100 
Na,H,h = 28 40 57 75 447 910 


Hence it follows that in the case of K,H the rise of pressure per degree at about 350° 
is approximately equal to 2 mm. of the mercury column, or the product=27 kilo. per 
square metre. The magnitude of the variation of volume is found from the fact that the 
weight of a cubic metre of hydrogen at 350° and 72 mm. pressure = 0°0037 kilo. Hence 
the variation of volume is nearly 270. As ¢=850°, therefore T =623, and therefore we 
find the magnitude of L from the equation to be nearly 10000 calories—that is, judging 
from the variation of the dissociation pressure of potassium hydride, there is developed 
in its formation about 10000 calories per gram of hydrogen combined. This figure has 
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cannot take place, and thus all the most important phenomena with re- 
spect to the behaviour of lime towards carbonic anhydride are explained 
by starting from one common basis.“ 

Calctum carbonate, CaCOQ,;—which occurs, as has already been 
mentioned, in limestone, marble, &c.—is sometimes met with in nature 
in a crystalline form, and it forms an example of the phenomenon 
termed dimorphism—that is, it appears in two crystalline forms. 
When it exhibits combinations of forms belonging to the hexagonal 
system (six-sided prisms, rhombohedra, &c.) it is called cale spar. 
Calc spar has a specific gravity of 2-7, and is further characterised by 
a distinct cleavage along the planes of the fundamental rhombohedron 
having an angle of 105°. Perfectly transparent Iceland spar presents 
a clear example of double refraction (for which reason it is frequently 


not been verified by experiment, nor has the calculated figure of 18 calories for the for- 
mation of sodium hydride, Na,H, at 300 been verified; but the figure of 4°1 calories 
calculated (20°) by Moutier from Troost’s data for the dissociation pressure of palladium 
hydride, entirely agrees with the direct results of Favre, which showed that each gram of 
hydrogen which combines with palladium at the ordinary temperature develops 4°174 
calories, and therefore one and the same conception of the mechanical theory of heat 
ts applicable to dissociation and evaporation. The heat evolved in the absorption of 
hydrogen depends, naturally, not only on the physical process of the condensation of the 
gas, but also on the formation of a new chemical compound, as is seen from the fact that 
different metals in absorbing a gram of hydrogen develop a different amount of heat— 
namely, palladium 4 calories, potassium 10 calories, sodium 18 calories, platinum 20 
calories—and therefore in the concordance of calculation with fact we should see, 
not an identity, but only a resemblance between the phenomena of dissociation and 
evaporation. 

45 But still the question as to the formation of a basic calcium carbonate remains 
undecided. According to certain data one would think that, with a rise of temperature, 
not only calcium carbonate but also a basic salt may be formed, which, however, is 
denied by certain investigators. Probably the presence of water complicates all the re- 
lations between lime and carbonic anhydride, all the more as the existence of an attrac- 
tion between calcium carbonate and water is seen from its being able to give a crystallo- 
hydrate, CaCOs,5H,0 (Pelouze, Salm-Horstmar), which crystallises in rhombic prisms of 
sp. gr. about 1°77 and loses its water at 20°. These crystals are obtained when a solution 
of lime in sugar and water is left long exposed to the air and slowly attracts carbonic 
anhydride from it, and also by the evaporation of such a solution at a temperature of 
about 3°. On the other hand, it is probable that an actd sult CaH2(CO-;)q is formed in 
an aqueous solution, not only because water containing carbonic acid dissolves calcium 
carbonate, but more especially judging by the researches of Schloesing (1872), which showed 
that at 16° a litre of water in an atmosphere of carbonic anhydride (pressure U'984 atmo- 
sphere) dissolves 1°086 grams of calcium carbonate and 1:778 grams of carbonic anhydride, 
which corresponds with the formation of calcium hydrogen carbonate, and the solution 
of carbonic anhydride in the remaining water. Caro showed that a litre of water is able 
to dissolve as much as 3 grams of calcium carbonate if the pressure be increased to 4 and 
more atmospheres. The calcium carbonate is precipitated when the curbonic anhydride 
passes off in the air or in a current of unother gas; this also takes place in many natural 
springs. Tufa, stalactites, and other like formations from waters containing calciuin 
carbonate and carbonic acid in solution, are formed in this manner. The solubility of 
calcium carbonate itself at the ordinary temperature does not exceed 13 milligrams per 
litre of water. 
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ap vei in persica. apparaxas, The ocher form of calcium carbonate 
oorirs in crvita.s leiconging to the rhombsc system, and it ts then 
cane arsyonite : 135 specizec gravity is 30. If calerum carbonate is 
artincially prodcced by sn crystalisatGon at the ordinary temperature, 
then it appears in the rhombohedral form, but if the crystallisation be 
aiied tw heat then it appears as aragonite. One may suppose, there- 
fore, that calc spar presents the form corresponding with alow temper- 
ature, ard aragonite with a hizher temperature during crystallisation. 
Calcium whats in combination with two equivalents of water, 
CaSO ,,2H,9, is very widely distributed im nature, and is known as 
gupsam. Gypsum loses its two equivalents of water at a moderate 
temo perature,*’ ard anhydrous or burnt gypsum is then obtained, which 
is also known as plaster of Paris, and is employed in large quantities 
for modelling.** This use depends on the fact that burnt and finely- 
divided and sifted gypsum forms a paste when mixed with water ; 
after a certain time this paste becomes slightly heated and solidifies, 
owing to the fact that the anhydrous calcium sulphate, CaSQ,, again 
combines with water. When the plaster of Paris and water are first 
mnade into a paste they form a mechanical mixture, but when the mass 


® When calcium carbonate separates out from solutions, it at first has a gelatinous 
appearance, which leads one to think that this salt appears in a colloidal state. It only 
crystallises with the progress of time. The colloidal state of calcium carbonate is parti- 
cularly clear from the following observations made by Prof. Famintsin, who showed that 
when it separates from solations it is obtained under certain conditions in the form of 
grains having the peculiar paste-like structure proper to starch, which fact has not only 
an independent interest, but presents an example of a mineral substance being obtained 
in a form until then only known in the organic substances elaborated in plants. This 
shows that the forms ‘cells, vessels, &c.: in which vegetable and animal substances 
occur in organisms do not present in themselves anything peculiar to organisms, 
but are only the result of those particular conditions in which these substances are 
formed. Traube and afterwards Monnier and Vogt (1882) obtained formations which, 
under the microscope, were in every respect identical in appearance with vegetable cells, 
by means of a similar slow formation of precipitates (by reacting on sulphates of 
different metals with sodium silicate or carbonate). Owing to its insolubility in water, 
calcium carbonate may be easily obtained from any other soluble calcium salt by the 
addition of a solution of an alkali carbonate; for example, ammonium carbonate. 

47 According to Le Chatelier (1843), 14H2O is lost at 120°—that is, H,O0,2CaSO, 
is formed, but at 194° all the water is expelled. According to Shenstone and Cundall 
(145%) gypsum begins to lose water at 70° in dry air. The semi-hydrated compound, 
H.,0,2CaSO,, is also formed when gypsum is heated with water in a closed vessel at 150° 
(Hoppe-Seyler). 

44 For stucco-work it is usual to add lime and sand, as the mass is then harder and 
does not solidify so quickly. For imitating marble, glue is added to the plaster, and the 
mass is polished when thoroughly dry. Reburnt gypsum cannot be used over again, as 
that which has once solidified is, like the natural anhydride, not able to re-combine with 
water. It is evident that the structure of the molecules in the crystallised mass, or im 
general in any dense mags, exerts an influence on the chemical action, as is particularly 
clearly seen in metals in their different forms (powder, crystalline, rolled, &c.). 
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solidifies, then a compound of the calcium sulphate with two molecules 
of water is produced ; and this may be regarded as derived from S(OH), 
by the substitution of two atoms of hydrogen by one atom of bivalent 
calcium. Natural gypsum sometimes appears us perfectly colourless, 
or variegated marble-like, masses, and sometimes in perfectly colourless 
crystals, selenite, of sp. gr. 2°33. The semi-transparent gypsum, or 
alabaster, is often carved into small statues. Besides which an anhy- 
drous calcium sulphate, CaSO,, called anhydrite (sp. gr. 2°97), occurs 
in nature. It sometimes occurs along with gypsum. It is no longer 
capable of combining directly with water, and differs in this respect 
from the anhydrous salt obtained by gently igniting gypsum. If 
gypsum be very strongly heated it shrinks and loses its power of 
combining with water. Gypsum also passes into anhydrite if it be 
heated in water, if the temperature be as high as 150°. One part 
of calcium sulphate requires at 0° 525 parts of water for solution, 
at 38° 466 parts, and at 100° 517 parts of water. The maximum 
solubility, which is at about 36°, is nearly the same as that of sodium 
sulphate.‘® 

As lime is a more energetic base than magnesia, so calcium chloride, 
CaCl,, is not so easily decomposed by water, and its solutions only 
disengage a small quantity of hydrochloric acid when evaporated, and 
when the evaporation 1s conducted in a stream of hydrochloric acid it 
easily gives an anhydrous salt which fuses at 719°; otherwise an 
aqueous solution yields a crystallo-hydrate, CaCl,,6H,O, which welts 
at 28°.°° 


49 As Marignac showed, gypsum especially desiccated at 120° easily gives supersatu- 
rated solutions with respect to CaSO,,2H,0, which contain as much as 1 part of CaSO, 
to 110 parts of water. Boiling dilute hydrochloric acid dissolves gypsum, forming cal- 
cium chloride. The behaviour of gypsum towards the alkali carbonates has been de- 
scribed in Chap. X. Alcohol precipitates gypsum from its aqueous solutions, because, 
like the sulphates in general, it is sparingly soluble in alcohol. Gypsum, like all the sul- 
phates, when heated with charcoal, gives up its oxygen, forming the sulphide, CaS. 

Calcium sulphate, like magnesium sulphate, is capable of forming double salts, but 
with difficulty, and they are chemically less stable. They contain, as is always the case 
with double salts, less water of crystallisation than the component salts. Rose, Phillips, 
Schott, Stchefarovitch, Struvé, Ditte, and others obtained the salt CaK,(SO,)2,H,0; 
a mixture of gypsum with an equivalent amount of potassium sulphate and water 
solidifies into a homogeneous mass. Fritzsche obtained the corresponding sodium salt 
in a hydrated and anhydrous state, by heating a mixture of gypsum with a saturated 
solution of sodium sulphate. The anhydrous salt occurs in nature as glauberite. 
Fritzsche also obtained gaylussite, Na,Ca(CO3)9,5H,O, by pouring a saturated solution 
of sodium carbonate over freshly-precipitated calcium carbonate. 

* Calcium chloride has a specific gravity 2°20, or, when fused, 2°12, and the sp. gr. of 
the crystallised salt CaCl,,6H,O is 1°69. If the volume of the crystals at 0°=1, then at 
29° it is 1:020, and the volume of the fused mass at the same temperature is 1°118 (Kopp) 
(specific gravity of solutions, see Note 27). The solution containing 50 p.c. CaCl, boils. 
at 180, 70 p.c. at 158°. Superheated steam decomposes calcium chloride with more diffi- 
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As for potassium, K = 39 (and sodium, Na= 23), there are the 
near analogues, Rb=85 and Cs=133, and also another, Li=7, so 
in exactly the same manner for calcium, Ca=40 (and magnesium, 
Mg = 24), there is another analogue of lighter atomic weight, or 
beryllium, Be= 9, besides the near analogues, strontium, Sr = 87, and 
barium, Ba=137. As rubidium and caesium are more rarely met 
with in nature than potassium, so also strontium and barium are rarer 


culty than magnesium chloride and with greater ease than barium chloride (Kuhnheim). 
Sodium does not decompose fused calcium chloride even with further heating (Liés- 
Bodart), but an alloy of sodium with zinc, lead, or bismuth decomposes it, forming an 
alloy of calcium with one of the above-named metals (Caron). The zinc alloy may be 
obtained with as much as 15 p.c. of calcium. Calcium chloride is soluble in alcohol and 
absorbs ammonia. 

A molecular gram weight of calcium chloride in dissolving in an excess of water 
evolves 18723 calories, and in dissolving in alcohol 17555 units of heat, according to 
Pickering. 

Roozeboom made detailed researches on the crystallo-hydrates of calcium chloride 
(1889), and found that CaCl,,6H,O melts at 80°2°, and is formed at low temperatures from 
solutions containing not more than 108 parts of calcium chloride per 100 parts of water; if 
the amount of salt (always to 100 parts of water) reaches 120 parts, then tabular crystals 
of CaClo,4H,O8 are formed, which at temperatures above 38°4° are converted into the 
crystallo-hydrates CaCL,,2H,0, whilst at temperatures below 18° the variety 8 passes into 
the more stable CaClg,4H,Oa, which process is aided by mechanical friction. Hence, as 
is the case with magnesium sulphate (Note 27), one and the same crystallo-hydrate ap- 
pears in two forms—the 8, which easily forms, but does not keep and is unstable, and the 
other, a, which is stable. The solubility of the above-mentioned hydrates of chloride of 
calcium, or amount of calcium chloride per 100 parts of water, is as follows :— 


0° 20° 30° 40° 60° 
CaCl,,6H,O 60 75 100 (102'8) 
CaCl,,4H,0a = 90 101 117, 
: ‘ 154°2 
CaCl,,,2H.O = —=— (308°3) 1238 187 


The amount of calcium chloride to 100 parts of water in the crystallo-hydrate 
given in brackets. The point of intersection of the curves of solubility lies at about 
80° for the first two salts and about 45° for the salts with 4H,O and 2H.O. The crystals 
CaCl,,2H,O may, however, be obtained (Ditte) at the ordinary temperature from solu- 
tions containing hydrochloric acid. The vapour tension of this crystallo-hydrate equals 
the atmospheric at 165°, and therefore the crystals may be dried in an atmosphere of 
steam and obtained without a mother liquor, whose vapour tension is greater. This 
crystallo-hydrate decomposes at about 175° into CaCl,,H,O and a solution ; this is easily 
brought about in a closed vessel when the pressure is greater than the atmosphere. 
This crystallo-hydrate is destroyed at temperatures above 260°, anhydrous calcium 
chloride being formed. 

On the other hand, Hammer! showed that solutions of calcium chloride, when frozen, 
deposit ice if they contain less than 48 parts of salt per 100 of water, and if more the 
crystallo-hydrate CaCl,,6H,O separates, and that a solution of the above composition 
(CaClg,14H,O requires 44°0 parts calcium chloride per 100 of water) solidifies as a cryo 
hydrate at about —65°. Thus the solubility of calcium chloride is better known than 
that of any other salt. 

Neglecting the unstable equilibrium CaC},,4H.O8, we will cite the temperatures ¢ at 
which the passage of one hydrate into another takes place and at which the solution 
CaCl, + nH,0, the two solids A and B and aqueous vapour, whose tension is given as p 
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than calcium (as also bromine and iodine are rarer than chlorine). 
Whilst exhibiting many points of resemblance with calcium, strontium 
and barium may be characterised after a very short acquaintance with 
their chief compounds; this shows the important advantages gained by 
distributing the elements according to their natural groups, to which 
matter we shall turn our attention in the next chapter. 

Among the compounds of barium met with in nature the commonest 
is the sulphate, BaSO,, which forms anhydrous crystals of the rhombic 
system, which are identical in their crystalline form with anhydrite, 
and which generally occur as transparent and semi-transparent masses 
of tabular crystals having a high specific gravity, namely 4°45, for which 
reason this salt bears the name of heavy spar or barytes. Analogous to 
it is celestine, SrSO,, which is, however, more rarely met with ; heavy 
spar frequently forms the gangue separated on dressing metallic ores 
from the vein stuff. This mineral is the source of all other barium 
compounds, because the carbonate, although more easily transformed 
into the other compounds (because acids act directly on it, evolving 
carbonic anhydride), is, however, a comparatively rare mineral (BaCO, 
forms the mineral witherite ; SrCO3, strontanite ; both are rare, the 
latter is found at Etna). The treatment of barium sulphate is 
rendered difficult from the fact that it is insoluble both in water and 
acids, and has therefore to be conducted by a method of reduction.*! 
Like sodium sulphate and calcium sulphate, heavy spar when heated 
with charcoal parts with its oxygen and forms barium sulphide, BaS. 
For this purpose a pasty mixture of powdered heavy spar, charcoal, 
and tar is subjected to the action of a strong heat, in which case 
BaSO,+4C = BaS+4CO. The residue is then treated with water, in | 
which the barium sulphide is soluble.*? When boiled with hydrochloric 


in millimetres, are able to exist together in stable equilibrium, according to Roozeboom’s 
determinations— 


t n A B P 
-- 55° 14°5 ice CaCl,,6H.O 0 
+ 29°8° 671 CaCl,,6H.,O0 CaCl,,4H,O 68 
45°3° 4°7 CaCl.,4H_O CaCl,,2H,O0 11°8 
175°5° 2°1 CaCl,,2H,O CaCl.,,H,O 842 
260° 18 CaCl2,H»O CaCl, Several atmospheres. 


Solutions of calcium chloride may serve as a convenient example for the study of the 
_ supersaturated state, which easily comes about in this case, because different hydrates 
are formed. Thus at 25° solutions containing more than 83 parts of anhydrous calcium 
chloride per 100 of water will be supersaturated for the hydrate CaCl.,6H,O. 

51 The action of barium sulphate on sodium and potassium carbonates is given on 
p. 427. - 
5? Barium sulphide is decomposed by water, BaS + 2H,0=H.S + Ba(OH), (the reac- 
tion is reversible), but both substances are soluble in water, and their separation is com- 
plicated by the fact that barium sulphide absorbs oxygen and gives insoluble barium 
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acid, barium chloride, BaCl,, is obtained in solution, and the salphur is 
disengaged as gaseous sulphuretted hydrogen, BaS + 2?HCl= BaCl, + H,S. 
In this manner barium sulphate is converted into barium chlonde,** 
and the latter by double decomposition with strong nitric acid or nitre 
gives the less soluble barium nitrate, Ba(NO3;),,™ or with sodium 


sulphate. The hydrogen sulphide is sometimes removed from the solution by boding 
with the oxides of copper or zinc. If sugar be added toa solution of barium sulphide, 
then on heating barium saccharate is precipitated; it 1s decomposed by carbonic anhy- 
dride, so that barium carbonate is formed. An equivalent mixture of sodium sulphate 
with barium or strontium sulphates when ignited with charcoal gives a mixture of 
sodium sulphide and barium or strontium sulphide, and if this mixture be dissolved in 
water and the solution evaporated, then barium or strontium hydroxide crystallises out 
on cooling, and sodium hydrosulphide, NaHS, is obtained in solution. The hydroxides 
BaH,0, and SrH,0, are prepared on a large scale, being applied to many reactions; for 
example, strontium hydroxide is prepared for sugar works for extracting crystallisable 
sugar from molasses. 

We may remark that Boussingault, by igniting barium sulphate in hydrochloric acid 
gus, obtained a complete decomposition, with the formation of barium chloride. Attention 
should also be turned to the fact that Grouven by heating a mixture of charcoal and 
strontium sulphate with magnesium and potassium sulphates showed the easy decom- 
posability depending on the formation of double salts, such as SrS.K.S, which are easily 
‘soluble in water, and give a precipitate of strontium carbonate with carbonic anhydride. 
In such examples as these we see that the force which binds double salts may play a part 
in directing the course of reactions, and the number of double salts of silica on the earth’s 
surface shows that nature takes advantage of these forces in her chemical processes. 

S Barium sulphate is sometimes converted into barium chloride in the following 
manner: finely-ground barium sulphate is heated with coal and manganese chloride, 
forming the residue from the manufacture of chlorine. The mass becomes semi-liquid, 
and when it evolves carbonic oxide the heating is stopped. The following double decom- 
positions proceed during this operation: first the carbon takes up the oxygen from the 
barium sulphate, and gives sulphide, BaS, which enters into double decomposition with 
the chloride of manganese, MnCl., forming manganese sulphide, MnS, which is insoluble 
in water, and soluble barium chloride. This solution is easily obtained pure because 
many foreiyn impurities, such as iron, remain in the insoluble portion with the manganese. 
The solution of barium chloride obtained in this manner is chiefly used for the prepara- 
tion of barium sulphate, which is precipitated by sulphuric acid, by which means barium 
sulphate is re-formed as a powder. This salt is characterised by the fact that it is unacted 
on by the majority of chemical reagents, is insoluble in water, and is not dissolved by 
acids, but is slightly acted on in an aqueous solution by the prolonged action of alkalis 
and of a solution of the alkali carbonates (with sodium carbonate, for instance, after pro- 
longed boiling, the solution gives barium carbonate, Chapter X.). Owing to this, artificial 
barium sulphate forms a permanent white paint which is used instead of white lead. 
Barium white does not alter or blacken under the action of sulphuretted hydrogen, which 
affects white lead. Hence it has been termed ‘blanc fixé’ or ‘ permanent white.’ 

The solution of one part of calcium chloride at 20° requires 1°36 parts of water, the 
solution of one part of strontium chloride requires 1°88 parts of water at the same tem- 
perature, and the solution of barium chloride 2°88 parts of water. The solubility of the 
bromides and iodides varies in the same proportion. The chlorides of barium and stron- 
tium crystaHise out from solution with great ease in combination with water ; ‘they 
form BaCl,.2H,O and SrC1;,6H,O (the latter resembles the salts of calcium and mag- 
nesium in its composition). 

4 The nitrates Sri NQO3), (in the cold its solutions give a crystallo-hydrate containing 
4H,,0) and Bai NO-), are so very sparingly soluble in water that they separate in rather 
large amounts when a solution of sodium nitrate is added to strong solutions of barium 
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carbonate a precipitate of barium carbonate, BaCO,. Both these salts 
are able to give barium oxide, or baryta, BaO, and the hydroxide, 
Ba(HO),, which differs from lime by its great solubility in water,* 
and by the ease with which it forms a crystallo-hydrate, BaH,O,,8H,0, 
from its solutions. Owing to its solubility, baryta is frequently 
employed in the manufactures and in chemical practice as an alkali 
which has the very important property that it may be always entirely 
removed from solution by the addition of sulphuric acid, which 
entirely separates the baryta as the insoluble sulphate, BaSO,. It 
may also be removed so long as it remains in an alkaline state (for 
example, the excess which may remain when it is taken for saturating 
acids) by means of carbonic anhydride, which also entirely precipitates 
barium oxide as a sparingly soluble, colourless, and powdery carbonate. 
Both these reactions show that baryta has such properties as would 
render its use in practice most widely extended were. its compounds 
as widely distributed as those of sodium and calcium, and if its soluble 
compounds were not poisonous. Barium nitrate is directly decomposed 
by the action of heat, barium oxide being left behind. The same takes 
place with barium carbonate, especially that precipitated from solutions 
and when mixed with charcoal or ignited in an atmosphere of steam. 
Barium oxide combines with water with the development of a large 
amount of heat, and the resultant hydroxide is so stable in its retention 
of the water that it will not part with it under the action of heat 
alone, although it entirely dissociates when strongly ignited in a current 
of hydrogen or other gas, and especially of air. With oxygen the 


or strontium chlorides. They are obtained by the action of nitric acid on the carbonates 
or oxides. They may also be obtained by the action of nitric acid on solutions of the 
chlorides, all the more as they are comparatively little soluble, especially in water con- 
taining nitric acid—100 parts of water at 15° dissolve 6'5 parts strontium nitrate and 
8°2 parts of barium nitrate, whilst more than 800 parts of calcium nitrate are soluble 
at the same temperature. Strontium nitrate communicates a crimson coloration to the 
flame of burning substances, and is therefore frequently used for Bengal fire, fireworks 
and signal lights, for which purpose the salts of lithium are still better fitted. Calcium 
nitrate is exceedingly hygroscopic. The barium nitrate, on the contrary, does not show 
this property in the least degree, and in this respect it resembles potassium nitrate, and 
is therefore used instead of the latter for the preparation of a gunpowder which is called 
‘ saxifragin powder’ (76 parts of barium nitrate, 2 parts of nitre, and 22 parts of charcoal). 

55 The dissociation of the crystallo-hydrate of baryta is given in Chapter I. Note 65. 
100 parts of water dissolve 


0° 20° 40° 60° 80° 
BaO 15 35 T4 18°8 90°38 
SrO 0°83 0°7 14 3 9 


Supersaturated solutions are easily formed. 

The anhydrous oxide BaO fuses in the oxyhydrogen flame. When ignited in the 
vapour of potassium, the latter takes up the oxygen; whilst in chlorine the oxygen is 
separated and barium chloride formed. 
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anhydrous oxide gives, as has already been mentioned in Chapters ITI. 
and IV., a peroxide, BaO,.*© Neither calcium nor strontium oxides 
are able to give such a peroxide directly, but they form peroxides under 
the action of hydrogen peroxide. | 

Barium oxide is decomposed when heated with potassium ; and fused 
barium chloride is decomposed, as Davy showed, by the action of a 
galvanic current, forming metallic barium ; and Crookes (1862) obtained 
an amalgam of barium from which the mercury could easily be driven 
off, by heating sodium amalgam in a saturated solution of barium 
chloride. The same occurs with strontium. Both metals are soluble in 
mercury, and seem to be non-volatile or at least very slightly volatile. 
They are both heavier than water ; the sp. gr. of barium is 3-6, and of 
strontium 2:5. They both decompose water at the ordinary temperature, 
like the metals of the alkalis. 

Barium and strontium as saline elements are characterised by their 
powerful basic properties, so that they form acid salts with difficulty, 
and scarcely form basic salts. On comparing them together and with 
calcium, it is evident that the alkaline properties in this group (as in 
the group potassium, rubidium, caesium) increase with the atomic 
weight, and this succession clearly shows itself in many of their corre- 
sponding compounds. Thus, for instance, the solubility of the 
hydroxides RH,O, and the specific gravity *’ rise in passing from 
calcium to strontium and barium, while the solubility of the sulphates 
decreases,’* and therefore in the case of magnesium and beryllium as 
metals whose atomic weights are still less, we should expect the solu- 
bility of the sulphates to be greater, and this is the case in reality. 


s* The property of barium oxide of absorbing oxygen when heated, and giving the 
peroxide BaO.,, is very characteristic for this oxide. It is only proper to the anhydrous 
oxide. The hydroxide does not absorb oxygen. Peroxides of calcium and strontium may 
be obtained by means of hydrogen peroxide. Barium peroxide is insoluble in water, buat 
is able to form a hydrate with it, and also to combine with hydrogen peroxide, forming a 
very unstable compound having the composition BaH.,.O, (obtained by Professor Schone), 
and which in the course of time eyolves oxygen (Chapter IV. Note 21). 

57 Even in solutions a gradual progression in the increase of the specific gravity shows 
itself, not only for equivalent solutions (for instance, RC], + 200H.,O), but even with an 
equal percentage composition, as is seen from the curves giving the specific gravity 
(water 4° - 10000) at 15° (for barium chloride, according to Bourdiakoff’s determina- 
tions) : 

BeCl, : $= 9992 + 6721p + O11 p? 
CaCl, : S=9992 + 80°24p + 0476p? 
SrCly : S= 9092 + 8557p + 0733p? 
BaCl, : S= 9992 + 8656p + 0°813p? 


58 One part of calcium sulphate at the ordinary temperature requires about 500 parts 
of water for solution, strontium sulphate about 7000 parts, barium sulphat about 400000 
parts, whilst beryllium sulphate is easily soluble in water. 
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As in the series of the alkali metals we saw the metals potassium, 
rubidium, and caesium approaching near to each other in their proper- 
ties, and besides them two metals having smaller combining weights — 
namely, sodium, and the lightest of all, lithium, which already exhibited 
certain particular characteristic properties—so also in the case of the 
metals of the alkaline earths we find, besides calcium, barium, and 
strontium, the metal magnesium and also beryllium or glucunum. In 
respect to the magnitude of its atomic weight, it occupies the same 
position in the series of the metals of the alkaline earths as lithium does 
in the series of the alkali metals, because the combining weight of 
beryllium, Be or Gl=9. This combining weight is greater than the com- 
bining weight of lithium (7), as the combining weight of magnesium (2+) 
is greater than that of sodium (23), or of calcium (40) is greater than 
that of potassium (39), &c.*9 Beryllium was so named because it occurs 
in the mineral bery/. The metal is also called glucinum (from the 
Greek word yAvxus, ‘sweet’), because its salts have a sweet taste. It 
occurs in beryl, aquamarine, the emerald, and other minerals, which 
are generally of a green colour, and sometimes occur in considerable 
masses, but which are as a rule comparatively rare and, as trans- 
parent crystals, form precious stones. The composition of beryl, the 
emerald, and smaragd is as follows: Al,O,,3BeO,6Si0O,. The Siberian 
and Brazilian beryls are the best known. The sp. gr. of beryl is 
about 2°7. Beryllium oxide, from the feebleness of its basic properties, 
presents an analogy to aluininium oxide in the same degree as lithium 
oxide is analogous to magnesium oxide.©? Owing to its rare occur- 


53° We refer beryllium to the class of the bivalent metals of the alkaline earths—thuat 
is, we ascribe to its oxide the formula BeO, and do not count it as trivalent (Be =13°5, 
p. 318), as has been proposed and argued by many. The true atomic composition of beryl- 
lium oxide was first given by the Russian chemist, Avdéeff (1819), in his researches on the 
compounds of this metal. He compared the compounds of beryllium to those of magne- 
sium, and set aside the then reigning opinion of the resemblance between the oxides of 
beryllium and aluminium, by proving that beryllium sulphate presents a greater resem- 
blance to magnesium sulphate than to aluminium sulphate. It was especially noticed 
that the analogues of alumina give aluins, whilst beryllium oxide, although it is a feeble 
base, easily giving, like magnesia, basic and double salts, does not form true alums. The 
establishment of the periodic system of the elements (1869), which is considered in the 
following chapter, immediately showed that Avdéeff’s view corresponded with the truth 
—that is, that beryllium is bivalent, and therefore necessitated the refutation of the 
trivalency of beryllium. This scientific controversy resulted in a vast seres of re- 
searches (1870-80) concerning this element, and ended in Nilson and Pettersson—two 
of the chief advocates of the trivalency of beryllium—determining the vapour.density 
of BeCl, (= 40, p. $18), which gave an undoubted proof of the bivalency of beryllium. 

60 Beryllium oxide, like aluminium oxide, is precipituted from solutions of its salts 
by alkalis as a gelatinous hydroxide BeH.,Og, which, like alamina, is soluble in an excess 
of caustic potash or soda. This reaction mey be taken advantage of for distinguishing 
and separating beryllium from aluminiam, because when the alkaline solution is diluted 
with water and boiled beryllium hydroxide is precipitated, whilst the alumina remains 


VOL. I. RR 


BeatriceGloria_personal library 
610 PRINCIPLES OF CHEMISTRY 


rence in nature, to the absence of any especially distinct individual 
properties, and to the possibility of foretelling them to a certain 
extent on the basis of the periodic system of the elements given in 
the following chapter, and owing to the brevity of this treatise, we 
will not linger long over the compounds of beryllium, and will only 
observe that the individuality of the compounds of beryllium was 
pointed out in 1798 by Vauquelin, and that metallic beryllium was 
obtained by Wohler and Bussy. Waohler obtained metallic beryllium 
(like magnesium) by acting on beryllium chloride, BeCl,, with potassium. 
Metallic beryllium has a sp. gr. 1°64 (Nillson and Pettersson). It is 
very infusible, melting at nearly the same temperature as silver, which 
it resembles in its white colour and lustre. It is characterised by the 
fact that it is very difficultly oxidised, and even in the oxidising flame 
of a blow-pipe is only superficially covered by a coating of oxide ; it 
does not burn in pure oxygen, does not decompose water at the 
ordinary temperature or at a red heat, but gaseous hydrochloric acid 
is decomposed by it when slightly heated, with evolution of hydrogen 
and development of a considerable amount of heat. Even dilute 
hydrochloric acid acts in the same manner at the ordinary temperature. 
Beryllium also acts easily on sulphuric acid, but it is remarkable that 
neither dilute nor strong nitric acid acts on beryllium, which seems to 


in solution. The solubility of the beryllium oxide already clearly indicates its feeble 
basic properties, and, as it were, separates this oxide from the class of the alkaline earths. 
But on arranging the oxides of the above-described metals of the alkaline earths accord- 
ing to their decreasing atomic weights we have the series 


BaO, SrO, CaO, MgO, Bed, 


in which the basic properties and solubility of the oxides consecutively and distinctly 
decrease until we reach a point when, had we not known of the existence of the beryllium 
oxide, we should expect to find in its place an oxide insoluble in water and of feeble basic 
properties. So also in the series of the metals of the alkalis the basicity of lithium oride 
is distinctly more feeble than sodium and potassium oxides, and lithium carbonate is 
insoluble in water. 

Another characteristic of the salts of beryllium is that they give a gelatinous pre- 
cipitate with aqueous ammonia, which is soluble in an excess of ammonium carbonate, 
like the precipitate of magnesia; in this beryllium oxide differs from the oxide of 
aluminium. Beryllium oxide easily forms a carbonate which is insoluble in water, and 
resembles magnesium carbonate in many respects. Beryllium sulphate is distinguished 
by its considerable solubility in water—thus, at the ordinary temperature it dissolves 
in an equal weight of water; it crystallises out from its solutions in well-formed crystals, 
which do not change in the air, and contain BeSOQ,4H,O. When ignited it leaves 
beryllium oxide, but this oxide, after prolonged ignition, is re-dissolved by sulphuric acid. 
whilst aluminium sulphate, after a similar treatment, leaves aluminium oxide, which is 
no longer soluble in acids. With a few exceptions, the salts of beryllium crystallise with 
great difficulty, aud to a considerable extent resemble the salts of magnesium ; thus, for 
instance, beryllium chloride is analogous to magnesium chloride. It is volatile in an 
anhydrous state, and in a hydrated state it decomposes, with the evolution of hydro- 
ehloric acid. 
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resist oxidising agents with particular ease. Potassium hydroxide acts 
on beryllium as on aluminium, hydrogen being disengaged and the 
metal dissolved, but ammonia has no action on it. These properties of 
metallic beryllium seem to isolate it from the series of the other metals 
described in this chapter, but if we compare the properties of calcium, 
magnesium, and beryllium we shall see that magnesium occupies an 
intermediate position between the other two. Whilst calcium decom- 
poses water with great ease, magnesium does so with difficulty, and 
beryllium not at all. The peculiarities of beryllium among the metals 
of the alkaline earths recalls the fact that in the series of the halogens 
we saw that fluorine differed from the other halogens in many of its 
properties and has the smallest atomic weight. Just the same is the 
case with beryllium among the other metals of the alkaline earths. 
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